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I.  INTRODUCTORY  STATEMENT 

The  radiations  from  quartz  merctiry  vapor  lamps  are  being  used 
extensively  in  accelerating  photochemical  actions,  as  a  bactericide 
in  sterilizing  water,  as  a  therapeutic  agent,  in  dye-fading  tests,  etc. 

The  violet  and  ultra-violet  rays,  as  distinguished  from  the 
infra-red  rays,  appear  to  have  a  marked  effect  in  accelerating 
chemical  action,  and  there  has  arisen  among  manufacturers  of 
paper,  dyes,  cloth,  rubber  goods,  paints,  etc.,  a  distinct  need  for 
a  source  of  ultra-violet  radiation  of  high  intensity  which  does 
not  decrease  with  usage. 

It  is  well  known  that  the  intensity  of  the  radiation  (especially 
the  ultra-violet  component)  ffom  quartz  mercury  vapor  lamps 
decreases  greatly  with  usage.  This  decrease  in  intensity  with 
usage  has  been  determined  qualitatively  by  several  experiments,^ 
using  physical,  chemical,  and  biological  tests.  But  no  exact 
quantitative  data  appear  to  be  available  showing  how  rapidly 

>  VsiDMit,  Qampt.  Raid..  14t,  p.  81;  1906;  Bordkr,  Arch.  d'Bkct.  Medkale,  18^  p.  390,  i»xo;  CoannoBt 
aod  Kogicr.  Campt.  Rend..  IH,  p.  Z7461  Z9u> 
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and  how  much  the  intensity  decreases  with  time  of  operation  of 
the  lamp. 

Some  months  ago  the  problem  was  presented,  first,  to  devise 
methods  for  determining  quantitatively  this  decrease  in  intensity 
of  emission  with  usage,  and,  second,  to  make  preliminary  meas- 
urements on  radiant  power-life  tests  of  quartz  mercury  vapor 
lamps. 

n.  INSTRUMENTS  AND  METHODS 

In  considering  various  methods  for  observing  the  radiations 
emitted  by  quartz  mercury  vapor  lamps  it  was  apparent  that 
photography  would  not  give  reproducible  quantitative  results, 


FtG.  I. — Arrangement  of  apparatus  for  measuring  the  radiaHonfrom  quartz  mercury  vapor 

lamps 

while  photometric  methods  are  not  sufficiently  comprehensive  to 
take  into  consideration  the  decrease  in  intensity  of  the  ultra- 
violet component  of  the  radiations  from  the  lamp. 

The  logical  method  of  procedure  is  to  measure  the  intensity  of 
the  radiations  in  absolute  tmits  by  using  a  nonselective  radi^- 
ometer  (e.  g.,  thermopile)  which  can  be  calibrated  by  means  of  a 
standard  of  radiation.'  This  method  was  employed  throughout 
the  present  investigation. 

>  Thii  Bulkdn,  11,  p.  8r;  1914. 
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The  radknneter  used  was  a  thermopile  of  bismuth- silver,' 
which  was  covered  with  a  quartz  window  (^—0.15  mm)  to  pre* 
vent  unsteadiness  caused  by  air  currents.  The  thermopile  was 
placed  in  a  mounting,  M,  Fig.  i,  which  could  be  secured  m  a 
fixed  position,  facing  the  lamp.  When  not  in  use,  this  radi- 
ometer outfit  was  removed  to  a  sectue  place  free  from  dust  and 
Hkelihood  of  injury. 

The  general  arrangement  of  the  apparatus  is  shown  in  Fig. 
I,  in  which  Q  is  the  quartz  mercury  lamp,  with  its  protecting 
hood  H.  The  shutter  S  permits  the  radiations  from  the  lamp 
to  fall  upon  the  thermopiles  A  and  B,  The  absorption  cells  of 
water  are  at  Wi  and  W^,.  The  Noviol  absorption  glass  is  motmted 
atJV. 

The  electric  current  which  was  generated  by  the  thermopile  was 
measured  by  means  of  an  iron-clad  Thomson  galvanometer,*  G, 
Fig.  I ;  though  for  most  of  the  work  a  sensitive  d'Arsonval  galva- 
nometer would  have  served  the  purpose. 

Apparatus  (C,  Fig.  i)  was  provided  for  testing  the  current 
sensitivity  of  the  galvanometer,  which  varied  from  day  to  day. 
The  radiation  sensitivity,  in  absolute  units  (gram-calories),  of  the 
thermopile-galvanometer  combination  was  determined  at  frequent 
intervals  by  exposing  the  thermopile  to  the  standard  of  radiation 
just  mentioned.  The  sensitivity  of  the  radiometric  apparatus 
was  such  that  for  the  standard  galvanometer  current  sensitivity  of 
i  =  5  X 10-***  ampere,  a  deflection  of  i  cm  (caused  by  radiation  from 
the  standard  lamp)  represented  an  energy  flux  of  2.21  microwatt 
per  square  centimeter.  Multiplying  the  observed  galvanometer 
d^ection  by  this  factor,  and  knowing  the  distance  intervening- 
between  the  lamp  and  the  thermopile,  it  was  an  easy  matter  to 
specify  the  intensity  of  the  energy  (the  radiant  flux)  incident  at 
the  point  where  the  measurement  was  made.  This  distance  was 
40  cm  from  the  axis  of  the  lamp  and  equidistant  from  the 
effective  ends  of  the  quartz  glass  tube. 

Under  normal  operation  the  quartz  glass  tube  of  a  mercury  vapor 
lamp  becomes  heated  to  a  dull  red,  thus  emitting  considerable 
infra-red  radiation  of  wave  lengths  greater  than  2/i  (m =0.001  mm). 
On  the  other  hand,  the  emission  spectnun  of  the  merciuy  vapor 
consists  of  strong  lines  which  abound  in  the  ultra-violet,  visible, 
and  the  infra-red  spectnun,  extending  to  about  i.6/i,  as  shown  in 
Fig.  2,  in  which  the  ultra-violet  meastu-ements  were  taken  from 


*  This  BvUetin,  14,  P»  xjx;  X914.  1  This  BoUfCin,  It*  p.  4^3:  X9i6. 
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a  paper  by  Souder."  The  visible  and  infra-red  measurements 
were  obtained  from  a  paper  by  Coblentz,*  corrections  having  been 
made  for  slit  widths  and  for  power  input  such  as  used  in  the 
lamps  employed  in  the  present  work.  The  three  crosses  (xxx) 
show  the  distribution  of  intensities  on  a  lower  power  input,  under 
which  condition  the  green  mercury  line  is  more  intense  than 
the  yellow  lines.  There  is,  of  coiurse,  considerable  energy  radi- 
ated in  the  form  of  a  continuous  spectrum,  which  would  affect 
the  relative  proportions  in  the  visible  and  in  the  ultra-violet  and 
which  is  not  indicated  in  these  measurements.  The  emission  lines, 
of  wave  lengths  greater  than  i  .6^,  contribute  but  little  to  the  total 
radiation  emitted  by  the  mercury  vapor. 

A  cell,  I  cm  in  thickness,  having  thin  (1.5  mm)  windows  of 
quartz  and  containing  distilled  water  (which  is  opaque  to  radiations 
greater  than  1.4/1)  was  placed  over  the  thermopile  to  absorb  the 


Flo.  2. — Energy  disUibution  in  th$  sp4ctral  Un$»  emUUd  by  qttartM  mercury  vapor  lamps 

radiations  emitted  by  the  quartz  glass  tube.  This  cell  is  trans- 
parent to  ultra-violet  rays  and  its  use  increases  the  accmracy  of 
the  observations  by  absorbing  infra-red  radiations  emitted  by  the 
electrodes  and  the  quartz  tube,  which  vary  greatly  in  tempera- 
ture, depending  upon  the  temperature  of  the  surrounding  air,  etc. 
As  already  stated,  the  energy  radiated  by  a  quartz  xnerctiry 
vapor  lamp  suffers  depletion  of  the  ultra-violet  component  with 
usage  of  the  lamp.  This  is  attributable  to  discoloration  (black- 
ening) and  devitrification  of  the  bulb  which  absorbs  the  ultra- 
violet more  strongly  than  the  visible  rays.' 

*Souder,  Phys.  Rev.,  8,  p.  3x6;  19x6. 

•  The  Bnlletiii.  9.  p.  96.:  \»U.   The  w»Te  Icncths  arc  from  PMcfaen.  Aim.  der  Phys.,  t9,  p.  558;  Z90S. 

^  Quartz-fflass  chouses  into  cryitaUine  quartz  (tridymite)  when  heated  to  about  900*. 
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Prom  the  experimental  data  at  hand,  it  would  appear  that 
(at  the  expense  of  decreasing  somewhat  the  total  energy  radiated) 
there  would  be  a  marked  increase  in  the  useful  life  and  lununous 
efficiency  by  operating  the  lamp  at  a  lower  temperature.  This 
would  decrease  the  vaporization  of  the  tungsten  electrodes  and, 
hence,  the  blackening  of  the  walls  of  the  lamp. 

It  is  well  known  that  with  increase  in  energy  input  the 
luminous  efficiency  of  a  mercury  vapor  lamp  increases  and  passes 
through  a  maximiun  value.* 

As  was  shown  in  a  previous  investigation  *  this  phenomenon 
is  attributable  to  the  more  rapid  increase  in  infra-red  energy 
emission  (with  increase  in  energy  input)  as  compared  with  the 
emission  of  visible  and  ultra-violet  rays. 

For  high  values  of  energy  input  the  ultra-violet  and  visible 
emission  lines  are  relatively  less  intense  than  the  infra-red  lines, 
while  for  a  low-energy  input  the  reverse  condition  is  true,  viz, 
the  visible  and  ultra-violet  rays  are  relatively  the  more  intense, 
as  illustrated  by  the  crosses  {xxx)  in  Fig.  2. 

Hence  in  measuring  the  decrease  in  intensity  of  the  ultra 
violet  as  compared  with  the  visible  radiations,  with  usage  of  the 
lamp,  it  was  necessary  to  resort  to  some  expedient  which  would 
avoid  the  above-mentioned  change  in  relative  intensities  of  the 
visible  and  ultra-violet  with  chaage  in  energy  input.  For,  at 
the  b^inning  of  the  investigation,  it  was  not  known  what  changes 
with  usage  the  lamps  might  imdergo  in  their  volt-ampere  char- 
acteristics, in  their  evacuation,  etc. 

The  simplest  method  of  measuring  the  decrease  in  the  violet 
component  with  usage  of  the  lamp  would  be  to  use  a  screen  (i) 
which  transmits  all  the  ultra-violet  and  absorbs  all  the  visible 
and  infra-red  rays,  or  (2)  which  absorbs  all  the  ultra-violet  and 
transmits  all  the  visible  and  the  infra-red.  No  such  ideal  screen 
is  known,  but  a  deep-yellow  glass  (Coming  Noviol,  shade  B) 
which  absorbs  all  the  idtra-violet  rays  shorter  than  X=o.4/i  was 
found  to  answer  the  purpose.*® 

In  a  preliminaiy  investigation  of  the  transmission  of  the  radia- 
tions from  the  quartz  mercury  vapor  lamps  through  glasses  of 
various  colors,  with  variation  in  energy  input  into  the  lamps 
(see  Table  i),  it  was  fovmd  that  this  sample  of  yellow  glass  was 

*  Kfldi  sad  Wffirhhuky,  Ann.  dcr  Phys.,  (4)  SO,  p.  563;  1906. 

•  This  Bitllettn,  0,  p.  96;  xgxa. 

t*  Hie  transmission  of  this  glass  is  given  in  tliis  Bureau's  Technologic  Paper  No.  93*  ad  ed.,  p.  17*  Pit.  xa 
See  alio  this  BnUcdn,  14,  p.  653:  X9zS. 
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unique  in  having,  within  the  errors  of  observation,  the  same 
transmission  for  a  variation  in  energy  input  of  loo  to  200  watts. 
This  simplified  the  experimental  work,  for  it  was  then  unneces- 
sary to  operate  the  lamp  at  the  same  energy  input  when  making 
the  transmission  measurements  from  time  to  time,  atfd  any 
change  in  the  transmission  of  this  glass  with  usage  of  the  lamp 
would  be  attributable  to  a  change  in  the  quality  of  the  radiations 
emitted  by  (transmitted  through  the  walls  of)  the  lamp.  A  pro- 
gressive decrease  in  the  ultra-violet  radiation,  with  usage  of  the 
lamp,  would  cause  a  progressive  increase  in  the  percentage  of  the 
total  radiation  which  can  pass  through  the  yellow  glass. 

TABLE  1.— Transmission  of  the  Radiations  of  Wave  Lengths  Less  than  1.4m  from 
R.  U.  v.  Quartz  Merctuy  Vapor  Lamp  Throng  Glasses  of  Various  Colors,  with 
Variatioo  in  Snergjr  Input 


[A.O 

.  C.-American  Optical  Co.;  C.  G.  W.- 

-Coming  Glass  Works] 

Color  of  cUm 

Tiadeiuane 

Source 

Energy  input  In  watts 

100 

200 

260 

400 

540 

615 

ColocloM 

Lab.  No.  58 

S«letiluin 

A.O.C. 
C.G.W. 
CO.W. 

B.8. 
A.O.C. 
C.O.W. 
CO.W. 

51.5 
4.9 
11.2 
13.2 
23.4 
14.3 
SI.  2 

4&0 
5.2 
12.5 
12.7 
20.7 
16.0 
31.1 

28.7 

44.6 
6.2 
14.7 
13.5 
19.8 
17.9 
.  30.9 

43.4 
7.3 
16.4 
13.6 
18.8 
18.1 
82.5 

44.2 

Bod. 

8.2 

Oranffo 

634 

17.2 

Amber 

14.5 

Bluo-croen 

Lab.  No.  59 

G55  A62 

18.5 

Ponle 

17.7 

7«l1ffw 

NoHoUdiadaB... 

32.2 

D0.0 

29.0 

a  Using  a  new  lamp 

This  is  SO  because,  in  passing  out  through  the  walls  of  the  lamp, 
the  ultra-violet  radiations  suflfer  a  proportionately  greater  reduc- 
tion in  intensity  than  the  (visible)  radiations  which  are  not 
absorbed  by  the  yellow  glass.  A  determination  of  the  trans- 
mission consists  in  noting  the  galvanometer  deflections  when 
the  plate  of  yellow  glass  intervenes  between  the  thermopile  and 
the  lamp  and  when  no  glass  intervenes.  The  ratio  of  these 
two  deflections  is  a  measure  of  the  transmission,  which  increases 
with  decrease  in  the  ultra-violet  rays. 

The  decrease  of  the  ultra-violet  component  was  determined  by 
making  transmission  observations  upon  the  radiations  emitted 
from  a  length  of  about  5  cm  of  the  central  part  of  the  quartz 
lamp  tube,  in  order  to  avoid  the  radiations  from  the  incandescent 
electrodes.  For  this  purpose  a  bismuth-silver  thermopile,  hav- 
ing a  circular  receiver "  5  mm  in  diameter,  was  motmted  in  a 


u  This  Bulletin.  11.  p.  x68,  Pig.  3.  No.  j. 
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suitable  brass  tube,  A,  Fig.  i,  which  admitted  radiations  coming 
only  from  the  central  part  of  the  lamp.  A  i  cm  cell,  Wi,  Fig.  i, 
having  thin  quartz  windows  (20  mm  opening)  and  containing  dis- 
tilled water,  absorbed  most  of  the  radiations  from  the  hot  quartz 
tube,  but  transmitted  the  ultra-violet  rays.  The  Noviol  and 
other  glasses  used  in  the  transmission  tests  were  placed  in  front 
of  the  water  cell  (at  N,  Fig.  i)  and  any  change  in  the  transmis- 
sion with  age  of  the  lamp  would  be  ascribable  to  a  decrease  in  the 
ultra-violet  component  of  the  radiations  passing  through  the  walls 
of  the  lamp. 

The  decrease  in  total  radiation  with  Usage  was  determined  by 
measuring  the  radiations  emanating  from  the  whole  lamp,  includ- 
ing radiations  unavoidably  reflected  from  the  hood,  if.  Fig.  i, 
which  was  used  over  the  lamp.  For  this  measurement  a  bis- 
muth-silver thermopile,  B,  Fig.  i,  having  a  linear  receiver,  2  by 
15  mm,  long  axis  at  right  angles  with  the  long  axis  of  the  lamp, 
was  used.  No  water  cells  with  quartz  windows  of  suitable  size 
being  available  at  the  time  when  the  work  was  imdertaken,  a 
I  cm  cell,  with  crown-glass  windows,  W,  (35  mm  opening),  was 
used  to  absorb  the  infra-red  rays.  This  second  radiometric 
outfit  gave  a  partial  check  on  the  observations  made  with  the 
Noviol  absorption  glass.  Of  course  the  total  radiation  was 
observed  also  on  the  5  cm  length  of  the  lamp,  but  no  record  was 
kept  of  the  energy  input  of  the  lamp,  the  galvanometer  sensitivity, 
the  distance  of  the  thermopile  from  the  lamp,  etc.,  which  data 
wotdd  be  required  in  reducing  the  data  obtained  with  the  thermo- 
pile (with  circular  receiver)  used  in  measuring  the  ultra-violet 
component. 

The  lamps  under  investigation  were  mounted  in  a  light-tight 
inclosure,  which  was  kept  thoroughly  ventilated,  without  pro- 
ducing a  strong  draft  over  the  lamps. 

In  order  to  protect  the  eyes  from  injury  when  adjusting  the 
thermopiles  for  making  radiometric  measurements,  the  attendants 
wore  deep  amber-colored  glasses.  Coming  Noviweld,  shade  6". 
As  a  further  precaution  against  injury  from  reflected  light,  the 
inside  of  the  inclosure  and  the  mountings  were  painted  black. 
This  is  a  precaution  which  should  be  observed  in  dye-fading  and 
similar  tests  involving  the  use  of  quartz  mercury  vapor  lamps. 
The  injurious  effects  of  ultra-violet  light  are  usually  not  felt  until 
some  hours  have  elapsed  after  exposm-e  to  these  rays. 


u  See  this  Bureau's  Technologic  Paper  No.  93*  on  glasses  for  protecting  the  eyes  from  injurious  radiations. 
78672°— 18 2 
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m.  EXPERIMENTAL  DATA 

The  data  discussed  under  this  caption  were  obtained  on  lamps 
purchased  from  the  Cooper-Hewitt  Electric  Co.  and  from  the 
R.  U.  V.  Co.^». 

In  the  discussion  of  the  data  these  two  types  of  lamps  are  re- 
ferred to  as  C.  H.  and  R.  U.  V.  Of  the  former,  iio-volt  and  220- 
volt  lamps  were  available.  Of  the  latter  type  only  220-volt 
lamps  were  obtainable. 

These  lamps,  with  their  auxiliary  ballast  resistances  were  oper- 
ated on  the  specified  voltage  and  cmrents.  A  watt-hour  meter 
was  connected  in  the  circuit  of  each  lamp,  and,  on  the  days  when 
the  radiation  measurements  were  made,  a  wattmeter,  an  ammeter, 
and  sometimes  a  voltmeter  were  used  to  obtain  data  on  the 
electrical  characteristics  of  the  lamp.  The  electrical  character- 
istics of  the  lamp  vary  somewhat  with  the  temperatur:e  of  the 
surrovmdings. 

The  R.  U.  V.  lamp  is  operated  at  a  very  high  temperattu-e,  and 
the  voltage-cxuxent  relation  is  rather  unstable.  Because  of  this 
great  fluctuation  in  power  input  it  was  necessary  to  watch  the 
wattmeter  and  make  radiometric  measurements  when  the  watt- 
meter indicated  a  certain  value,  say  615  watts.  The  C.  H.  lamps 
did  not  fluctuate  in  energy  input,  other  than  that  which  resulted 
from  fluctuation  in  the  line  voltage. 

The  lamps  were  not  operated  continuously  and  some  ceased 
to  fimction  after  800  to  1200  hours  of  actual  usage,  owing  to 
leakage  of  air  into  the  bulb. 

On  continuous  operation  quartz  mercury  lamps  are  known  to 
depreciate  less  rapidly — i.  e.,  have  a  longer  life — ^than  when  oper- 
ated intermittently.  The  present  data  are,  therefore,  not  to  be 
considered  as  a  "life  test,'*  as  measured  in  the  total  number  of 
hoiurs  a  lamp  may  be  operated.  These  lamps  were  in  operation 
extending  over  a  period  of  three  and  one-half  months.  As  in  the 
case  of  incandescent  lamps,  the  question  will  probably  arise  as  to 
what  constitutes  the  useful  life  of  a  quartz  mercury  vapor  lamp. 
In  the  present  case  the  lamps  were  used  in  dye-fading  experi- 
ments (the  radiometric  measurements  in  all  cases  being  inci- 
dental), and  the  use  of  one  lamp  was  discontinued  after  4ts  total 
radiation  intensity  had  decreased  to  one-third  its  original  value, 
although  mechanically  the  burner  appeared  to  be  in  good  condi- 
tion. 

IS  Cooper-Hewitt  Electric  Co..  Hoboken.  N.  J.    The  R.  U.  V.  Co..  250  Broadmiy.  N.  Y. 
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1.  VARIATION  IN  BUISSIVirT  WITH  POWER  INPUT 

The  lamps  being  operated  on  the  city  power  circuit  were  sub- 
ject to  fluctuations  in  power  input.  The  total  radiation  from  the 
lamp  (through  the  water  cell)  with  variation  in  power  input  was, 
therefore,  determined  at  the  start  by  operating  it  on  a  storage 
battery.  The  data  so  obtained  (see  Fig.  3)  were  used  in  reducing 
the  observations  of  the  total  radiation,  with  usage,  to  a  standard 
power  input,  say  400  watts  for  the  C.  H.  lamps  aud  600  watts  for 
the  R.  U.  V.  lamps.     For  this  ptupose  the  experimental  curves 
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FlO.  3. — Variation  in  total  radiation  emitted  with  variation  in  power  input 

illustrated  in  Fig.  3  are  closely  represented  by  the  formula  E = KW^ 
where  E  is  the  energy  of  wave  lengths  less  than  1,4^1  emitted  by 
the  quartz  mercury  vapor,  jK"  is  a  constant,  and  W  is  the  power 
input  in  watts. 

For  one  of  the  R.  U.  V.  quartz  mercury  lamps  studied  (upper 
curve  Fig.  3),  the  formula  E«  0.00462  W^-^  was  found  to  fit  the 
observations  to  within  less  than  i  per  cent  over  a  range  of  power 
input  from  300  to  600  watts.  As  shown  by  the  crosses  in  Fig.  3, 
for  a  power  input  of  200  watts  or  less  the  computed  values  differ 
considerably  from  the  observed. 
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Ft)r  the  C.  H.  lamp  (lower  curve,  Fig.  3)  the  formula  £  = 
CK000457  W^->"  was  found  to  fit  the  observations  to  within  i  per 
cent  over  a  range  of  150  to  400  watts  of  power  input,  giving 
"^Qgjues  which  are  2  per  cent  low  at  100  watts  and  2  per  cent  high 
at  450  watts,  as  shown  by  the  crosses  in  the  lower  curve,  Fig.  3. 

2.  VARUnON   OF  IRRABIATION  PARALLEL  WITH  AXIS  OF  THE  LAMP 

In  connection  with  the  dye-fading  tests,  it  was  of  interest  to 
determine  the  intensity  of  the  irradiation  along  a  line  parallel  with 
and  at  a  distance  of  40  cm  from  the  axis  of  the  lamp. 

The  present  measiurements  were  made  with  a  linear  thermopile 
of  special  design,  in  which  the  receiver  was  not  inclosed  in  the 
protecting  tube  usually  provided,  and  no  water  cell  was  used.     In 
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Fio.  4. — Variation  of  illumination  parallel  nvith  axis  cf  inbt  of  quarts  mercury  vapor 
lamp:  clI^o  illustration  of  lamp 

this  manner  radiations,  incident  over  a  very  wide  angle,  could 
fall  upon  the  receiver,  which  moved  in  ways,  which  were  placed 
parallel  with  the  axis  of  the  lamp. 

The  radiometric  observations  were  made  upon  an  R.  U.  V. 
lamp,  length  about  15  cm,  illustrated  in  the  lower  part  of  Fig.  4. 
Measiurements  were  made  of  the  radiation  intensity  at  what  was 
judged  to  be  the  optical  center  of  the  lamp  and  at  intervals  of 
5  cm  to  the  right  and  left  of  this  point.  These  measurements  are 
illustrated  in  Fig.  4,  in  which  the  ordinates  represent  the  inten- 
sities (the  galvanometer  deflections)  observed  at  various  points 
along  the  axis  of  the  lamp.    From  this  it  appears  that,  for  a 
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teigth  of  about  lo  cm,  which  constitutes  the  light-giving  portion 
of  the  lamp,  the  intensity  is  fairly  uniform. 

3.  DBCRBASE  m  ULTRA-VIOLBT  RADIATION  WITH  USAGE  OF  LAMP     . 

As  already  mentioned,  the  decrease  in  the  ultra-violet  radiation 
emitted  by  quartz  mercury  vapor  lamps  was  determined  by 
observing  the  transmission  of  these  radiations  (of  wave  lengths 
less  than  1.4/x)  through  a  sample  of  Noviol  glass,**  shade  B,  with 
usage  of  the  lamp.  These  data  are  given  in  the  next  to  the  last 
column  in  Tables  3,  4,  and  5,  which  are  published  to  illustrate 
the  behavior  of  some  of  the  lamps  examined. 

The  transmission  of  this  yellow  glass  is  of  the  order  of  29  to  30 
per  cent  for  a  new  lamp,  and  increases  to  35  to  45  per  cent,  de- 
pending upon  the  usage  of  the  lamp. 
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Pig.  5. — Decrease  in  uUrchviolet  radiation  with  usage  of  quartz  mercury  vapor  ktmps 

The  last  column  in  Tables  3, 4,  and  5  gives  the  per  cent  of  ultra- 
violet radiation  of  wave  lengths  less  than  0.45/i  in  the  total  radia- 
tion (of  wave  lengths  less  than  i  .4/x)  emitted,  with  usage  of  the  lamp. 
It  is  obtained  from  the  transmission  data  (in  the  preceding  column) 

Tr 

on  the  basis  that  the  ultra-violet  =100 .    The  factor  0.0  is 

0.9  ^ 

introduced  to  correct  for  absorption  and  reflection  losses  in  the 

glass.    In  Fig.  5  is  illustrated  the  decrease  in  ultra-violet  radiation 

with  usage  of  several  quartz  mercury  vapor  lamps.     During  the 

first  500  to  700  hotu-s  usage  there  was  no  marked  difference  in  the 

p«r  cent  of  ultra-violet  emitted  by  these  lamps.     (See  Table  6.) 

It  may  be  observed  that  the  idtra-violet  component  of  wave 

lengths  less  than  0.45M  amounts  to  about  67  per  cent  of  the  total 

radiation  (of  wave  lengths  less  than  1,4^1)  emitted  by  the  mercury 

vapor  when  using  a  new  lamp,  and  decreases  to  60  per  cent  or  less 

after  operating  the  lamp  for  some  time. 

14  Pram  the  Corning  Olass  Works,  Comins,  N.  Y. 
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In  the  case  of  the  C.  H.  lamp,  Table  5,  the  qtiartz  tube  had 
become  tinged  a  famt  brown,  which  seems  to  obstruct  the  ultra- 
violet rays.  The  R.  U.  V.  lamps  become  discolored  with  a  dark 
substance  which  is  no  doubt  vaporized  from  the  tungsten  elec- 
trodes. This  does  not  seem  to  obstruct  the  ultra-violet  quite 
so  much  as  the  brown  deposit,  but  tests  on  a  larger  number  of 
lamps  woulS  be  reqtdred  to  establish  these  observations  as  true  in 
general. 

As  already  mentioned,  there  is  considerable  infra-red  radiation 
present  as  the  result  of  heating  of  the  electrodes  and  the  supports 
of  the  lamp.  The  ultra-violet  component  is  only  about  20  per 
cent  of  the  total  radiation  (of  all  wave  lengths)  emanating  from 
the  whole  lamp. 

4.  DECREASE  m  TOTAL  RADIATION  WITH  DISTANCE  FROM  LAMP 

In  order  to  determine  the  decrease  in  intensity  of  emission  with 
usage,  it  is  necessary  to  operate  the  radiometer  at  a  fixed  distance 
(this  setting  could  be  made  accurate  to  i  mm)  or  to  know  the 
variation  of  intensity  with  variation  in  distance  from  the  lamp. 

Measurements  of  the  intensity  of  radiations  (transmitted  by 
the  I  cm  water  cell)  at  various  distances  from  the  lamp  indicated 
that  the  increase  in  intensity  with  decrease  in  distance  is  more 
rapid  than  the  inverse  square  law  of  the  distance.  This  is  illus- 
trated in  Table  2,  in  which  column  2  gives  the  observed  intensities 
and  column  3  gives  the  computed  intensities  (using  the  distance 
40  cm  as  the  comparison  point)  on  the  basis  of  the  inverse  square 
law,  which  of  course  applies  only  to  a  point  source.  In  this  test 
the  lamp,  in  its  hood,  was  moved  vertically  over  the  thermopile, 
which  had  its  receiver  horizontal  (the  long  axis  being  at  right 
angles  with)  and  at  equal  distances  from  the  ends  of  the  lamp. 

TABLE  2.— -Decretse  in  Intensity  of  total  Radiation  of  Wave  Lengths  Less  than  lAn 
with  Distance  from  a  220-Volt  C.  H.  Lamp 

[Extrapolated  values  are  ia  parenthescsl 
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Intensity 

Intensity 

ObMrved 

Calculated 

Observed 

Calcniyed 

280 

284 
248 
195 
171.6 

407 

134.5 
(139) 
105.5 
89.5 

300 

(240) 
190.5 
(171) 

400 

139 

338 

459 

sec 

500 

89.0 
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5.  DBCREASB  IN  TOTAL  RADUTION  WITH  ITSAGB  OF  LAMP 

The  decrease  in  the  radiation  of  wave  lengths  less  than  1.4/4 
emitted  by  quartz  mercury  vapor  lamps  was  determined  by 
means  of  a  linear  thermopile  and  i-cm  water  cell,  placed  at  a 
distance  of  40  cm  from  the  lamp,  as  described  on  a  preceding 
page. 

Observational  data  for  two  R.  U.  V.  lamps  and  one  C.  H.  lamp 
(all  of  the  220-volt  tjrpe)  are  illustrated  in  Fig.  6. 
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Flo.  6. — Decrease  in  radiation  from  quarts  mercury  vapor  lamps  with  usage,  as  observed 
through  a  I  cm  cell  of  water,  with  glass  windows 

In  the  R.  U.  V.  lamps  tested,  the  end  containing  the  positive 
electrode  (tungsten  target)  became  blackened  over  a  length  of  2 
to  3  cm  during  the  first  100  to  200  hours*  operation.  As  a  result 
there  was  at  first  a  rather  rapid  decrease  in  the  total  radiation 
emitted,  after  which  the  total  radiation  continued  slowly  to  de- 
crease in  intensity  throughout  the  1200  to  1500  hours  during 
which  the  lamps  were  imder  observation,  although  the  power 
input  remained  constant. 

In  one  R.  U.  V.  lamp  (No.  380,  Fig.  6)  the  power  input  as  well 
as  the  total  radiation  continued  to  decrease  with  usage,  and 
during  the  first  200  hours  the  ballast  resistance  was  kept  adjusted 
so  that  the  lamp  operated  on  600  watts. 

After  300  hours  no  further  adjustments  were  made  to  the  bal- 
last resistance.  This  accoimts  for  the  large  difference  between 
the  observed  curve  (crosses  xXy  B,  Fig.  6)  and  the  observations 
to  be  expected  for  a  power  input  of  600  watts.  These  data  are 
given  in  column  5  of  Table  3  which  gives  the  observed  galvanom- 
eter deflections  (intensity)  and  colunm  6  which  gives  these  same 
deflections  reduced  to  a  power  input  of  600  watts.     This  lamp 


Digiteed  by 


Google 


14 


Bulletin  of  the  Bureau  of  Standards 


[Vcl.  ts 


did  not  blacken  rapidly  with  usage,  and,  if  it  had  continued  to 
operate  on  600  watts,  it  would  appear  that,  after  500  hours'  usage, 
the  total  energy  radiated,  as  well  as  the  ultra-violet  radiation, 
would  have  decreased  very  slowly  with  usage. 

TABLE  3.— Radii&t  Power  Lils  Test  of  Quartz  Mercury  Vapor  Lamp,  IL  U.  V.  No. 

380,  220  Volt 


Power  input 

Bnersy  radieled 

^dE^ 

Trana- 
nUaalon 
ttuough 
Noviol 
glaaa 

Age  et  bnnp  in  taoun 

Amperes 

Volte 

Watt- 
meter 

Obeerved 

nometer 
dcflecHon 

Obeerved 
galva- 
nometer 
deflection 
reduced 

to  600 
watt  input 

Ulba- 
vlolet 
ladlatioa 
Xteaa 
tlian 
0.45  m 

1,4  

3.5 
3.5 

3.8 
3.7 
3.5 
3.2 
3.1 
8.0 
3.0 
3.0 
3.0 
2.7 
3.0 

600 
5«5 
555 

660 
615 
552 
540 
495 
510 
510 
507 
480 
540 

cm 
2572 
2485 
2279 
2690 
24» 
2040 
1917 
1650 
1736 
1750 
1658 
1556 
185& 

cm 

2572 
2576 
256a 
^395 
2375 
2280 
2220 
2180 
2170 
2180 
2098 
2140 
2120 

11.2 
11.15 
11.7 
9:65 
10.0 
10.3 
9.8 
10.0 
9.76 
9.64 
9.02 
9.66 
8.14 

Percent 
30.2 
32.1 
82.4 
34.5 
34.8 
35.4 
35.5 
35.1 
35.0 
35.1 
35.6 
35.9 
35.9 

Pereent 

66.4 

44 

175 
176 
171 
178 
178 
177 
170 
176 
175 
169 
178 
168 

64.4 

74.7 

64.0 

124.3 

61.7 

185.4 

61.3 

263.8 

60.7 

342.8 

60.6 

445 

61.0 

561 

61.0 

641 

61.0 

749.1 

968 

60.4 
60.1 

1178 

60.2 

TABLE  4.— Radiant-Power  Life  Test  of  Quartz  Mercury  Lamp,  R.  U.  V.  No.  543, 

220  Volt 


Power  input 

Energy  radiated 

emdency 

Trans- 
mission 
ttirottgli 
Novkfl 
glass 

Age  of  lamp  in  hours 

Amperes 

Volts 

Watt- 
meter 

Obeerved 

galva- 
nometer 
deflection 

Observed 

galva- 
nometer 
deflection 
reduced 

to  600 
watt  input 

Ultra- 
violet 
radiation 
Xleas 

0.45  m 

0« 

3.8 
3.9 
3.9 
3.6 
3.6 
4.5 
4.1 

170 
165 
160 
170 
165 
145 
155 

638 
636 
613 
618 
594 
652 
632 
607 
602 
595 
618 
622 
641 
617 

cm 
3446 
3645 
2109 
2158 
2032 
2000 
1960 
1486 
1491 
1301 
1188 
1098 
1170 
1062 

cm 
2966 
2296 
2208 
2015 
2076 
1620 
1730 
1448 
1480 
1325 
1100 
1046 
994 
996 

9.05 

Percent 
29.0 
32.8 
32.7 
32.2 

Per  cent 
67.8 

50 

63.6 

117 

63.7 

185 

64.2 

236 

280 

352 

6.97 

409    • 

37.0 
37.7 
39.0 
38.4 

58.9 

446  ...           

58.1 

593 

56.7 

678 

57.3 

724 

4.2 
4.7 
4.2 

739 

38.4 
40.8 

57.3 

765 

3.07 

54.6 
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Another  R.  U.  V.  lamp  (curve  A,  Fig.  6  and  Table  4)  continued 
to  operate  on  a  fairly  uniform  energy  input,  but,  in  the  cotu-se  of 
800  hours'  operation,  the  energy  emitted  (galvanometer  deflec- 
tions) decreased  to  about  one-third  its  original  intensity. 

In  the  C.  H.  lamps  the  constricted  (negative)  end  becomes 
discolored  with  a  brown  deposit  which  reduces  the  intensity  of 
the  radiation  rather  rapidly  during  the  first  200  hours.  This 
deposit  extends  to  the  main  part  of  the  tube,  with  usage,  and 
al^orbs  considerable  ultra-violet  radiation  in  spite  of  the  fact 
that  the  coating  is  so  thin  that  it  imparts  only  a  faint  yellowish 
tinge  to  the  lamp.  This  is  illustrated  in  the  lower  curves,  C,  in 
Figs.  5  and  6.  Column  5  of  Table  5  gives  the  observed  galva- 
nometer deflections  (intensity)  reduced  to  the  same  galvanometer 
sensitivity  and  column  6  gives  these  same  deflections  reduced  to 
a  uniform  power  input  of  400  watts. 

TABLE  5.— Radiant  Power  Life  Test  of  Quartz  Mercury  Vapor  Lamp,  Cooper  Hewitt 

No.  847,  220  Volt 


Foww  input 

Bnersy  radiated 

"^SS 

Trans- 
miaaion 
through 
Noviol 
glaaa 

Ageoflunpfaitaoun 

AmperM 

vom 

Watt- 

OtMerved 

galva- 
nometer 
daflecdon 

Obaamd 
galvano- 
meter 
deflecaon 
reduced 
to400 
watt  input 

Ultia. 
violet 
radiation 
Xleaa 
than 
0.45  m 

0           

3.0 

413 
413 
401 
416 
401 
439 
420 
413 
416 
416 
422 
397 
405 
386 

1735 
1612 
1511 
1513 
1041 
1158 
1282 
1189 
1136 
1214 
1052 
1052 
1054 
960 

cm 

1611 
1497 
1503 
1380 
1033 

910 
1141 
1104 
1036 
1107 

925 
1069 
1025 
1034 

8.24 

Percent 
27.5 
29.0 
35.6 
35.6 
36.1 
38.0 
40.6 
40.6 
42.1 
43.0 
43.8 
44.3 
44.5 
45.8 

Percent 
69.4 

97    

67.8 

177 

60.4 

343 

60.4 

450                  

59.9 

522           

3.3 

2.8 

3 

3.05 

2.9 

2.8 

2.8 

2.9 

2.75 

58.2 

415 

54.0 

640 

142 
138 
144 
143 

4.87 

54.9 

fS6J$ 

53.2 

783 

4.93 

52.3 

3S5                   

51.2 

959             

50.8 

1064 

4.20 

50.5 

1140 

49.1 

The  radiometric  data  on  radiant-power  life  tests  of  several 
quartz  mercury  vapor  lamps  are  summarized  in  Table  6.  For 
some  lamps»  the  tests  are  incomplete.  However^  from  the  data 
presented  herewith,  it  is  evident  that  the  tot^l  radiation  as  well 
as  the  ultra-violet  component  decreases  markedly  with  usiage  of 
quartz  mercury  vapor  lamps.    While  the  number  of  lamps  are  too 
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few  to  fonn  conclusions  as  to  the  general  behavior  of  such  lamps, 
the  above-mentioned  data  indicate  a  decrease  in  intensity  of  one- 
half  to  one-third  the  initial  value  in  the  cotu-se  of  looo  to  1200 
hours'  operation. 

TABLE  6. — Sununaiy  of  Radiant-Power  Lifo  Tests  of  Quartz  Mercury  Vapor  Lamps 
Giving  the  Decrease  in  Radiation  from  0  to  1.4m  and  in  the  Per  Cent  of  Ultra-Violet 
Radiation  with  Age  of  Lamp;  also  the  Power  Input  and  Operating  Efficiency 


[Tests  incomplete  on  several  lamps] 

Radiant  enoiBy,  g  cal/cm 

>socX10-i 

Ultra  Violet  (per  cent) 

Ago  in  boon 

R.U.V., 
220  volts 

C.H^  220  volts 

110 
volts 

R.U.V., 

220  volts 

C.H.,  220  volts 

C.H.. 

110 

volts 

543 

380 

836 

223 

847 

813 

543 

380 

836 

223 

847 

813 

0 

31.1 
22.5 
19.5 
17.0 
15.0 
13.1 
11.3 
9.6 
7.9 

27.4 
24.9 
23.3 
22.1 
21.1 
20.3 
19.6 
19.0 
18.4 
17.8 
17.3 
16.7 
16.2 

20.1 
17.0 
13.9 

17.9 
16.7 

16.6 
14.5 
13.1 
12.1 
11.3 
10.7 
10.1 
9.6 
9.2 
8.8 
.8.4 
8.1 
7.8 

7.3 
5.3 

67 
64 
62 
60 
59 
57 
56 
55 
55 

66 
63 
61 
61 
61 
61 
61 
61 
61 
60 
60 
60 
60 

70 
........ 

69 
66 

69 
661 
63 
61 
59 
57 
56 
54 
53 
52 
51 
SO 
49 

66 

100 

200 

•  54 

300 

400 

500 

600 

TOO 

800 

900 

1,000 

1.100 

IJOO 

« 

Serial 
Ho. 

Power  input  in 
vraSo 

og2^^. 

Lamp 

Lunp 
pliia 
ballaat 
lestst- 
ance 

^ 

^sr 

R.n.V..220voll 
R.U.V^220voU 
C.H.,220v«lt8. 
C.H..  220  volts. 
C.H..  220  volts. 
C.H.,  110  volts. 

ts 

543 
380 
836 

223 
847 
813 

600 

600 
400 
400 
400 
7.«) 

1,025 
770 
928 
690 
690 
360 

12.1 
13.4 
8.4 
10.9 
9.9 
8.6 

3.3 

ts 

10.8 

5.9 

1 

a  Estimated  age;  actual  time  of  operation  of  this  lamp  is  unknown. 

As  already  mentioned,  the  lamps  (especially  the  R.  U.  V.  t3T>e, 
which  originally  was  designed  for  an  entirely  different  purpose 
from  the  one  mentioned  in  this  paper)  are  operated  at  too  high 
a  temperature  to  obtain  a  fairly  constant  performance.  As  a 
result  the  useful  life  of  the  lamps,  now  obtainable,  does  not  appear 
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to  be  much  greater  than  1000  to  1500  hours.  Of  course,  the 
lamps  are  sometimes  usable  for  several  thousand  hours,  especially 
when  operated  continuously.  However,  the  average  laboratory 
lamp  is  not  operated  continuously. 

By  dispensing  with  the  high  intensity  which  is  obtained  on  the 
rated  normal  operation,  these  lamps  will  not  discolor  nor  devitrify 
so  rapidly  and  their  useful  life  can  be  greatly  prolonged,  without 
much  loss  in  time  in  making  the  aforementioned  tests. 

6.  TOTAL   RADUTION   AND    OFBRATmO   EFFICIENCT  OF  QUARTZ 
MERCURY  VAPOR  LAMPS 

It  is  of  interest  to  record,  in  absolute  value,  the  total  radiation 
of  all  wave  lengths;  also  the  radiation  of  wave  lengths  less  than 
i.4jtt,  emitted  by  quartz-mercury  vapor  lamps. 

The  data  given  in  column  6  of  Tables  3, 4,  and  5  may  be  reduced 
to  energy  in  absolute  value  by  multiplying  the  observed  galva- 
nometer deflections  by  the  factor  i  cm  defl. -=2.21  Xio"* 
watt « 5.29X10-^  g-cal.  per  cm*  per  sec. 

The  total  radiation  of  all  wave  lengths  from  quartz-mercury 
vapor  lamps  is  rather  indefinite  owing  to  the  presence  of  the  hood 
and  other  surroundings  which  become  heated  and  emit  radiations 
of  long  wave  lengths.  It  was  found  that  the  i  cm  water  cell,  with 
glass  windows,  transmitted  from  14  to  15  per  cent  of  the  total 
radiation  from  these  two  types  of  lamps.  From  this,  and  from 
direct  measurements,  it  was  foimd  that  the  total  radiation  of  all 
wave  lengths  is  about  7  times  that  indicated  by  the  measurements 
given  in  column  6  of  Tables  3,  4,  and  5  or  about  o.oi  g-cal.  per 
cm  •  per  sec.  at  40  cm  from  the  center  of  a  new  R.  U.  V.  lamp. 
The  220-volt  R.  U.  V.  lamps,  including  ballast  resistance,  were 
operated  on  a  power  input  which  was  about  15  per  cent  greater 
than  that  used  on  the  220-volt  C.  H.  lamps. 

In  order  to  determine  the  energy  flux  of  wave  lengths  less  than 
1.4M  incident  at  a  point  40  cm  from  the  lamp  (and  equidistant 
from  the  ends  as  already  described)  it  is  necessary  to  correct  the 
observations  for  absorption  by  the  glass  water  cell.  It  was  found 
that  the  i  cm  water  cell  with  quartz  windows  transmitted  1.6 
times  (1.3  for  an  old  lamp)  as  much  mercury  vapor  radiation  as 
did  the  i  cm  water  cell  having  glass  windows.  Moreover,  it  was 
found  that  a  i  cm  water  cell  having  quartz  windows  transmitted 
84  per  cent  of  the  mcyrcury  vapor  radiations  which  had  passed 
through  a  similar  i  cm  water  cell  having  qtiartz  windows.    Prom 
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this  it  would  appear  that  the  total  radiation  intensity  of  wave 
lengths  less  than  1.4/x,  incident  at  40  cm  from  these  quartz  mer- 
cury vapor  lamps,  when  new,  is  (1,6+0.84=)  i-9  times  that  in- 
dicated in  column  6  of  Tables  3,  4,  and  5.  For  lamps,  operated 
1000  hoiurs,  this  factor  would  be  (1.34-0.84==)  1.55  instead  of 
1.9.  For  intermediate  intervals  this  decrease  is  taken  to  be  uni- 
form. Using  these  factors  and  the  one  for  reducing  the  galvanom- 
eter deflections  to  gram-calories,  the  data  in  coltunn  6  of  Tables 
3,  4,  and  5  are  given  (for  even  intervals  of  100  hours)  in  Table  6. 

The  energy  of  wave  lengths  less  than  1.4/*  radiated  by  the  R. 
U.  V.  lamps  was  probably  40  to  60  per  cent  greater  (depending 
upon  usage,  etc.,  see  Fig,  6  and  Table  6)  than  that  of  the  C.  H, 
lamp.  In  the  latter  about  40  per  cent  of  the  applied  energy  is 
used  in  the  ballast.  This  reduces  the  operating  efficiency  (ratio 
of  energy  radiated  to  energy  input)  as  shown  in  the  lower  part  of 
Table  6. 

At  the  high  energy  input  used,  the  voltage-cturent  characteris- 
tics of  the  R.  U.  V.  lamp  is  rather  imstable  so  that  there  was  con- 
stantly a  great  fluctuation  in  energy  input.  This  caused  great 
difficulty  in  making  radiant  energy  measiu-ements.  This  difficulty 
was  not  experienced  with  the  C.  H.  lamp. 

7.  COMPARATIVE  DATA  OF  VARIOUS  SOmtCES  OP  RADUTION 

In  view  of  the  frequent  inquiries  for  somrces  of  ultra-violet 
radiation  and  the  relative  proportions  of  ultra-violet  and  visible 
radiations  in  various  well-known  sources  of  light,  it  is  of  interest 
to  include  comparative  data  in  this  paper. 

Some  years  ago  Bell "  determined  the  ultra-violet  component 
of  the  radiations  emitted  by  various  artificial  som-ces.  It  is  of 
interest  to  note  that  he  found  that  a  Cooper-Hewitt  glass  mer- 
cury vapor  lamp  emits  only  about  one-sixth  as  much  ultra-violet 
as  is  foimd  in  a  quartz  mercury  vapor  lamp. 

In  Table  7  is  given  a  comparison  of  the  solar  radiation  for 
average  air  mass  (2,7  for  a  lo-hour  day)  with  the  intensity  at 
40  cm  from  the  axis  and  equidistant  from  the  ends  of  the  new 
220-volt  C.  H.  quartz  merciuy  vapor  lamp;  also  the  average 
total  radiation  of  two  new  220  volts  R.  U.  V.  lamps. 

Radiometric  Measurements  On  a  Dye-Fading  Carbon  Arc  Lamp. — 
Tests  were  made  also  on  a  220-volt  arc  lamp  ^*  with  "violet 
flame"  carbon  electrodes,  used  in  dye-fading  tests.  The  power 
input  was  about  4000  watts. 

u  Bcil«  Amcr.  Acad.  ArU  and  Sd.,  4S,  p.  i ;  X9xa.      **  Made  by  the  Atlas  Electric  Co.,  Chkaco,  lU. 
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TABLE  7.— Compsrison  of  Solar  Radiatioa  with  fhat  of  Qtsartz  Mercury  Vipor  limp, 
•  w*  JcLm  223 


Wnvslaicfli 


Solar  ndlatlon 


OtBm- 

calorte 

persquan 


per  second 


Percent 
of  total 


Quarts  mercury 


Gram- 
calorie 
per  square 
centimeter 
per 


Percent 
of  total 


0to(U5;i... 
Ofol.4^... 
0.45  to  1.4#i. 
L4ptoa>  .. 

Otoao 

Oto  OD 


0.0008 
.0129 
.0121 
.0026 
.0155 


78 
17 
100 


0.0011 
.0017 
.0006 

.0099 
.0056 
a. 01 


20 
30 
11 
70 
100 


DTB-FADHTG  CARBON  ARC 


0tol.4|t.. 


a  0051 


oR.U.  V.lamp. 

The  total  radiation  intensity  (of  wave  lengths  less  than  1.4/Li) 
at  a  distance  of  40  cm  from  the  arc  with  the  glass  globe  in  place 
was  about  5.1  X 10"*  g-cal.  per  cm*  per  sec.  The  ultra-violet 
component  of  wave  lengths  less  than  0.45/Li  (determined  by  means 
of  the  Noviol  glass  previously  described)  is  about  59  per  cent  of 
the  above-mentioned  total  radiation. 

From  this  it  appears  that  the  ultra-violet  component  is  prac- 
tically the  same  as  that  of  the  quartz-merciny  vapor  lamp,  while 
its  total  radiation  is  two  to  three  times  that  of  the  mercury  vapor 
lamps. 

The  power  input  is  about  five  times  that  of  the  mercury  vapor 
lamps.  However,  the  increase  in  useful  aiea  surrounding  the 
carbon  arc,  having  approximately  equal  illumination,  is  about 
two  and  a  half  times  that  of  the  mercmy  arc.  This  increase  in 
useful  area  compensates  for  the  increased  power  input,  so  that 
the  operating  eflBdency  is  practically  the  same  for  these  two  types 
of  lamps.  If  a  quartz  mercury  vapor  lamp  can  be  constructed 
so  that  it  can  be  used  in  a  vertical  position,  the  operating  efficiency 
can  be  more  than  doubled  by  utilizing  the  space  entirely  surround- 
ing the  axis  of  the  biuner. 

IV.  SUMMARY 

The  object  of  the  present  investigation  was,  first,  to  devise 
methods  for  determining,  quantitatively,  the  decrease  in  intensity 
of  emission  with  usage  and,  second,  to  make  preliminary  measure- 
ments on  radiant-power  life  tests  of  quartz  mercury  vapor  lamps. 
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The  lamps  used  were  made  by  the  Cooper-Hewitt  Electric  Co. 
and  by  the  R.  U.  V.  Co.  (Inc.) . 

Thfe  paper  gives  experimental  data  on  the  decrease  in  intensity 
of  the  ultra-violet  and  of  the  total  radiation  with  usage  of  quartz 
mercury  vapor  lamps. 

The  intensities  were  measured  radiometrically  by  means  of  a 
bismuth-silver  thermopile  and  auxiliary  galvanometer.  A  water 
cell  I  cm  in  thickness  with  quartz  windows  was  used  in  front  of 
the  thermopile  to  absorb  the  infra-red  ra5rs  of  long  wave  length, 
which  are  emitted  by  the  electrodes  and  stirroundings. 

The  decrease  in  ultra-violet  rays  was  determined  by  observing 
the  change  in  transmission  of  a  yellow  (Coming  Noviol,  shade  B) 
glass,  with  usage  of  the  lamps. 

It  was  found  that  the  transmission  of  this  glass  did  not  vary 
appreciably  with  the  power  put  into  the  lamp.  Hence,  any 
change  in  transmission  of  this  glass  with  usage  of  the  lamp  was 
ascribable  to  variations  (decrease)  in  emission  of  ultra-violet  rays 
caused  by  absorption  in  passing  through  the  quartz  glass  tube, 
which  becomes  discolored  with  usage.  By  this  means  it  was 
established  that  the  ultra-violet  rays,  emitted  from  quartz 
mercury  vapor  lamps,  decrease  from  an  initial  value  of  about 
70  per  cent  (of  the  total  radiation  of  wave  lengths  less  than  i  .4/D1) 
when  the  lamp  is  new  to  about  50  per  cent  after  1000  to  1500 
hours'  usage. 

Dtuing  the  first  500  hours'  usage  no  marked  difference  was 
observed  in  the  per  cent  of  ultra-violet  emitted  by  these  two  types 
of  lamps. 

It  was  observed  that  the  total  radiation  from  these  lamps 
decreased  in  intensity  by  one-half  to  one-third  the  initial  value 
in  the  course  of  1000  to  1200  hours. 

Data  are  given  (i)  on  the  variation  of  the  total  radiation 
emitted  by  quartz  mercury  vapor  lamps  with  variation  in  energy 
input,  (2)  on  the  variation  of  the  intensity  of  the  irradiation 
parallel  with  the  axis  of  the  lamp,  and  (3)  on  the  variation  of  the 
intensity  of  the  total  radiation  with  distance  from  the  lamp. 

Comparative  data  are  given  on  the  ultra-violet  component  in 
the  radiations  from  the  sun,  from  quartz  mercury  vapor  lamps, 
and  also  from  a  carbon  arc  lamp  which  is  used  in  dye-fading  tests. 

Washington,  June  8,  1918. 
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I.  INTRODUCTION 

1.  Scope  of  the  Paper. — In  this  paper  it  is  shown  how  the  theory 
of  dimensions  may  be  used  in  a  diflferential  form;  a  procedure 
which  appears  fruitful  particularly  in  investigating  the  Effect  of 
given  sources  of  error  on  the  performance  of  measuring  instru- 
ments. 

The  examples  which  led  to  the  necessity  for  develdping  this 
method  are  discussed  at  the  end  of  the  paper  and  illustrated  by 
ejcperimental  data. 

2.  StaiemetU  of  the  Problem, — Given  the  fact  that  some  relation 
of  imknown  form 

Q.-^fiQuQ^.    .    .    :    ^N-J  (i) 

subsists  between  N  physical  quantities  Q^,  QuQ2>  •  •  •  |Qn-i, 
no  others  being  involved,  it  is  required  to  deduce  a  relation  of 
known  form 


I'KS'^*'^"^''  •  •  •  ^''-) 


(2) 


^  This  wock  was  done  at  the  Jeffenoa  Physical  I«aboratory,  Harvard  University,  in  19x6,  and  presented 
Man  interesting  application  of  Buckingham's  n  theorem  during  a  series  of  four  lectures  on  Dimensional 
l^fitiwing  given  at  the  Friday  evening  conferences.  It  was  first  published  in  the  Journal  Wash.  Acad. 
Sd.  6,  pp.  630^39,  X9z6,  and  is  reprinted  here  to  provide  the  mathematical  tMsis  for  a  forthocnning  paper 
«>  thecffect  ol  temperature  on  bodies  of  constant  shape. 

111875*— 19  2Z 
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such  that  at  any  point  whose  generalized  coordinates,  Q^,  jgi,  Q2, 
etc.,  are  given,  the  value  of  any  one  of  the  N-i  partial  deriva- 
tives of  j2o  can  be  computed  from  some  other  one.  Thus,  it  is 
required  to  calculate  one  of  the  component  slopes  of  the  gen- 
eralized siu^ace  (i)  from  a  knowledge  of  another,  although  the 
equation  of  the  surface  is  not  available.  The  interest  of  the 
problem  to  the  physicist  lies  in  the  fact  that  he  may  wish  to  learn 
the  value  of  a  derivative  not  readily  accessible  to  experiment,  in 
a  case  where  some  oth^  derivative  of^  the  same  quantity  can 
easily  be  observed.  It  will  be  shown  that  a  definite  solution  can 
always  be  .obtained,  provided  certain  dimensionless  products  of 
the  N  quantities  are  held  constant. 

3.  Other  Classes  of  Relations  Among  Derivatives. — ^The  proposi- 
tion, that  relations  may  be  found  connecting  the  derivatives  of 
quantities  in  the  absence  of  a  primitive  equation,  is  not  new. 
There  are  two  other  classes  of  such  relations.  One  consists  of 
mathematical  identities,  applicable  to  any  set  of  related  quantities, 
whether  physical  or  not.    To  this  class  belongs  the  identity 

.     A^o.  a  ago  ,  . 

as  well  as  the  triple  product  relation 

5^1    ^Q.   ^Qo     ""'  ^*^ 

The  other  class  comprises  relations  requiring  the  explicit  use  of 
physical  laws,  such  as  the  two  laws  of  thermodjmamics,  or 
Hamilton's  principle.  To  this  class  belong  Maxwell's  four  ther- 
modynamic relations,  and  the  reciprocal  relations  of  generalized 
dynamics.*  The  relations  to  be  presented  here  are  of  a  nature 
intermediate  between  the  other  two  classes,  in  that  they  require 
a  knowledge  only  of  the  dimensions  of  the  quantities. 

n.  THEORETICAL  DISCUSSION. 

I .  Derivation  of  the  New  Relation. — ^The  present  result  depends 
upon  and  is  a  corollary  to  Buckingham's  H-theorem,'  according 
to  which  any  complete  physical  equation  is  reducible  to  the 
form 

funct.  (ni,n„    .    .    .   n<)=o  (5) 

'  J.  J.  ThomMn,  Applications  of  dynamics  to  physics  and  chemistry.  Chap.  5. 

*  Journal  Wash.  Acad.  Sd.»  4,  pp.  347-353. 1914;  Phys.  Rev.,  4.  pp.  345-376. 1914:  Trans.  Am.  Soc.  Mech. 
Bngs..  S7,  pp.  963-396;  19x5.  Anyone  who  can  sufficiently  visualize  the  meaning  of  the  n-theorem  will 
be  able  to  treat  each  concrete  problem  by  itself,  dispensing  with  the  formulas  of  the  present  paper  save 
as  a  check. 
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in  which  the  II's  are  all  the  independent  dimensionless  products 
which  can  be  built  up  by  combining  in  any  way  the  N  physical 
quantities  involved.  Further,  the  total  number  of  such  prod- 
ucts, or  dimensionless  arguments,  will  always  be  the  same,  no 
matter  how  the  quantities  are  grouped.    This  number  will  be 

i^N-k  (6) 

if  *  is  the  number  of  fundamental  units  needed  for  measiuing 
the  N  quantities.* 

Let  Ho  and  n  designate,  any  two  of  the  i  products  in  (5)  which 
contain  between  them  the  three  quantities  j2o»  Qn  ^^d  Q^  in  which 
we  are  interested.  Let  Qo  appear  to  the  first  power  in  Ho  and 
not  at  all  in  any  other  product,  which  can  always  be  done,  for 
Buckingham  has  shown  that  a  certain  standard  arrangement  is 
possible  in  which  each  product  contains  to  the  first  power  some 
one  quantity  of  type  P  which  occurs  nowhere  else.'  We  shall 
then  have 

no-Gref-.-ej-.a  (7) 

and 

n«j2tG?..et.ek+i  (8) 

The  exponents  are  abstract  numbers  fixed  by  the  dimensions  of 
the  N  quantities;  in  any  particular  problem  some  of  them  may 
be  zero.  If  we  now  agree  to  keep  the  remaining  1  —  2  products 
constant,  (5)  becomes 

Ho-t^Cn)  (9) 

m  which  the  form  of  <l>  is  unknown.  The  restriction  to  constant 
products  can  always  be  fulfilled  in  theory,  but  it  may  lead  to 
diflSculties  in  practice;  it  will  be  discussed  in  a  later  section. 
Differentiating  (9)  and  then  (8)  gives  in  succession 


From  (7) 


dQrdU'dQrdUQ,  ^'^^ 


Comparing  (10)  and  (11) 


*  The  qnestioa  of  the  number  of  fundamental  units  needed  has  been  discussed  by  Riabouchinsky, 
Raykigli.  and  Buckingham;  see  Nature.  96.  pp.  396-397;  X9X5- 

*  Ttans.  Am.  Soc.  Mecfa.  Engs.,  87,  pt>.  391-393;  note  equation  (zz)  and  its  discussion. 
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Similarly 

Comparing  (12)  and  (13) 

T-(^/o-«^^  +  ^g;5g;  (14) 


Hence  the  desired  relation  (2)  has  the  linear  form 


in  which  the  coe£Scients 
and 


involve  none  of  the  N  quantities  save  Q„,  Q^,  and  Q^. 
Evidently  (14)  can  be  written  also 

5to^-(,^o-V+^5T5^  (18) 

in  which  the  coefficients  are  uidependent  of  the  coordinates. 
Thus  the  relation  connecting  the  logarithmic  derivatives  is  the 
same  all  over  the  generalized  surface. 

If  no  two  independent  products  can  be  found  which  do  contain 
between  them  the  three  quantities  Q^,  Q^,  and  jg,,  either  a  or  j8 
will  vanish,  showing  that  the  derivatives  are  independent.  Thus, 
while  it  is  always  possible  to  find  a  relation  connecting  any  deriva- 
tive with  some  other,  it  is  not  always  possible  to  find  a  relation 
connecting  a  given  derivative  with  any  other  desired. 

2.  Extension  to  Higher  Derivatives. — Differentiating  (14)  with 
respect  to  Q^  and  using  the  identity  (3)  gives 

in  which  the  coefficients  are 

^-^fi8o-ao)(f)3,-ao-i)  (20) 


and 
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Thus  the  curvature  with  respect  to  Q^  can  be  calculated  from 
the  slope  and  the  curvature  with  respect  to  jQ,. 

3.  Integral  Form  of  the  Relation.^ — Integrating  (14)  at  the  point 

02o  =9o»  Qi  "?u  Qi "?»)  over  an  interval  so  short  that  ^  may  be 


treated  as  constant,  and  denoting  its  value  by  the  sjrmbol  g^» 
gives  for  the  primitive  equation  of  an  element  of  the  surface  ' 


m  which 


The  use  of  (23)  would  permit  a  direct  comparison  of  any  new 
results  obtained  by  the  present  method  with  empirical  results 
previously  published  in  one-term,  constant-exponent  formulas. 

4.  Discussion  of  the  Constant-Product  Restriction. — Let  n©  denote 
any  one  of  the  1  —  2  arguments  which  we  have  agreed  to  hold  con- 
stant, and  let  Q  stand  for  either  Q^  or  Q^,  Then,  unless  Ho  can 
be  so  chosen  that  it  does  not  contain  Q,  it  must  be  so  chosen 
that  it  will  contain  some  additional  quantity  Qo  not  occurring 
in  any  other  product.  The  rule  for  keeping  n©  constant  will 
then  be:  Vary  Qq  simultaneously  in  such  a  manner  as  to  com- 
pensate the  changes  due  to  Q. 

If  Q  enters  Ho  to  the  n^^  power  and  Q^  enters  it  to  the  first, 
the  derivatives  in  (15)  and  elsewhere  are  subject  to  one  or  more 
conditions  of  the  t3rpe  Qo  <x  Q-^.    Kor  such  a  derivative  let  us 

adopt  from  now  on  the  notation  (-^ )         •    There  are  two 

experimentally  independent  methods  for  getting  its  numerical 
value:  First,  by  directly  observing  the  change  in  Q^  with  Q 
while  simultaneously  changing  jQ©  in  the  prescribed  maimer; 
second,  by  calculating  it  from  separate  observations  on  the 
change  in  Q^  with  Q  at  constant  jgo,  and  the  change  in  Q^  with 

•  li  instead  of  an  Uolated  value  of  ^^  we  were  furnished  with  the  entire  corre  (h^ft{Qk)*  the  direct 

use  of  the  n-theoran  would  be  preferable,  and  would  give  the  whole  curve  QfF'fi  {Qx),  If  successively 
inniishcd  with  addiriotial  curves.  Qr^MQt)  and  so  on,  we  could  gradually  build  up  generalized  cross 
sectkos  of  the  soriaoe  (z)  until,  when  N-k  independent  curves  had  been  given,  we  should  have  the  whole 
of  it.  The  problem  of  developing  empirical  equations  synthetically  has  not  been  treated  In  the  available 
papers.  That  problem  is  a  ftneral  one,  of  which  the  problem  of  the  present  paper  is  a  special  case;  this 
ntnatioa  is  illnstratcd  by  the  fact  that  our  final  result  (as)  applies  only  to  an  infinitesimal  piece  of  the  curve 
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j2o  at  constant  Q.     Expanding  the  conditioned  derivative  into 

the  form  (^^  '^(^)  ^6  ^^  ^^^^  account  of  the  fixed 
relation  between  Qc  and  Q  leads  to  the  working  formula 

for  Ihe  second  method/  In  the  most  general  case  where  there 
are  i  —  2  arguments  to  be  kept  constant,  the  second  term  on  the 

right  of  (25)  will  be  replaced  by  -^  times  tke  summation  of 

i  — 2  terms  of  the  type  nQo  (§M^)  ' 

While  the  procedure  outlined  in  this  section  is  always  possible 
and  sufficient,  it  is  not  always  necessary  or  even  desirable.  For 
example:  if  the  number  of  quantities,  N,  does  not  exceed  the 
number  of  fundamental  tinits,  fe,  by  more  than  2,  there  will  be 
no  other  arguments  than  U^  and  IE;  again,  if  the  remaining  t  — 2 
arguments  do  not  involve  Q  (i.  e.,  Qi  or  Q2),  their  constancy  will 
not  be  disturbed  at  all  by  the  fact  that  Q^  and  ga  do  vary.  Further 
expedients  for  simplifying  the  work  will  suggest  themselves  upon 
examining  each  particular  case  by  itself. 

ni.  SOME  ILLUSTRATIVE  EXAMPLES 

For  reference  in  solving  problems  it  is  convenient  to  rewrite 
(5)  in  the  form 

QrO?"  •  •  •  e?-  Go  -  ftinct.  (QrQS  "'Qi'  Sk+i,  and  other  n's)        (26) 

The  values  of  a,  j8,  etc.,  can  now  be  read  off  directly  by  identi- 
fying them  with  the  corresponding  numerical  exponents  in  the 
equation,  of  type  (26),  afforded  by  the  particular  example  in 
hand. 

I.  Variation  of  Journal  Friction  with  Size  of  Bearing.— ^In  the 
case  of  a  journal  bearing,  tmder  certain  restrictions,  we  may 
expect  a  relation  of  type  (i)  to  connect  the  coefficient  of  friction  /, 
with  the  viscosity  of  the  lubricant  /n,  the  revolutions  per  iinit 
time  n,  the  bearing  pressure  p,  the  journal  diameter  D,  and  the 
volume  of  oil  V  forced  through  the  bearing  in  imit  time.  Let  it 
be  required  to  calculate  the  effect  of  altering  the  size  of  the  machine 
from  a  test  in  which  nothing  is  varied  but  the  rate  of  pumping 
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and 

(22), 

A~ 

-4 

Htnn\  Relation  Connecting  Derivatives  27 

oil  through  the  bearmg.     It  may  be  shown  by  the  n-theorem  that 

/-funct.  (-TT'  ^'  shape  j  (27) 

Let  now  /,  Z7,  and  V  serve,  respectively,  as  (2o>  Qu  and  Q^.  Com- 
paring (27)  with  (26),  tto-o,  iSo-o,  a«3,  j8-  -i;  hence,  by  (16) 

V 
and  (17),  a—o  and  6-  "ijy  or 

o,  B— 12^,»  and  C-9  (g);  there- 

• 

Equations  (28)  and  (29)  enable  us  to  predict  the  bearing  losses 
of  any  slightly  larger  or  smaller  machine  in  tiie  same  geometri- 
cally similar  series.  This  requirement  of  geometrical  similarity  is 
an  instance  of  the  constant-product  restriction.  The  products 
^  in  this  case  are  the  length  ratios  fixing  the  shape.  The  first  of 
the  two  results  in  this  example,  namely,  equation  (28),  follows 
readily  enough  from  equation  (27)  without  calling  in  the  aid  of 
the  present  theorem  at  all.  For  in  differentiating  /  first  with 
respect  to  D  and  then  with  respect  to  V  the  same  unknown  occurs 
both  times  and  can  be  eliminated,  leaving  the  desired  relation 

between  ^  and  g^-     The  contemplation  of  this  example,  which 

can  be  solved  by  inspection  because  the  left-hand  member  of 
equation  (27)  has  only  one  quantity  in  it,  reveals  instructively  the 
meaning  of  the  theorem  and  shows  that  it  is  simple  when  tmder- 
stood. 

2.  Effect  of  Gravity  on  a  RoUing-BaU  Viscosimeter. — Let  it  be 
required  to  find  the  effect  of  gravity  on  a  rolling-ball  viscosimeter 
in  terms  of  the  effect  produced  by  changing  the  size  of  the  instru- 
ment. Let  D,  /,  and  0  denote,  respectively,  the  diameter  and 
length  of  the  tube  and  its  angle  of  inclination  to  the  horizontal, 
d  and  Po  the  diameter  and  density  of  the  ball,  p  and  /i  the  density 
and  viscosity  of  the  liquid,  and  t  the  roll-time^  in  a  locality  ®  of 

'Thfltis,  the tisne reqnired  for  the  ball  to  roll  down.  This  histnxment,  proposed  by  Flowers (Proc. 
ASB.  Soc.  Test.  Hat.,  14,  x>p.  565;  19x4).  i*  farther  discussed  by  the  writer  in  Journal  Wash.  Acad.  Sd., 
•.  PPt  S»7;  19«6. 

■Having  set  up  such  a  viscosimeter  in  Cambridge,  the  question  arose  whether  there  would  be  any 
ff^*!****  dumge  upon  taking  it  to  Washington,  where  gravity  is  0.3  per  cent  less.  The  conclusion  is  that 
the  roll>time  in  a  very  viscous  liquid  will  be  e.j  per  cent  greater  in  Washington;  and  that  the  effect  ol 
grsvity  diminishes  when  the  fluidity  of  the  liquid  increases,  falling  to  o.a  per  cent  for  water. 
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gravity  g.  Assuming  that  a  complete  relation  does  subsist  among 
these  quantities,  the  ii-theorem  shows  that  any  equation  describing 
that  relation,  whether  obtained  theoretically  or  experimentally, 
must  be  reducible  to  the  form 

^,  ^ =funct.  (e-\  3^,  shape)  (30) 

the  shape,  in  turn,  being  fixed  by  the  arguments  j^t  jy*  and  d. 

Taking  /,  g,  and  D,  respectively,  for  Qo,  Qu  and  Q^  gives  ao=»o, 
j8o—  —2,  a=»i,  and  i3  =  3;  so  that  by  (i8) 

gbi__     2     iD  bt 

tbg-'z     2>~tbD  ^31) 

An  interesting  check  oh  (31)  is  afforded  by  diflferentiating  the 
empirical  equation  for  such  an  instrument.*  The  equation  has 
been  presented  in  the  form  y  «a+to,  in  which  x  denotes 

rJogf^  - 1  j  and  y  denotes  v  /Jn^gf^  - 1\  r  being  the  roll- 

time  per  unit  length  -t»  y  the  kinematic  viscosity  ->  and  a  and 

t  p 

b  particular  numerical  values  fixed  by  a  particular  choice  of  -v^ 

and  d.     Aecast  in  the  form  (30)  it  becomes 


or 


^"^(i+^V?^  (33) 

in  which  A  and  B  (both  intrinsically  positive)  do  not  involve  g 
at  all,  nor  D  except  in  a  shape  factor.    The  values  of  ^  g-  and 

-J  g^  found  by  diflferentiating  (33)  do  satisfy  (31). 

3.  Effect  of  High  Pressure  on  Accuracy  of  a  Rolling-Ball  Vis- 
cosimeter. — Without  knowing  the  empirical  equation  let  it  be 
required  to  predict  the  change  in  roll-time  due  to  any  small  change 
in  liquid  density,  such  as  would  occiu:  upon  using  the  tube  under- 
pressure, by  reference  to  an  observation  on  the  effect  of  changing 

the  ball  density.     Since  an  expression  for  g-  in  terms  of  ^—  is 


*  Journal  Wash.  Acad,  Sd.,  6,  pp.  538,  eq.  (6);  1916. 
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sought,  i,  p,  and  Po  are  selected  for  Qo,  j2i>  ^^^  Qiy  respectively. 
If  (30)  were  to  be  used  as  it  stands,  there  would  be  a  restriction 

on  the  derivative  g-»  which  is  hardly  to  be  desired.  An  equiva- 
lent result  in  a  more  convenient  form  can  evidently  be  obtained 
by  confining  p  to  a  smaller  number  of  arguments.  This  is  done  by 
replacing  (30)  by  one  of  the  alternative  forms  provided  by  the 
n-theorem,  such  as 

^^/-funct.(^2^.shape)  (34) 

Comparing  this  with  (26),  Oj  — o,  /3o=o,  a  —  i,j8— — i;  hence  by  (14) 

or  by  (25) 

In  the  last  transformation  /x  took  the  part  of  Qe  and  Po  of  Q, 
while  n  had  the  value  —  i. 

The  following  observations  afford  an  experimental  illustration 
of  (36).  They  were  made  with  a  tube  59  cm  long  and  i  cm  in 
diameter,  containing  a  one-fourth  inch  (0.635  c^)  b^>  ordinarily 
of  steel  (po  —  7.7  g/cm*).     The   tube   was  filled  with   lard   oil 

Oi  =-  0.74  cgs  units,  p  —  0.92  g/cm').    The  slope  g-  was  found  to 

be  31  cgs  units.  Substituting  now  a  brass  ball  (po  —  8.6  g/cm') 
for  the  steel  one,  the  roll-time  dropped  from  27.9  to  24.7  seconds, 

making   g—   equal   to  —3.6   cgs   units.     From    these    data,    in 

conjunction  with  (36),  the  value  §-=-5.2  cgs  iinits  would  be 
predicted.  From  (32),  the  actual  value  is  foimd  to  be  5.7  cgs 
units.  Since  ^  is  itself  a  correction  term,  the  agreement  is 
sufficient. 

Washington,  September  23^  191 8. 
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The  wotk  described  in  this  paper  was  undertaken  for  the  pur* 
pose  of  satisfjHxLg  an  increasing  demand  for  accurate  data  on  the 
thermal  expansion  ol  molybdenum. 

PREPARATION  OF  SPECIMEN 

The  Pfanstiehl  Co.,  of  Chicago,  kindly  furnished  the  spedmen 
which  was  carefully  made  in  the  research  laboratory  of  tlmt  com* 
pany,  and,  while  not  of  the  purity  requited  for  atomic  weight 
determinations,  it  was  purer  than  the  ordinary  commercial ' 
molybdenum.  The  specimen  was  made  from  the  powdered 
material,  which  was  put  through  a  process  similar  to  that  used 
by  the  company  in  making  tungsten  rods  for  contact  points. 
After  being  sintered  it  was  heated  to  approximately  1050®  C  in  a 
hydrogen  atmosphere  and  swi^;ed  to  the  desired  size. 
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CHEMICAL  COMPOSITION  AND  DENSITY 

The  chemical  composition  ^  was  fomid  to  be  as  follows:  Molyb- 
denum 99.85  per  cent,  iron  0.12  per  cent,  silicon  0.015  per  cent, 
and  sulphur  0.002  jper .  cent.  The  density'  after  the  thermal 
,expansion  tests  was  10.114  g/cm*'  at  15°  C.  ' ' 

APPARATUS 

The  determinations  were  made  in  the  Bureau  of  Standards 
expansivity  ji^bpratory,  ?yhiph.is  devqted  exclusiy^ly.to  the  meas- 
urement of  the  expansion  of  solids,  aAd  is  equipped  with  appa- 
ratus '  designed  for  the  double  purpose  of  obtaining  good  temper- 
ature uniformity  and  high  accuracy  in  measuring  length  changes. 

For  this  inveistigatibn  the  speeimen  was  supported  in  a  return* 
flow  bath  filled  with  oiDor  peatane,  the  liquid  used  depending  on 
the  temperatiu-e  desired.  For  temperatm-es  between  room  and 
300®  C  Renowii  engin^  oil  was  used,  but  for  low  temperatures 
pentane  was  employed.  An  electric  resistance  coil  surrounded  by 
and  in  contact  with  the  liquid  was  used  for  heating.  Cooling 
below  room  temperatiu'e  was  effected  by  the  expansion  of  com- 
pressed air  within  a  coil  of  copper  tubing  immersed  in  the  bath 
containing  pentane.  The  Uqtiid  surroimding  the  specimen  was 
kept  in  circulation  by  means  of  a  propeller.  The  temperature 
variation  over  the  entire  specimen  was  probably  not  greater  than 
o?i  during  an  observation. 

The  length  changes  were  determined  with  a  comparator  consist*- 
ing  of  two  microscopes  rigidly  clamped  on  an  invar  bar  at  a 
distance  from  each  other  equal  to  the  length  of  the  specimen 
(20  cm).  The  microscopes  were  so  arranged  that  they  C9uld  be 
first  sighted  on  a  standard  length  bar  k^pt  at  constant  tempera^ 
ture  and  then  oa  th^  .i-mil  wires  which  were  in  contact  with  the 
ends  of  the  specimen  under  test.* 

The  temperatitfes  were  determined  by  means  of  a  copper-con- 
stantan  thermoelement  and  a  potentiometer  calibrated,  respec- 
tively, by  the  heat  and  electrical  divisioijs  of  this  Bureau. 

RESULTS  OF  TEST  1 

^     The  results  obtained  in  the  first  test  are  shown  in  the  following 
tables  and  the  accompanying  curve  (Fig.  i) : 

>  Determined  by  G.  B.  P.  tundtU  and  J.  A.  Scfaerrer.  of  tliU  BurtftQ. 

>  Deteonifted  br  B.  1^  Pefier.  of  this  Bvrcttu. 

*  This  apparatus  will  be  described  in  deUil  in  a  Bureau  publication. 

*  A.  W.  Gray,  Journal  of  the  Washington  Academy  of  Sciences,  8.  p.  ^48:  'tgia. 
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-100 
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P  100  soo 

TUOPKRATIIRS  XI  DSORRS  CnTIORASlE* 
Fig.  X. — Linear  expansion  of  molybdenum  as  a  function  of  temperature  {Test  /,  Table  j) 
Ordinatcs  reprcMnt  the  dunce  per  unit  length  from  the  length  at  the  initial  temperature  xjH  C. 

XABIB  1 


amnbOT 

Date 

TtaM 

Tamptfitar* 

AL* 

mJ 

•c 

Oct.  17 

11.29  a.m. 

17.8 

/       0X10^ 

.      Oct  17 

.UM9.m. 

17.8 

1.0 

Oct  17 

'    12.47  p.  m. 

.2 

-  88.7 

Oct  17 

lJOp.m. 

-'aa.f 

-208.1       • 

.  Oct  17 
Oct  17 

-  5ao 

-  75.2 

— 336.7 

.2.11 9.  m. 

-4Sa6 

Oct.  17 

8.47^n. 

-98.8 

-547.8 

Opt  17 

4Mv*m 

-142.5 

-709.6 

Oct  17    , 

4.20  p.m. 

-123.1 

-633.6 

10 

Oct  17 

4.40  p.  nt 

-77.2 

-460.9 

11 

Oct  17 

5.05  p.  m. 

-  24.4 

r  208.1 

12 

Octii 

9.36  a.m. 

+  ia7 

+    3.8 

13 

Oct  18 

10.04  a.m. 

49.2 

157.4 

14 

Oct» 

10.45a.au 

lot  6 

486.1 

15 

Octii 

11  JO  a.  m. 

151.0 

694.8 

16 

Oct  18 

11.52  a.  m. 

19a  8 

954.9 

17 

Oct  18 

l2J2p.m. 

249L1 

1247.2 

U 

Oct  18 

lJ9p.a. 

5012. 

1563.3 

.     19 

Oct  18 

1.49  p.m. 

305.3 

1569.9 

20 

Oct  18 

8.00  p.m. 

22a9 

10910 

21 

Oct.  18 

3J0p.m. 

r    VOiS    : 

'      6216 

22 

Oct  18 

3.55  p.m. 

83.4 

336.1 

23 

0«.I9 

9Mtu'm. 

22.4 

•'    ]22.a 

^AL  fcpccaeato  the  diaafe  per 


miit  lengthfram  the  length  at  the  initial  temperature  Z7?8  C.    ^<->>  j 
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svALUATioii  or  COHSTAirrS 

From  the  observations  of  the  heating  curve  (observation  num- 
bers 8  to  19,  inclusive)  the  following  empirical  eqtiation  was  com- 
puted by  the  method  of  least  squares: 

AL*  -  4.09o(/  + 142.5)  lo-'  +o.oo226(/  +  i42.5)*io-* 

where  t  is  any  temperatme  between  — 142  and  -f-305®  C.    • 

The  following  table  gives  a  comparison  of  the  observed  values 
with  those  computed  from  this  empirical  formula: 

TABLB2 


TmiMimtwin 

ObMnwl  AL* 

CMDVOtodAL 

SmMmIi 

^sssi 

-142.5 

0X1(H 

OXIOH 

OXIOH 

oxio^« 

-123.1 

76 

80 

-  4 

16 

-  77.2 

249 

277 

-28 

784 

-  24.4 

S02 

S15 

-13 

169 

+  ia7 

713 

718 

-  5 

25 

49.2 

S67 

867 

0 

10L6 

1146 

1133 

+13 

169 

15L0 

1404 

1395 

81 

19&6 

1664 

1658 

36 

249.1 

1957 

1948 

81 

30S.2 

2273 

2284 

-11 

121 

30S.S 

2280 

2285 

2S 
1507X10-« 

The  sum  of  the  squares  of  the  residuals  is  1507  x  lo*"  and  hence 

r-o.6745y- 


/1507X10- 
12  —  2 


—  ±8.3  X  lO"'  per  unit  length  is  the  prob- 


able error  of  a  single  computed  value  if  the  observations  be  regarded 
as  exact,  or  the  probable  error  of  an  observation  if  the  law  ex- 
pressed in  the  empirical  formula  be  regarded  as  exact. 

From  a  consideration  of  the  performance  of  the  apparatus  it  is 
believed  that  the  maximum  error  of  observation  does  not  exceed 
±5Xio"%  and  therefore  the  experimental  probable  error  of  a 
single  observation  is  less  than  ±  5  x  io~*.  The  authors  are  there- 
fore led  to  believe  that  a  part  of  the  probable  error,  ±8.3  X  lo**, 
represents  the  amount  by  which  the  expansi(m  fails  to  follow  the 
quadratic  law  as  expressed  in  the  above  equation. 

The  value  obtained  for  the  probable  error  is  affected  by  the 
departure  of  the  expansion  ctuve  from  the  parabolic  law.  That 
this  departure  exists  is  witnessed  by  the  continuity  of  the  signs 
of  the  residuals  in  Table  2. 


•ALfciMMBtsthe 
Tftinct  cf  Tftble  a  am 


per  ttsit  length  from  tlM  kofth  at  the  lowcet  tapipcnitiirc  —14^1  C. 
hif  addinf  7«9*6  to  ubunrethim  8  to  x»  of  Table  1. 
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Table  3  shows  the  deviations  of  the  observed  values  (observa- 
tion numbers  19  to  23,  inclusive)  of  the  cooling  curve  from  this 
empirical  equation  representing  the  heating  curve. 

TABLB  3 


Ttmptituyln 
^AfreMccBflgnde 

Ohmn9AAL* 

CompotwlAL 

DeviattMii 

3013 

2280X10-* 

2285X10-* 

-5X10-« 

22a9 

180S 

1802 

+3 

•MLS 

1335 

1344 

-9 

83.4 

1046 

1039 

+7 

22.4 

732 

736 

-4 

The  average  deviation  of  the  cooling  curve  from  the  computed 
heating  curve  is  ±5.6  x  lo"*. 

From  inspection  of  the  residuals  in  Table  2,  it  is  apparent  that 
the  previous  second  degree  equation  does  not  satisfy  with  suffi- 
cient accuracy  all  the  observations  over  the  whole  temperature 
range.  It  was  found  necessary  to  obtain  two  equations,  one  for 
the  range  from  — 142^  to  room  temperature  and  another  for  the 
range  above  room  temperatm^. 

The  following  equation,  computed  from  observation  numbers  i 
to  12,  inclusive, 

AL*  =  3.522(<  + 142.5)  IO-*  -I-  o.oo57o(<  +  i42.5)*io-* 

satisfies  the  observations  below  room  temperature.  A  comparison 
of  all  the  observed  values  below  room  temperature  with  those 
computed  from  this  equation  is  given  in  the  following  table: 

TABLB  4 


TMiinnliiriin 

OlMMTtdAL* 

CMDyalidAL 

SmMmIi 

17.8 

7lOXl<h« 

711X10-* 

•     -1X10-* 

17.8 

711 

711 

0 

aa 

621 

619 

+2 

-a&s 

502 

500 

+2 

-sao 

373 

375 

-2 

-  712 

259 

263 

-4 

-9918 

162 

161 

+1 

-142.5 

0 

0 

0 

-U8L1 

76 

70 

+6 

-77.2 

249 

254 

-5 

-  24.4 

502 

495 

+7 

+  18.7 

718 

716 

-3 

^ALnpccMBtstbe 


per  unit  kncth  from  the  length  at  the  temperature  — x4J?5  C 
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The  probable  error  of  a  single  observation  is  ±  2,6  X  lo"*. 
From  the  observations  of  the  heating  curve  (room  temperatuiie 
to  +  305®  C) ,  the  following  empirical  equation  was  computed: 

AL*  =  5.o88(/-i8.7)io-»+o.ooi26(/-i8,7)»io-« 

where  t  is  any  temperattu'e  between  19  and  305**  C. 

The  following  table  gives  a  comparison  of  the  observed  values 
with  those  computed  from  this  empirical  formula: 


TABr.K  5 

* 

Ttmpfiture  in 
degroMMBtlcimde 

ObMnrsdAL* 

CwttVaMAL 

ia7 

0X10-" 

0X10-* 

0X10-* 

49.2 

154 

156 

-2 

101.6 

432 

430 

+3 

15L0 

mi 

695 

-4 

19&0 

•51 

956 

-5 

t49Ll 

124$ 

1239 

+4 

3013 

1560 

1561 

-1 

80S.3 

1566 

1562 

+4 

The  probable  error  of  a  single  observation  is  ±2.5  x  lo"*.  . 

Table  6  shows  the  deviations  of  the  observed  values  (obser- 
vation numbers  19  to  23,  inclusive)  of  the  cooling  curve  from  this 
empirical  equation  representing  the  heating  curve, 

TABLE  6 


Xciii|Mratpr0  in 

ObMrrsdAl.* 

CmpuledAL 

DtvtattoQi 

305.3 

1566X10-" 

1562X10-" 

+  4X10-* 

223.9 

1091 

1097 

-  6 

141.5 

622 

644 

-22 

83.4 

332 

334 

-  2 

22.4 

It 

19 

-  1 

The  average  deviation  of  the  cooling  curve  from  the  computed 
heating  curve  is  7.0  X  lo"^.  From  these  deviations  it  is  apparent 
that  the  cooling  curve  lies  slightly  below  the  heating  curve. 

The  two  equations  of  expansion  expressed  in  terms  of  Lo,  the 
length  of  the  material  at  o®  C,  are 

Lf  Lo(i  +  5.15/  X 1 0-* +0.00570/*  X  lo-*)  and 
Lt -Lo(i  +  5.04/ X  io-« +0.00126?  X  lo-*) 

where  Lt  is  the  lengfth  of  the  specimen  at  any  temperature  t  within 
the  proper  range;  in  the  first  case  19  to  - 142°  C  and  in  the  second 
case  19  to  +305®  C. 


^  AL  Kprctents  the  duate  i)cr  unh  lensth  from  the  length  at  the  tanpcnture  x8?7  C. 
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Several  days  later  observations  weie  taken  from  room  tempera- 
ture to  304^  C.  The  results  obtained  on  the  second  test  of  the 
same  specimen  are  shown  in  Table  7  and  Fig.  2. 
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^ 
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/- 
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^ 
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^ 

X 
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•     IfoMiBg  Oarr# 
0      Cooling  Otirvo 

0 

/ 

< 

> 

IG 

K) 

3C 

K) 

30 

0 

miPEIUlUn  XI  DEGRESS  CENTIGRADE. 
Flo-  2. — Linear  expansion  of  molybdenum  en  a  function  of  temperature  {Test  2,  Table  7) 

TABLB  7 


munlier 

Dmto 

TlOM 

AL* 

1917 

•c 

1-t 

Oct.  22 

10.19  a.m. 

lt.0 

oxio-« 

2-a 

Oct.  22 

11.15  s.  m. 

101.3 

430 

3-a 

•    Oct.  22 

11.51a.m. 

173.2 

816 

4-«  . 

Oct.  22 

12.35  p.  m. 

225.8 

1II5 

S^ 

Oct.  22 

1.42  p.  m. 

304.5 

1585 

6-« 

Oct.  22 

2.43  p.  m. 

223.  Z 

1099 

7-« 

Oct.  22 

3L35p»iiik 

I43wl 

«48 

%-ti 

o«i.2a 

3^  p.  a. 

142.8 

6^ 

»-• 

Oct  23 

10.48  a.m. 

19.8 

4 

*  AL  repmmts  the  chance  per  ittit  length  from  the  length  at  the  iidtial  tempera^ 
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From  the  observations  (numbers  i-a  to  5-a,  inclusive)  of  the 
heating  curve  the  following  empirical  equation  was  computed  by 
the  method  of  least  squares: 

AL«5.038(f-i8.o)io-*  +  o.ooi49(f-i8.o)*io-* 

where  AL  is  the  same  as  in  the  previous  table,  and  t  is  any  tem- 
perature between  18  and  304®  C. 

The  following  table  gives  a  comparison  of  the  observed  values 
with  those  computed  from  this  empirical  formula: 

TABLB  8 


TMiinirtiirita 

ObMrrsdAL* 

CompotodAI. 

R«ildwls 

1«.0 

0X10-* 

0X10-* 

oxio-« 

lOLS 

430 

430 

0 

173. 2 

tl6 

818 

•        -2 

221S 

nis 

nil 

+4 

aoi.s 

1565 

1566 

-1 

The  probable  error  of  a  single  observation  is  ±  1.8  X 10"*. 

Table  9  gives  a  comparison  of  the  observed  values  (observation 
numbers  5-a  to  9-a,  inclusive)  of  the  cooling  curve  with  those 
computed  from  this  same  empirical  formula  for  the  heating  curve. 


TABLB  9 


TsiDptfvim  In 

ObMCv«dA/-* 

CimpatodAI. 

DVfUtfHM 

304.5 

isaxio^ 

1566X10-« 

-IX10-* 

2212 

lOM 

1097 

-J-2 

1411 

648 

654 

-6 

142.8 

643 

652 

-• 

19.8 

4 

9 

-5 

The  average  deviation  of  the  cooling  curve  from  the  computed 
heating  ciu^e  is  4.6  x  lO"*  per  unit  length. 

On  the  second  heating  the  length  at  any  temperature  between 

18  and  304®  C  may  be  represented  by  the  following  empirical 

equation: 

Lt=Lo(i  +4.98<Xio-* +  0.00149?  Xio-«) 

^ALrepnicatt  thcdiance  per  unit  Icnfth  from  the  lensth  at  the  Inltkl  tampentun  i8*  C. 
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COMPASISON  OF  TESTS 

From  the  observations  of  the  two  tests  two  quadratic  equations 
were  obtained  which  satisfy  the  observations  above  room  tem- 
perature.   These  equatiolis  are 

Lt  - Lo(i  +  5.04^  X IO-* + o.ooi 26/»  X  iQ-*) .    First  test. 
Lt-Lo(i  +4.98^Xio'*+o.ooi49/*Xio-*).    Sec(»id  test. 

A  comparison  of  these  equations  will  show  a  very  close  agree- 
ment. The  coefficient  of  ^  in  the  first  equation  is  slightly  larger 
than  that  in  the  second  equation,  but  the  inverse  is  true  of  the 
coefiSdent  of  i^.  The  lengths  determined  fxom  these  equations  do 
not  differ  by  more  than  4  x  10  -  *  per  unit  length.  Since  this  ap- 
proaches the  limit  of  acctnacy  of  the  apparatus,  the  following 
average  equation 

Lt=-Lo(i  -f- 5.01/ XIO-* +0.00138?  xio-*) 
is  given  as  the  most  probable  second-degree  equation  for  the  expan- 
sion of  this  specimen  of  molybdemun  from  room  temperature  to 
305^  C. 

The  instantaneous  coefficients  computed  for  every  50^  from 
-lOo  to  +300®  C  are  given  in  the  following  table.  The  instan- 
taneous coefficient  or  rate  of  expansion  at  any  temperature  is  the 
tangent  to  the  expansion  curve  at  that  temperature. 

TABIB  10 


TMiinirtiiritn 

coafidanlt 

-100 

4.0X10-« 

-  50 

4.6 

0 

5.1 

+  50 

11 

100 

13 

150 

14 

200 

16 

250 

17 

200 

18 

The  work  is  being  continued  to  secure  values  over  a  greater 
temperatiu^  range. 

SUMMARY 

1.  The  thermal  expansion  of  molybdenum  has  been  determined 
between  -142  and  +305**  C. 

2.  It  is  impossible  to  secure  a  second-degree  equation  which 
adequately  represents  the  behavior  of  the  material  throughout  this 
temperature  range., 
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3.  The  most  probable  equation  applicable  between  - 142  and 
+  i9''Cis 

.   Lt«Lo(i+5.i5*Xio-'+o.oo57o?Xio-*) 

4.  The  most  probable  equation  applicable  between  1 9  and  +  305^ 
Cis 

Lt-Lo(i  +5.oi<xio-' +0.00138/' xio-') 

5.  The  instantaneous  coefficient  or  rate  of  expansion  increases 
with  t^nperature. 

We  are  greatly  indebted  to  Roger  W.  Bisinger  for  his  aid  in  the 
computations;  also-  to  Dr.  W.  H.  Souder  for  his  valuable  sug- 
gestions. 

Washington,  June  17, 1918. 
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OPTICAL  CONDITIONS  ACCOMPANYING  THE  STRIAE 
WHICH  APPEAR  AS  IMPERFECTIONS  IN  OPTICAL 
GLASS  

By  Lieut.  Conunander  A.  A.  Mkhelmi,  U.  S.  N.#  R.  F. 


Striae  in  optical  glass  may  conveniently  be  divided  into  two 
classes:  First,  those  which  appear  under  proper  conditions  as 
isolated  bright  streaks  on  a  dark  background  and,  second,  those 
in  which  such  bright  streaks  are  very  numerous  and  run  into  one 
another,  forming  bright  but  irregularly  continuous  bands. 

Even  a  superficial  examination  of  the  two  kinds  shows  that  the 
optical  qualities  of  the  former  tjrpe  are  practically  unaffected  by 
the  striae,  while  the  latter  specimens  are  in  general  unfitted  for 
use  in  optical  instruments. 

For  the  investigation  of  the  former  class  a  specimen  containing 
a  angle  approximately  plane  and  very  narrow  stria — ^resembling 
a  crack  in  the  glass — ^was  ground  and  polished  so  that  the  stria  was 
approximately  perpendicular  to  the  polished  plane  parallel 
surfaces. 

This  specimen  shows  "total  reflection"  at  the  stria  when  the 
*'  grazing  "  angle  is  sufficiently  small  (from  zero  to  about  20  degrees) 
and  equally  on  either  surface  of  the  stria. 

At  greater  angles  there  is  an  abrupt  drop  in  the  intensity  to 
nearly  zero. 

If  it  be  adniitted  that  these  peculiarities  are  caused  by  a  layer 
of  smaller  index  of  refraction  than  the  remaining  portion  of  the 
specimen,  the  maximum  change  in  index  may  be  readily  calculated 
from  the  "grazing  angle.*'  This  was  found  to  be  from  3®  to  6® 
for  this  specimen  (corresponding  to  an  exterior  angle  of  4.5®  to  9®). 
From  this  it  follows  that  the  ratio  of  indices  is  approximately  from 
0.995  ^  0.9975,  or  the  difference  in  refractive  index  at  the  stria 
is  from  0.005  to  0.0025. 

(It  may  be  noted  that  if  the  stria  was  in  reality  a  crack,  which 
it  so  strongly  resembles,  the  exterior  grazing  angle  should  be  so- 
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large  that  total  reflection  under  the  conditions  of  the  experiment 
would  occtu'  at  all  incidences.) 

dn 
Again  if  the  intensities  be  plotted    with  — —  —0.005  and 

— «  +0.005,  tl^«  corresponding  grapns  orawn  in  the  figure  show 
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in  the  former  case  (smaller  index  at  stria)  h  the  sudden  drop  in 
intensity  at ''  grazing  angle  "  € — o.i ,  while  in  the  other  case  (larger 
index  at  stria)  there  is  a  steady  diminution  from  €  »o  to  c —90^. 

This  shows  conclusively  that  this  stria  is  caused  by  a  film  of 
smaller  index  of  refraction  than  the  remainder  of  the  glass. 

It  was  hoped  that  the  following  experiment  would  give  the  law 
of  change  of  index  as  the  stria  is  approached  from  either  side: 


\ 


i\-v_r'\ 


3trh 

■•■•-'"-ffr 

Fig.  9 


— / 


The  image  of  a  tungsten  filament  was  concentrated  on  the  slit  5^ 
of  a  collimator,  and  the  patallel  rays  fell  on  the  specimen.  Thence 
two  pencils  passed  through  the  apertures  p  and  9  in  a  screen  to  the 
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objective  of  the  observing  telescope  at  the  focus  of  which  at  /, 
interference  fringes  are  observed.  The  position  of  these  was 
noted  as  the  aperture  q  was  moved  past  the  stria,  and  careful  obser- 
vation showed  no  appreciable  movement  of  the  fringes  until  the 
aperture  was  exactly  over  the  stria,  when  the  fringes  disappeared. 
A  motion  of  one-tenth  the  distance  between  the  fringes  is  clearly 
measurable,  and  with  a  thickness  of  the  specimen  corresponding 
to  16  000  light  waves  it  follows  from  the  formula 

diV=^(ni-Wj)  <o.i 


«i— W3< 


160000 


which  shows  that,  within  the  limit  of  errors  of  observation,  there 
is  no  change  in  index  of  refraction  until  the  stria  itself  is  reached. 
The  thickness  of  the  stria  was  f  otmd  to  be  something  less  than 
a  fourth  of  a  millimeter.  In  order  to  get  a  somewhat  more  accu- 
rate estimate,  however,  another  specimen  was  cut  with  a  face 
inclined  at  an  angle  of  about  1/30  to  the  plane  of  the  stria.  The 
total  reflection  at  K  gave  an  edge  whose  width  was  of  the  order 


JAr/<y. 


Fic. 


ot  1/4  mm  or  less,  so  that  the  corresponding  width  of  the  stria 
must  have  been  less  than  1/120  mm. 

A  still  more  convincing  confirmation  of  the  preceding  results  is 
furnished  by  the  following  interferometer  test: 


I 


-\ 
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Fig.  4 
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The  interferometer  arranged  as  shown  diagrammatically  in  the 
figiu-e  receives  light  from  a  helium  tube  //,  which  traverses  in 
one  of  the  branches  the  specimen  5,  containing  the  vertical  stria. 

The  interference  fringes  are  arranged  to  appear  as  horizontal 
bands  coinciding  with  the  stuiace  of  the  mirror  M .  These  appear 
entirely  straight,  except  at  the  stria,  where  they  merge  abruptly 
into  the  narrow  dark  line  which  is  formed  by  the  projection  of 
the  stria. 

If  the  specimen  be  inclined  so  that  the  exterior  angle  of  incidence 


IS  t( 


>,  it  may  be  shown  that  ^  =  ^  ^"V^  — ■  ,  •   I  ^^  which  n  is 

the  index  of  refraction  of  the  glass  and  bn  the  excess  of  this 
index  over  that  of  the  stria. 

For  values  of  io  not  too  small  A  =ir 


X  sin*  to 

The  limiting  value  for  real  values  of  A  is  given  by  sin*  to  «  2ndn 
and  as  this  is  approximately  sin  i^o.05  the  corresponding  value 

of  2nbn  is  0.0025  whence  A=-e'  '.  ,  P 

Taking  a  moderate  value  of  to,  say,  corresponding  to  sin  io**o.2 
the  corresponding  observed  value  of  A  is  0.45,  which  gives  /  =  18X 
which  corresponds  to  a  thickness  of  about  one  one-hundredth  of  a 
millimeter. 

It  results  from  the  foregoing  that  isolated  striae  are  of  no  more 
importance  than  are  the  bubbles  found  in  some  of  the  best  tele- 
scope objectives. 

In  the  case  of  striae  of  the  second  class  this  is  not  true  in  general, 
so  that  it  is  not  desirable  to  attempt  to  utilize  such  glass  for 
optical  purposes  where  a  high  resolving  power  is  required. 

Nevertheless,  it  is  important  to  add  that  for  many  purposes, 
such  as  for  binoculars,  gun-sight  telescopes,  periscopes,  etc.,  such 
glass  may  give  excellent  results  if  the  planes  of  striation  are 
perpendicular  io  the  line  of  sight}  Such  glass  should  not  be  used 
for  prisms. 

In  this  report  there  is  no  attempt  to  account  for  the  presence 
of  striae  of  either  class,  but  with  all  due  reserve  it  may  be  sur- 
mised that  they  are  possibly  due  to  different  causes,  the  former 
(single  isolated  striae)  possibly  resulting  from  material  of  diflFerent 

^  A  specimen  of  glass  exceptionally  badly  striated  when  viewed  end  on  was  placed  between  cc^Hmator 
and  observing  tdesoope  of  the  spectroscope  (aperture  a")  whicl)  gives  admirable  definition.  Wben  the 
specimen  was  introduced  with  the  striations  perpendicular  to  the  line  of  sight,  no  deterioration  of  the 
definition  was  observed.  Hence  a  lens  of  such  glass  would  perform  quite  as  well  as  if  the  striatioa  were 
not  present. 
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index  (which  may  be  melted  from  the  stirrer  itself  or  from  other 
material  which  follows  the  stirrer).  The  second  class  of  striae 
are  more  likely  due  to  variations  in  the  mass  of  the  material  and 
have  no  immediate  connection  with  the  stirrer. 

In  the  absence  of  knowledge  of  the  technique  of  glass  produc- 
tion it  would  be  presumptuous  to  hazard  advice  concerning  the 
possibility  of  eliminating  striae.  But  it  seems  clear  that  original 
homogeneity  of  materials  and  as  high  a  temperature  as  the  mate- 
rial will  bear  are  desirable. 

Washington,  November,  19 18. 
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INTRODUCTION 

The  detection  and  automatic  indication  of  the  presence  of 
combustible  gases  in  the  air  is  a  problem  of  great  importance  in 
many  industries  both  for  controlling  certain  processes  and  for 
saf^uarding  life  and  property  wherever  there  is  danger  of  fire  or 
explosions  due  to  the  presence  of  such  mixtures.  In  the  spring  of 
191 6,  an  investigation  of  some  of  the  forms  of  gas  detectors  in 
use  was  b^un  by  the  Bureau  of  Standards. 

None  of  the  existing  forms  of  apparatus  was  found  suitable 
for  all  piurposes,  and  the  investigation  has  led  to  the  design  of 
several  new  forms  which  are  more  reliable  than  the  old  ones  or 
better  adapted  to  certain  specific  uses.    These  new  forms  of  ap- 
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paratus  are  the  subject  of  the  present  paper.  The  experimental 
work  described  was  completed  about  April  i,  191 7,  but  for 
various  reasons  it  has  not  been  published  until  the  present  time. 

A' paper  describing  the  older  forms  of  detectors,  at  least  in 
principle,  and  some  of  the  expertmentai  woric  done  upon  them,  is 
in  preparation. 

After  the  work  on  the  compensated  bridge  indicator  was  com- 
pleted a  United  States  patent  was  granted  to  Messrs.  Philip  and 
Steele  *  covering  many  of  the  features  of  this  type  of  instru- 
ment as  developed  at  the  Bureau  of  Standards.  The  date  of 
application  for  their  patent  shows  that  Messrs.  Philip  and  Steele's 
work  far  antedates  our  own.  The  forms  of  the  two  instruments, 
the  conditions  under  which  they  were  designed  to  be  used,  and 
the  methods  of  using  them  are  so  different,  however,  that  a  de- 
scription of  the  Bureau  of  Standards  form  of  instrument  seems 
well  worth  while.  In  addition,  the  large  amoimt  of  experimental 
work  relating  to  gaseous  combustion  at  the  surface  of  heated 
wires  is  of  general  application  to  any  instrument  depending  for 
its  action  upon  this  phenomenon. 

For  convenience  the  report  on  this  work  has  been  divided  into 
the  following  parts: 

Section  I  contains  a  brief  description  of  the  new  devices,  the 
principles  upon  which  they  operate,  the  results  of  tests  showing 
their  accuracy  and  reliability,  and  a  brief  discussion  of  their 
application. 

Section  II  is  a  detailed  accoimt  of  the  theory  involved  in  the 
design  of  the  instruments  and  of  the  experimental  work  concerned 
with  the  featiu'es  of  design,  together  with  a  description  of  the 
tests  to  which  the  completed  instruments  have  been  subjected. 

Section  III  contains  drawings  and  specifications  for  the  con- 
struction and  installation  of  the  instruments  and  accessory  ap- 
paratus. 

L  GENERAL  DESCRIPTION   OF  INSTRUMENTS 
1.  PRINCIPLES  OF  OPERATION  OF  NEW  DEVICES 

All  of  the  new  devices  described  in  this  paper  depend  upon  the 
combustion  at  the  surface  of  an  electrically  heated  platinum  wire 
of  the  gas  contained  in  the  surrounding  atmosphere.  This  surface 
combustion  takes  place  at  a  temperature  much  below  the  normal 
ignition  temperatiue  of  the  gas  in  air  or  at  the  surface  of  another 


1 U.  S.  Patent  No.  xaa43*i.  May  i,  tgij. 
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material  which  does  not  exert  a  catalytic  effect.  The  resulting 
xise  in  temperature  of  the  wire  depends  upon  the  quantity  of  the 
combustible  gas  which  is  in'esent.  The  measurement  of  tempera- 
ture rise  is  made  in  various  ways,  each  of  which  is  better  suited 
to  certain  particular  purposes  than  is  any  of  the  others.  *  For 
scKne  purposes  an  indicator  is  required — ^i.  e.,  an  instrument  which 
will  indicate,  either  continuously  or  when  desired,  the  amount  of 
the  combustible  gas  present.  For  other  ptu^xises  only  a  detector 
is  required — ^i.  e.,  an  instrument  which  sounds  an  alarm  or  other- 
wise shows  the  presence  of  a  dangerous  amotmt  of  the  combustible 
gas.  The  following  devices  which  have  been  developed  are  suited 
to  various  uses: 

1.  The  "compensated  bridge  indicator,"  depending  for  its 
operation  upon  the  change  in  electrical  resistance  of  the  wire, 
gives  a  continuous  indication  of  the  amotmt  of  combustible  gas 
at  the  "point  at  which  the  resistance  element,  called  the  "  detector 
bridge,"  is  placed.  When  the  percentage  of  gas  reaches  a  prede- 
termined limit,  a  circuit  is  closed,  actuating  an  alarm  or  other 
protective  device. 

2.  The  "glowing-wire  indicator"  is  a  portable  device  with 
which  an  observer  may  quickly  determine  the  amount  of  com- 
bustible gas  at  any  accessible  place.  This  is  done  by  adjusting 
the  current  through  an  active  wire  to  such  a  value  that  the  wire 
just  shows  a  visible  glow.  The  current  required  decreases  with 
increase  in  the  amount  of  gas  present. 

3.  The  "bimetallic  detector"  is  an  automatic  device  in  which 
the  heat  of  combustion  of  the  gas  at  the  surface  of  the  wire  causes 
the  bending  of  an  adjsu^ent  bimetallic  strip,  which  in  ttun  closes 
an  alarm  circuit. 

2.  COMPSlfSATED  BRIDGE  INDICATOR 

Description. — ^The' resistance  element  or  detector  bridge  of  the 
compensated  bridge  indicator  consists  of  a  balanced  Wheatstone 
bridge  made  up  of  four  platinum  wires,  two  of  which,  on  opposite 
sides  of  the  bridge,  are  rendered  inactive  by  a  thin  coating  of 
some  substance  which  does  not  readily  cause  surface  combustion. 
The  bridge  wires  are  heated  by  an  electrical  cmrent  to  a  tempera- 
ture high  enough  to  cause  combustion  of  the  gas  at  the  surface  of 
the  uncoated  or  "active"  wires.  When  no  combustible  gas  is 
present,  the  active  and  inactive  wires  are  about  equally  affected 
by  changes  of  electrical  current,  room  temperature,  and  air  cur- 
rents.   Consequently,  the  bridge  remains  balanced  in  spite  of 
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changes  in  surrounding  conditions;  but  in  the  presence  of  a  com- 
bustible gas  combustion  takes  place  at  the  surface  of  the  active 
wires,  increasing  their  temperature  and  resistance,  while  no 
change  occurs  in  the  inactive  wires.  Consequently,  the  bridge 
becomes  unbalanced  by  an  amount  depending  upon  the  quantity 
of  combustible  gas  present.  A  voltmeter  with  scale  graduated 
to  show  the  percentage  of  the  combustible  gas  to  be  indicated  (e.  g. , 
hydrogen  in  electroljrtic  oxygen  or  carbon  monoxide  about  gas 
producers)  is  connected  across  the  bridge  and  serves  to  show  at 
all  times  the  percentage  of  gas  present.  A  contact-making 
attachment  causes  an  alarm  to  ring  when  the  amount  of  gas 
reaches  the  limit  for  which  the  contact  has  been  set.  A  diagram 
of  a  compensated  bridge  indicator  is  given  in  Fig.  17. 

Tests. — Several  instruments  of  this  type  have  been  made  and 
tested  at  the  Bureau  of  Standards.  The  indicators  show  smaller 
changes  in  hydrogen  concentration  than  can  be  detected  by  ordi- 
nary volumetric  anal3rsis,  but  their  operation  over  a  long  period 
of  time  usually  results  in  a  change  of  balance  which  makes  it 
necessary  to  rebalance.  The  absolute  accuracy  of  the  readings 
can  not,  of  course,  be  greater  at  any  time  than  the  volumetric 
analyses  by  which  the  instruments  were  calibrated.  The  tests 
upon  one  instrument,  which  was  in  constant  use  for  several 
months  in  a  battery  compartment,  show  that  the  instrument  is 
capable  of  giving  good  results  over  a  considerable  period  of  time 
if  operated  tmder  the  most  favorable  conditions.  These  condi- 
tions include  the  maintenance  of  a  constant  current,  freedom  from 
excessive  vibration,  and  the  requirement  that  the  instrument  be 
not  exposed  to  a  high  concentration  of  combustible  gas  for  a  very 
long  period  of  time.  All  of  these  requirements  depend  upon  the 
low  elastic  limit  of  platinum  at  high  temperatures  and  the  con- 
sequent slow  stretching  of  the  wires,  even  tmder  their  own  weight. 

The  suitability  of  the  instrument  for  indicating  methane  is 
doubtful  on  account  of  the  high  temperature  required.  For  a 
short  period  of  time,  it  will  give  reliable  indications  of  this  gas; 
but  it  is  improbable  that  permanent  changes  in  the  wires  at  so 
high  a  temperature  could  be  long  avoided. 

Application. — ^The  device  is  suited  to  the  continuous  indication 
of  the  presence  of  hydrogen,  carbon  monoxide,  illuminating  gas , 
methane,  and  the  vapors  of  some  combustible  liquids  in  air.  It 
is  especially  suitable  for  use  in  determining  the  com  position  of  gas 
in  inaccessible  places  and  for  indicating  at  some  central  station 
the  condition  of  the  atmosphere  in  all  parts  of  an  industrial  plant. 
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Merits  of  the  Compensated  Bridge  Indicator. — ^The.  experience 
with  the  apparatus  up  to  the  present  time  apparently  fully  justi- 
fies the  following  statements  as  to  the  merits  of  the  compensated 
bridge  indicator: 

1.  The  apparatus  is  of  simple  construction,  readily  made  up 
from  ordinary  materials  by  any  competent  instrument  maker. 

2.  The  detector  bridge  can  be  made  small,  and,  since  it  requires 
no  attention,  can  be  located  at  any  desired  point  even  though 
somewhat  inaccessible. 

3.  The  indicating  instrument  can  be  located  at  a  distance  from 
the  resistance  element  and  the  alarm,  if  desired,  at  a  distance  from 
either. 

4.  The  apparatus  requires  little  attention  in  operation. 

5.  No  supplies  are  required  except  direct  current  of  the  voltage 
ordinarily  used  on  lighting  circuits.  The  apparatus  is  readily 
adapted  for  use  on  a  circuit  of  any  voltage  above  5  volts. 

6.  The  usual  variation  of  the  voltage  of  the  electrical  supply 
does  not  affect  materially  the  operation  of  the  instnunent  unless 
excessively  high  or  low  voltages  are  long  continued. 

7.  The  apparatus,  when  once  properly  calibrated,  will  indicate 
changes  of  concentration  of  hydrogen  smaller  than  can  be  detected 
by  the  methods  of  gas  analysis  commonly  used  in  commercial 
practice. 

8.  The  apparatus  operates  an  alarm  at  any  desired  percentage 
of  combustible  gas. 

9.  The  indications  of  the  apparatus  are  not  affected  by  changes 
in  temperature  at  the  point  of  location  of  the  detector  bridge. 

10.  The  apparatus  responds  promptly  to  changes  in  the  amount 
of  combustible  gas  present,  for  the  time  lag  is  not  more  than  10 
seconds  for  a  properly  constructed  instrument. 

11.  The  most  important  and  delicate  parts  of  the  apparatus  are 
made  of  some  of  the  materials  most  resistant  to  chemical  action, 
namely,  platinum  and  glass. 

12.  The  initial  cost  of  construction  of  the  apparatus  is  not 
great,  the  most  expensive  part  being  a  voltmeter  of  ordinary 
commercial  form. 

3.  GLOWlNGwWIRE  INDICATOR 

The  glowing-wire  indicator  consists  of  two  short  lengths  of  "fine 
platinum  wire,  the  currents  through  which  are  suppli^  by  a  dry 
battery  and  controlled  by  two  small  rheostats.  A  wiring  dia- 
gram is  shown  in  Fig.  21.    The  whole  is  arranged  in  a  convenient 
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form  for  carrying  in  the  hand  or  the  pocket.  One  wire  is  active; 
the  other  inactive.  By  adjusting  the  two  rheostats  the  two  wires 
may  be  made  to  glow  with  the  same  intensity.  One  rheostat 
determines  the  ratio  of  the  currents  in  the  wires  which  changes 
with  percentage  of  gas  present.  This  rheostat  can  therefore  be 
graduated  to  read  percentage  directly.  The  other  rheostat  serves 
to  regulate  the  total  current  through  both  wires.  This  device  is 
practically  independent  of  the  illumination  at  the  place  of  use 
and  entirely  independent  of  the  voltage  of  the  battery  used. 

The  glowing-wire  indicator  is,  of  cotu"se,  designed  for  the  pur- 
pose of  directly  observing  the  atmospheric  condition  at  a  point  at 
which  no  permanent  detector  is  located.  It  should  be  of  value 
in  looking  for  leaks  in  gas  mains  and  examining  spaces,  such 
as  coal  bunkers,  or  gas-making  machinery  opened  for  repairs  in 
which  the  presence  of  a  dangerous  amount  of  combustible  gas 
is  suspected. 

The  apparatus  is  considerably  more  complicated  and  some- 
what more  expensive  than  the  detecting  bridge  of  the  bridge  indi- 
cator, but  no  additional  electrical  instrument  or  alarm  is  required, 
and  the  apparatus  as  a  whole  should  not  cost  more  than  one-half 
as  much  as  a  complete  bridge  indicator. 

4.  BDCETALLIC  DETECTOR 

The  bimetallic  detector,  which  is  intended  only  to  actuate  an 
alarm  or  other  mechanism  when  the  amoimt  of  combustible  gas 
in  the  atmosphere  reaches  the  limit  for  which  the  device  is  set,  is 
a  simple  and  inexpensive  instrument,  the  principle  of  which  was 
first  used  by  Alderson  and  Holmes,  *  who  specify  a  detector 
substantially  like  the  one  designed  at  this  Bureau.  The  Bureau 
instrtunent  consists  of  two  bimetallic  strips  with  one  end  of  each 
rigidly  fixed  to  an  insulating  support.  A  millimeter  or  two  below 
the  strips  are  stretched^  platinum  wires,  one  active,  the  other 
inactive,  which  serve  to  heat  the  bimetallic  strips.  When  equally 
heated  these  strips  bend  equally,  but  when  unequally  heated  they 
indicate  by  a  relative  movement  of  their  free  ends  the  difference 
in  temperature. 

The  platiniun  wires  are  connected  in  series  to  any  convenient 
source  of  electrical  current,  direct  or  alternating.  The  free  ends 
of  the  bimetallic  strips  bear  contact  points  which,  when  the  strips 
come  together,  short  circuit  the  platinum  wires  through  an  alarm, 
as  is  shown  by  the  wiring  diagram,  in  Fig.  i6.     In  an  atmosphere 


*  British  Patent  No.  34371  of  1909. 
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free  from  combustiUe  gas  the  two  bimetallic  strips  are  equally 
heated  by  the  currents  through  the  platinum  wires  and  bend  alike 
whatever  the  amount  of  heat  from  the  electrical*  cinrent  or  other 
source  which  affects  the  two  strips  alike.  But  in  the  presence  of  a 
combustible  gas,  combustion  at  tlie  surface  of  the  active  wire  causes 
the  adjacent  strip  to  be  heated  to  a  higher  temperature.  This 
results  in  a  movement  of  this  strip  which  closes  the  alarm  circuit 
if  gas  is  present  in  excess  of  the  predetermined  quantity  for  which 
the  apparatus  is  set.  One  of  the  contacts  is  adjustable,  permit- 
tii^  the  instrument  to  be  set  for  various  percentages  of  combus- 
tible gas. 

The  device  has  been  tried  out  and  found  to  operate  satisfacto- 
rily. It  may  be  made  very  sensitive  to  the  presence  of  a  com- 
bustible gas.  The  instrument  tried  out  at  the  Bureau  could  be 
readily  adjusted  to  sound  the  alarm  at  less  than  o.i  per  cent  of 
hydrc^en. 

The  bimetallic  detector  is  especially  adapted  for  use  in  any 
place  in  which  a  sensitive  device  for  alarm  only  is  desired.  It 
can  be  located  wherever  the  detector  bridge  of  a  bridge  indicator 
could  be  placed,  and  its  low  cost  makes  it  available  for  use  in  many 
positions  in  which  the  cost  of  installing  a  bridge  indicator  would 
not  be  justified.  The  instnmient  may  be  made  small,  the  one 
constructed  at  this  Bureau  having  the  dimensions  3  by  5  by  10 
centimeters,  equal  to  about  i  X  inches  by  2  inches  by  4  inches.  It 
is  even  less  subject  than  the  bridge  indicator  to  drsrfts,  changes 
of  ctirrent,  and  other  possible  disturbing  influences.  The  fact 
that  it  will  use  alternating  as  well  as  direct  current  makes  the 
instrument  available  for  use  on  any  power  supply. 

n.  INVESTIGATION  OF  PRINCIPLES  INVOLVED 

1.  COMBUSTIGlf  AT  THE  SURFACE  OF  A  HEATED  WIRE 

(a)  PUBPOSB  AND  METHODS  OF  BZPBRIMBIVTS 

In  order  to  design  intelligently  any  of  the  instruments  described 
m  the  first  part  of  this  paper,  it  was  necessary  to  determine  with 
some  accuracy  the  most  suitable  materials  for  the  active  and 
inactive  wires;  the  temperature  required  to  cause  combustion 
at  the  surface  of  the  active  wire;  the  relations  between  the  resist- 
ance, temperature,  current,  diameter,  length,  and  arrangement 
of  wires  in  the  apparatus;  and  the  amoimt  of  heat  produced  by 
combustion  in  atmospheres  containing  various  amounts  of  com- 
bustible gas  with  each  arrangement. 
-19 — 2 
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Methods  of  Study. — Owing  to  the  large  nuniber  and  variety  of 
experiments  made  upon  combustion  at  the  surface  of  heated  wires, 
it  would  be  confusing  to  endeavor  to  present  all  the  methods  em- 
ployed independently  of  a  discussion  of  the  immediate  objects 
of  the  experiments  and  the  results  obtained.  The  basic  experi- 
ments shcMild  be,  however,  briefly  described  before  giving  in  detail 
the  results  obtained.  Wires  of  various  materials  and  sizes  were 
heated  electrically  in  air  and  in  various  gas  mixtures.  In  each 
experiment  the  heating  current,  /,  and  the  resistance,  R,  of  the 
wires  were  measured.    The  mean  temperatures,  t,  of  the  platinum 
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CURRENT  THROUGH  WIRE  (AMPERES) 
Fig.  z. — Repf9sentativ€  observations  of  combusHon  mi  the  surface  of  a  heated  wire 

wires  were  determined  from  their  resistance  by  using  the  known 
relation  between  temperature  and  resistance  R^R^ii+At—Be). 
In  the  few  cases  when  it  was  necessary  to  know  the  temperatures 
of  wires  of  other  metals,  these  were  determined  approximately  by 
assuming  the  temperattue  equal  to  that  of  a  platinum  wire  of  the 
same  diameter  heated  by  the  same  amotmt  of  power.  The  rate 
of  dissipation  of  energy  from  the  wire  was,  of  course,  equal  to  the 
sum  of  the  input  of  electrical  power,  RP,  and  the  rate  of  production 
of  heat  by  combustion,  called  H.  If  we  assume  that  the  rate 
of  dissipation  of  energy  from  the  wire  was  independent  of  small 
changes  in  the  composition  of  the  surrounding  atmosphere,  then 
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tbe  difference  in  electrical  power  input  required  to  maintain  the 
wire  at  the  temperature  t  with  and  without  combustion  taking 
place  is  equal  to  the  power  input  from  combustion,  H. 

A  group  of  characteristic  ciuves  representing  the  observation 
upon  a  particular  wire  is  given  in  Fig.  i,  while  Table  i  presents 
the  numerical  data  for  one  gas  mixture,  together  with  some  of  the 
quantities  of  interest  which  are  computed  from  the  observation. 
The  discontinuity  of  the  cmvesin  Fig.  i  is  caused  by  the  fact 
that  the  wire  may  be  heated  by  a  .fairly  large  current  without 
combustion  taking  place,  but  when  combustion  is  once  started 
it  will  continue  in  some  cases  even  when  the  current  is  reduced  to 
zero.  The  application  of  the  results  of  these  experiments  to  the 
problems  of  design  will  appear  when  the  results  are  described  in 
detail. 

TABLE  l.-— RepcMatative  Data  on  Comlmstioo  of  Carbon  Moooside  at  the  Surface 
of  a  Platisum  Wire  0.097  nun  in  Diameter  and  14  an  long  (amount  of  carbon  mon- 
odde  in  air  entering  bottle  5.6  per  cent) 
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Apparatus  Used. — The  apparatus  used  in  the  experiments  just 
outlined  is  shown  diagrammatically  in  Fig.  2.  The  test  wire  was 
placed  in  a  bottle  28  cm  in  diameter  and  40  cm  high.  It  was  con- 
nected by  copper  leads  about  4  mm  in  diameter  to  the  standard 
resistances  connected  to  form  a  Wheatstone  bridge  as  shown.  A 
steady  stream  of  gas  of  constant  composition  was  passed  through 
the  test  chamber.  A  gas  mixture  of  constant  composition  was 
obtained  by  gearing  together  two  calibrated  wet  meters,  one  of 
which  measured  the  air,  the  other  the  combustible  gas,  and  passing 
the  mixture  from  the  meters  into  a  mixing  bottle  to  reduce  fluc- 
tuations in  composition.  The  composition  of  the  mixture  &ter- 
ing  the  test  bottle  was  checked  from  time  to  time  by  gas  analysis. 
When  suitable  precautions  were  used,  this  method  was  f  oimd  quite 
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satisfactory,  the  compositioii  of  the  mixture  remaining  very  con- 
stant and  agreeing  well  with  the  values  calculated  from  the  meter 
calibrations.  In  the  final  experiments,  samples  of  gas  were  also 
taken  through  a  capillary  tube  from  a  point  very  near  the  wires.  * 
Gas  analyses  were  made  by  an  ordinary  combustion  method, 
using  a  loo  cc  burette  graduated  to  o.i  cc  and  a  Levy  combustion 
capillary  of  fused  quartz  containing  a  glowmg  platimun  wire. 


To  Ga*  BuVvt    ^— ; 


A>r  Mftar         CombuvfibI*  6q«  T«*^  CKomb«r 

FlO.  Q,^^Apparatusfor  determining  combusiion  at  the  surface  of  heated  wires 

Wires  Used  in  Investigation. — ^Table  2  gives  the  sizes  and  some 
of  the  constants  of  the  wires  used  in  this  investigation. 

TABLE  2 
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Adcuracy  of  Observations. — ^The  accuracy  of  the  standard  resist- 
ances and  the  sensitiveness  of  the  galvanometer  used  were  greater 
than  the  general  accuracy  demanded  in  the  investigation.    The 
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resistances  of  the  leads  were  measured  and  taken  into  account 
whenever  of  any  importance,  but  in  most  of  the  experiments  this 
correction  was  entirely  negligible.  The  currents  used  were  never 
large  enough  to  cause  appreciable  errors  due  to  the  heating  of  the 
xneasuring  resistances.  The  only  appreciable  source  of  error  in 
the  electrical  measurements  was  in  the  observation  of  the  current. 
Several  instruments  of  standard  make  and  appropriate  range  were 
used  for  this  purpose  in  the  different  experiments,  and  corrections 
were  always  made  for  the  portion  of  the  current,  seldom  more  than 
I  per  cent,  which  passed  through  the  ammeter  but  not  through 
the  test  wire.  When  different  ammeters  were  used  for  experi- 
ments made  tmder  the  same  conditions,  the  corrected  results  were 
always  concordant.  1 

Without  doubt  the  most  important  source  of  error  was  that 
involved  in  determining  the  amount  of  combustible  gas  present. 
It  was  the  object  of  the  experiments  to  determine  how  much  power 
from  combustion  was  available  for  the  detection  of  the  combustible 
gases.  It  would  have  been  desirable  to  reproduce  the  conditions 
which  would  exist  if  a  heated  wire  were  exposed  to  the  atmosphere 
of  a  large  chamber  containing  a  uniform  amount  of  combustible 
gas  and  free  from  air  currents  other  than  those  caused  by  the  hot 
wire.  However,  because  a  considerable  amount  of  the  combusti- 
ble gas  is  burned  out  of  a  space  the  size  of  the  bottle  used,  the 
composition  of  the  gas  in  the  bottle  is  never  the  same  as  that  of  the 
gas  at  the  inlet.  Passing  gas  into  the  bottle  at  an  accelerated  rate 
makes  the  composition  of  the  gas  throughout  the  bottle  more 
tmif orm,  but  causes  strong  air  currents  which  may  affect  the  con- 
dition of  the  wire  to  a  considerable  extent.  Analyzing  a  sample  of 
gas  from  a  point  near  the  wire  does  not  entirely  solve  the  problem, 
since  it  is  uncertain  to  what  distance  the  operation  of  the  wire 
in  an  open  room  would  affect  the  composition  of  the  atmosphere. 

Another  approximation  is  involved  in  the  calculation  of  the 
temperature  of  the  wire,  the  heat  from  combustion  per  imit  length, 
etc.,  from  the  average  resistance  per  tmit  length.  There  is  always 
a  cooling  effect  due  to  conduction  through  the  leads.  This 
source  of  error  has,  in  most  cases,  been  neglected,  on  account 
of  its  small  magnitude,  the  difficulty  of  correcting  for  it,  and 
because  it  occurs  to  about  the  same  extent  in  the  complete  instru- 
ments as  in  the  test  wires,  and  failure  to  consider  it  has  little  or  no 
effect  upon  the  design  of  the  instruments. 
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Temperature  Coefficient  of  Resistance. — ^Before  proceeding  to  a 
detailed  study  of  combustion  at  the  surface  of  a  wire,  it  is  first 
necessary  to  know  the  relation  between  resistance  and  tempera- 
ture for  the  wires  used.  The  temperature  coefficient  of  resistance 
was  determined  over  the  interval  from  o  to  loo^  C  for  the  wires 
nsed  in  all  the  more  imp<nlant  experiments,  and  the  resistance- 
temperature  curve  plotted  to  1200^  C  using  the  formula  R^R^ 
(i  -{-At—BP),  assuming  a  value  of  B  equal  to  that  for  pure  plati- 
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TEMPERATURE  (DEGREES  CENTIGRADE) 
Fig.  3. — 7Vm^«foliffe-f«m<anc«  curotfor  piaHnntn. 

num.  Above  1200°  the  curve  was  continued  as  a  straight  line." 
The  temperatiu'e-resistance  curves  for  pure  platinum  and  for  wire 
C,  which  was  most  used  in  these  experiments,  are  given  in  Fig.  3. 

Heat  Loss  from  Wires  in  Air. — ^The  loss  of  heat  from  wires  in 
air  has  been  made  the  object  of  study  by  numerous  observers 
who  have  proposed  formulas  for  expressing  the  observed  values. 
The  most  generally  accepted  f  ormtdas  are  those  due  to  Langmuir  ^ 
and  to  Lorenz." 

In  Fig.  4  are  plotted  the  observed  average  heat  loss  per  centi- 
meter from  3.8,  14,  and  31  cm  lengths  of  wire  C  and  an  11  cm 
length  of  wire  A.    As  checks  upon  these  observations  the  heat 
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loss  from  the  laxger  yrixe  calculated  ftom  Lorenz's  formula,  and 
the  heat  loss  for  both  wires  calculated  from  Langmuir's  formula 
are  plotted.  The  constants  m  the  Lorenz  formula  were  cal* 
culated  from  the  <d>8erved  heat  loss  at  400^  C.  In  calculatmg 
for  both  curves  the  heat  loss  due  to  radiation,  the  values  used  for 
the  emissivity  of  platinum  at  various  temperatures  were  taken 
from  Langmuir's  paper. 

The  observed  heat  loss  for  the  larger  wire  lies  between  the 
values  calculated  from  the  formulas  of  Lorenz  and  of  Langmuir. 
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TEMPERATURE  OF  WIRE  (DEGREES  CENTIGRADE) 

Fig.  4. — Loss  of  heat  from  wir^s  in  air 

Cnrrci  So  older  faxvn  top  npntent:  (z)  Obsenred  lots  faxvn  14  an  length  of  0.097  nun  wire;  (a)  lots  fram 
infinite  kngth  ol  Maneidre  caknlntcd  (torn  Itansmuir't  eqaatifla;  (3)  obeerved  loss  from  14  and  jz  cm 
Insthsof  seme  wire;  (4)  lots  from  infinite  length  of  Mune  wire  calcnhitfd  from  I<orenz'i  equation;  (5)  lots 
from  infinite  length  of  aeia  jma  wire  eelculated  from  Langmnir's  equatioa;  (6)  observed  lots  from  0.0x9 
sm  wire. 

It  is  apparent  that  for  reasonable  lengths  of  wire  the  difference 
between  the  observed  average  heat  loss  at  a  given  temperature 
and  the  true  heat  loss  is  negligible  for  our  purposes. 

The  distribution  of  heat  due  to  combustion  is  probably  nearly 
the  same  as  that  due  to  the  electrical  current.  If  this  is  true, 
no  serious  error  due  to  lead  conduction  is  involved  in  the  values 
for  power  from  combustion  per  imit  length..- 

Metal  Used. — ^In  order  to  determine  what  metals  were  most 
suitable  for  the  detector  wires,  platiniun,  palladium,  gold,  silver,  . 
and  nickel  wires  were  heated  in  mixtures  of  air  with  amounts  of  ] 
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hydrogen  vaiymg  £itmi  a  few  tenths  of  a  per  oent  up  to  and  bQ^o^ 
the  explosive  limit.  A  few  of  the  observations  on  wires  0.226 
mm  in  diameter  are  plotted  in  Fig.  5.  It  was  found  that  all 
the  metals  behave  similarly  until  a  temperature  of  about  175^  C 
is  reached.  Above  this  temperature  combustion  takes  place  at 
the  surface  of  both  the  platinum  and  palladium,  and  the  amount 
of  combustion  increases  at  first  very  rapidly  with  rise  of  tempera- 
ture and  then  becomes  nearly  constant.  Since,  when  combus- 
tion b^ins,  the  rise  of  temperature  due  to  combustion  itself 
raises  the  temperature  of  the  wire  considerably,  the  resistance- 


ELECTRIC  POWER  INPUT  (WATTS) 

Fio.  $,— Change  cf  resistance  of  heated  wires  cf  same  siee  but  of  different  metals  in  air 
and  in  air  containing^  per  cent  hydrogen 

current  curve  shows  a  decided  break  when  the  temperature 
reaches  a  value  such  that  the  rate  of  increase  of  power  from 
combustion  becomes  greater  than  the  rate  of  increase  of  heat 
loss.  This  temperature  is  for  convenience  called  the  "ignition 
temperature,"  although  it  should  be  understood  that  some  com- 
bustion takes  place  below  this  temperature  and  that  combustion 
is  not  necessarily  complete  even  at  higher  temperatures.  In 
Fig.  5,  the  curves  for  platinum  and  palladium  in  air  containing 
hydrogen  represent  the  data  obtained  after  heating  to  the  igni- 
tion temperature.  Gold,  silver,  and  nickel  show  no  such  definite 
ignition  temperature;  indeed,  the  effect  of  the  presence  of  hydro- 
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gen  is  only  to  cool  these  metals  until  a  temperature  of  at  least 
six  or  seven  hundred  d^;ree8  is  reached. 

These  experiments  with  various  metals  show  that  there  is  no 
inherent  advant^e  in  the  use  of  palladium  over  platinum  for  the 
combustion  even  of  hydrogen,  and  that  none  of  the  other  metals 
tried  can  be  used  for  active  wire^.  On  the  other  hand,  platintmi 
has  several  advantages  over  palladium;  it  has  a  higher  tempera- 
ture coefficient  of  resistance  causing  a  greater  increment  of  resist- 
ance for  the  same  amount  of  combustion,  it  has  a  higher  melting 
point  and  is  therefore  less  likely  to  be  accidentally  btuned  out, 
it  is  much  more  resistant  to  chemical  action,  aad  it  is  somewhat 
easier  to  obtain  commercially.  Platintmi  has,  therefore,  been 
used  exclusively  for  the  apparatus  recommended. 

Ignition  Temperatures. — ^The  temperature  to  which  a  detector 
wire  must  be  heated  is  determined  by  the  so-called  ''  ignition 
temperature"  defined  in  the  preceding  section.  It  was,  conse- 
quently, of  considerable  importance  to  determine  the  ignition 
temperature  of  platintmi  in  the  various  gases.  Direct  observa- 
tions for  this  purpose  were  made  with  three  wires,  samples  A,  B, 
and  C,  which  contained  different  amounts  of  imptirity,  as  shown 
by  their  temperature  coefficients  given  in  Table  2. 

The  Wollaston  wire  (sample  A)  was  used  immediately  after 
dissolving  the  silver  in  nitric  acid  and  without  previous  heating. 

The  method  of  observation  was  as  follows:  By  very  slowly 
increasing  the  current  through  the  wire,  it  was  gradually  heated 
in  an  atmosphere  containing^  the  gas,  the  percentage  of  which 
was  found  to  make  no  difference  in  the  ignition  temperature. 
The  Wheatstone  bridge  was  kept  balanced  at  all  times.  As 
soon  as  the  resistance  of  the  wire  began  to  increase  without 
increafie  of  current,  the  resistance  reading  was  recorded  and  the 
corresponding  temperature  was  called  the  ignition  temperature. 
The  values  found  for  hydrogen  are  given  in  Table  3. 

These  observations  served  to  confirm  previous  results,  which 
indicated  that  a  wire  becomes  more  active  after  being  heated  in 
hydrogen  arid  that  its  activity  gradually  declines  when  the  wire 
is  left  unheated  for  a  long  time.  New  wires  must  be  glowed  to 
remove  the  film  of  grease  or  other  inactive  material  covering  the 
metal.  No  wire  which  had  once  been  active  was  observed  to 
require  a  temperature  higher  than  330*^  C  to  ignite  hydrogen.  The 
ignition  temperature  for  carbon  monoxide  and  for  illuminating 
gas  was  fotmd  to  be  practically. the  same  as  that  for  hydrogen. 
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If  any  diffarence  exists,  the  lower  tempemture  is  required  for  car- 
bon monoxide.  Methane  behaves  somewhat  differaoitly.  Com- 
bustion first  begins  at  a  temperature  of  about  700^  C  and  increases 
so  gradually  with  increase  of  temperature  that  it  is  impossible  to 
assign  any  definite  ignition  temperature. 

TABLS  3.— ''I^tloii  Temperahirei"  of  Hydrogen  at  the  Snriace  of  Platinitm  Wires 
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Heai  of  Combustion. — ^The  total  amount  of  heat  from  combus- 
tion at  the  surface  of  a  wire  was  determined  in  the  manner  de- 
scribed and  illustrated  under  the  heading  "Method  of  study.'* 
The  amount  of  heat  from  combustion  per  unit  length  of  wire  C  for 
each  per  cent  of  gas  entering  the  test  bottle  is  plotted  in  Fig.  6. 
The  data  represented  by  the  curve  for  hydrogen  include  the  results 
of  over  100  observations  upon  seven  concentrations  of  hydrogen 
in  the  gas  mixture.  The  individual  observations  upon  three  con- 
centrations are  given  in  order  to  show  the  agreement  of  results. 
The  heating  effect  upon  the  wire  of  the  8.2  per  cent  mixture  falls 
off  at  temperatures  above  1000^  C.  This  is  no  doubt  caused  by 
the  fact  that  combustion  takes  place  at  some  distance  from  the 
wire,  and  the  supply  of  hydrogen  to  the  surfece  of  the  wire  is 
thereby  reduced.  It  will  be  seen  that  the  amount  of  carbon  mon- 
oxide burned  is  almost  independent  of  temperature,  while  the 
amount  of  methane  burned  increases  rapidly  with  increase  of 
temperature. 
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Fig.  7  shows  the  xesults  of  tests  exactly  similar  to  those  shown 
in  Fig.  6,  except  that  different  wires  were  used  and  that  samples  of 
gas  drawn  from  a  point  about  2  centimeters  below  and  to  one  side 
of  the  wire  were  analyzed  and  the  percentage  found  by  anal3rsis 
was  used  in  computing  results  instead  of  the  percentage  entering 
the  bottle.  It  is  probable  that  the  results  shown  in  Fig.  7  repre- 
sent more  closely  the  amount  of  gas  which  would  be  burned  by  an 
exposed  wire  in  a  large  room  than  do  those  of  Fig.  6.  This  latter 
figure  may,  however,  better  represent  the  performance  of  a  detector 
partially  inclosed  to  protect  it  from  mechanical  injury,  excessive 
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TEMPERATURE  OF  WIRE 
Flo.  7.— 06jeiTetf  power  from  combustion  at  the  surfaces  of  different  wires 

drafts,  or  to  prevent  the  hot  wires  igniting  the  gas  surrounding  the 
detector. 
The  above  experiments  lead  to  the  following  conclusions: 

1.  The  power  from  combustion  depends  upon  the  condition  of 
the  surface  of  the  wire  to  some  extent,  but  when  heated  to  a  suffi- 
ciently high*  temperature  the  differences  due 'to  this  cause  are 
slight  and  the  amotmt  of  power  from  combustion  is  reproducible. 

2.  The  power  from  combustion  is  proportional  to  the  amotmt 
of  gas  in  the  surrounding  atmosphere  tmtil  the  composition  of  the 
mixture  approaches  the  ecplosive  limit. 
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3.  The  power  from  combustion  increases  with  the  temperature 
<rf  the  wire,  most  rapidly  in  the  case  of  methane. 

4.  Any  observed  differences  in  the  power  from  combustion 
which  cotdd  be  ascribed  to  differences  in  the  sizes  of  wires  were  of 
the  same  order  of  magnitude  as  the  differences  in  total  heat  loss 
per  second  due  to  the  same  cause. 

Temperature  of  Wires. — Since  neither  the  heat  loss  m  air  nor 
the  power  from  combustion  varies  rapidly  with  size  of  wire,  it  is 
to  be  expected  that  the  temperature  rise  paxxluced  by  combustion, 
which  is  a  function  of  the  ratio  of  the  other  two  properties,  will 
not  depend  greatly  upon  size.  Indeed,  the  process  of  diffusion 
by  which  the  combustible  gas  reaches  the  wire  and  the  process  of 
conduction  by  which  most  of  the  heat  is  removed  are  sometimes 
regarded  as  a  single  phenomenon.  Convection  pFays  the  same 
part  in  both  processes,  and  the  effect  of  radiation  from  wires  of 
the  sizes  and  temperatures  with  which  we  are  ccmcemed  is  not 
great.  A  consideration  of  these  facts  leads  to  the  conclusion  that 
the  temperature  rise  due  to  combustion  must  be  practically  inde- 
pendent of  the  diameter  of  the  wire.  A  consid^^ble  ntunber  of 
experiments  verify  this  conclusion.  The  temperature  rise  for  the 
two  wires  A  and  C,  differing  in  diameter  by  a  factor  of  8,  showed 
a  difference  in  temperature  rise  for  each  per  cent  of  hydrogen  of 
less  than  2  per  cent,  and  this  difference  is  believed  to  have  been 
due  to  the  small  amount  of  platinum  black  left  when  the  silver 
was  removed  from  the  WoUaston  wire. 

2.  COMPENSATED  BRID(»  INDICATOR 

(a)  PRmcn^JBS 

A  single  wire  whose  resistance  is  meastued  by  means  of  a 
Wheatstone  bridge  may  be  used  to  determine  the  amoimt  of  com- 
bustible gas  in  the  atmosphere,  but  is  not  suitable  for  use  in  an 
automatic  instrument,  because  its  resistance  is  affected  by  changes 
in  the  ciurent  used  to  heat  the  wire  and  in  the  temperature  and 
movements  of  the  atmosphere  surrounding  it. 

In  order  to  overcome  this  difficulty  the  compensated  bridge 
indicator  was  developed.  This  instrument  consists  of  an  equal 
arm  Wheatstone  bridge  in  which  one  pair  of  opposite  arms  is 
active,  while  the  other  pair  is  inactive.  Then  if  the  resistances 
of  all  the  arms  are  equally  affected  by  changes  in  the  conditions 
of  operation,  the  balance  of  the  bridge  will  not  be  affected  by 
such  changes.  In  the  presence  of  a  combustible  gas,  however,  the 
combustion  heats  the  active  wires,  increasing  their  resistance  and 
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tmbalandkig  the  bridge.  The  operation  of  a  Wheatstone  bridge 
of  this  kind  can  be  deduced  from  Kirchhoff 's  laws,  and  shows  how 
the  unbalanced  current,  which  causes  the  voltmeter  to  deflect, 
depends  upon  the  resistance  and  sensitivity  of  the  wires,  the  total 
current,  the  resistence  of  the  voltmeter,  etc. 

If  Ti  is  the  resistance  of  an  active  wire  and  r,  that  of  an  inactive 
wire,  Kirchhoflf's  laws  give  for  the  galvanometer  or  voltmeter 
current 

where  /'  is  the  total  current  and  r  is  the  voltmeter  resistance. 
The  resistances  of  the  wires  change  with  current  and  per  cent  of 
combustible  gas  in  apfuroximately  Hie  following  maimer: 


'a" 

Where— 

R  is  the  resistance  of  one  wire  of  the  bridge  when  the  normal 
operating  cturent  /  flows  through  the  bridge  as  a  whole,  when  no 
combustion  is  taking  place,  and  when  the  bridge  is  balanced. 

S  is  the  "sensitivity"  of  the  active  wires,  defined  as  the  pro- 
portional change  in  resistance  with  change  in  percentage  of  com- 
bustible gas  X,  so  that  5  is  identical  with  dR/Rdx. 

Ii  and  /,  are  the  cturents  in  the  active  and  inactive  wires, 
respectively. 

Ci  and  CjO^re  the  coefficients, respectively, for  the  active  and  in- 
active wire  of  proportional  change  of  resistance  with  proportional 

change  of  current,  i.  e. ,  C  is  defined  as  -=-  divided  by  jr* 

Substituting  these  values  in  the  equation  for  the  voltmeter  ciu"- 
rent  and  remembering  that/i-K(^'-*)  and/a-K(^+0  one  finds: 


r+R  +  y^SRX  +  HiC.  +  C,)^ 
It  is  seen  from  this  that  one  can  consider  the  unbalanced  voltage 
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to  act  oa  the  complete  voltmeter  dxcuit,  which  has  a  xeststance 
equal  to 


2/ 


RSx 


where i-^ Y is  an  ''apparent  heating  resistance,"  and 

is  the  increase  in  bridge  resistance  due  to  the  presence  of  the  gas. 

RI^Sx 
When  Ci  equab  C,  the  unbalanced  voltage  is  simply and 

the  resistance  is  f+/?+^^+^^ 

RSx         CI'R 
Usually and     ,     are  only  small  parts  of  the  resistance,  so 

that  the  voltmeter  current,  and  hence  the  reading,  is  proportional 
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4.          ••• 

CURRENT  REQUIRED  (AMPERES) 

Fto.  $,*^Ufr€ntr§qnir€d  to  heat  platinum  wires  cf  small  diameter  to  various  temperatures 

.  in  air 

to  the  sensitivity  of  the  wires  and  the  voltage  across  the  bridge 
and  inversely  proportional  to  the  resistance  in  the  voltmeter 
circuit. 

The  sensitivity  of  a  wire,  imless  very  short  and  large,  is  practi- 
cally independent  of  its  length,  but  varies  with  the  temperature,  as 
shown  by  the  curves  of  Fig.  9.  These  curves  have  been  plotted 
from  the  direct  observations  on  the  resistance  change  in  the  various 
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gases  of  platinum  wires  whose  diameters  varied  from  0.012  mm  to 
0.226  mm.  There  is  some  increase  in  sensitivity  with  diminution 
in  the  diameter  of  the  wire,  but  the  ctu-ves  will  give  values  suffi- 
ciently accurate  for  use  in  the  design  of  compensated  bridge  indi- 
cators or  any  other  devices  using  the  resistance  change  as  a  meas- 
ure of  the  amount  of  combustible  gas  in  the  atmosphere. 

The  sensitivity  to  other  gases  and  vapors  has  not  been  accu- 
rately measured,  but  for  illmninating  gas,  alcohol  vapor,  gasolene 
vapor,  and  some  other  compounds  it  is  comparable  with  that  for 
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TEMPERATURE  (DEGREES  CENTIGRADE) 
Pio.  9. — Co0fici€nt  of  sensitivity  of  platinum  wirw 

It  is  believed  that  there  is  ample  sensitivity  for  the 
detection  of  any  combustible  mixtures  before  an  explosive  condi- 
tion is  reached. 

The  coefficient  C  of  proportional  resistance  change  with  change 
of  current  is  practically  independent  of  the  length  and  diameter 
of  the  wire,  imless  this  is  very  short  and  large,  but  varies  with  the 
temperature,'as  shown  by  the  curve  in  Fig.  10,  which  has  been 
plotted  from  direct  observations  of  the  resistance  change  with 
change  in  current  with  the  wires  in  air.  This  furnishes  a  means 
of  determining  the  value  of  the  coefficient  C  which  the  inactive 
compensating  wires  must  have  if  the  bridge  is  to  be  compensated. 
The  apparent  heating  resistance  CR  can  be  readily  calculated. 
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Although  it  is  possible  to  make  Ci  aad  C,  exactly  equal  by 
proper  choice  of  active  and  inactive  wires,  in  practice  it  is  better 
to  have  a  slight  difference.  When  C^  is  not  equal  to  Cs  the  addi- 
tional unbalanced  volti^;e,  i.  e., 

causes  a  deflection  when  the  ctuxent  is  above  or  below  the  normal 
operating  current    The  magnitude  of  this  effect  is  proportional 
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TEMPERATURE  (DEGREES  CENTIQRADE) 

Fso.  10. — CoiifficUfU  cf  fumlMfif  changg  of  small  plaHnum  wins  with  chang§  cfcurrmt 

at  any  Umperaturs 

to  the  difference  in  the  coefficients  Q  and  C,.  If  instead  of  choos- 
ing a  compensating  wire  whose  coefficient  is  exactly  equal  to 
that  of  the  active  wire  a  wire  is  chosen  which  has  a  slightly 
different  coefficient,  it  is  possible  to  make  the  indications  inde- 
pendent of  (instead  of  proportional  to)  the  total  current  for  a 
given  percentage  reading.  This  will,  however,  only  hold  for 
this  percentage,  and  the  deflection  for  percentages  above  and  be- 
low this  will  vary  from  the  correct  values  in  opposite  directions 
with  variation  in  the  current.  The  variation  in  the  readings 
due  to  change  in  cturent  is,  however,  less  than  it  would  be  with 
wires  having  the  same  coefficients. 
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It  can  be  easily  shown  that  to  produce  absolute  compensation 
at  the  percentage  x'  requires  that 

The  coefficient  of  proportional  resistance  change  with  diange 
of  current  is  found  to  change  with  the  temperature  and  therefore 
with  the  cturent  in  such  a  manner  that  it  is  usually  possible  to 
select  as  the  value  of  the  operating  current  one  which  will  give 
absolute  compensation  in  the  percentage  range  of  special  inteiest. 

(ft)  DBSIOH  OF  PASTS. 

In  the  design  of  a  compensated  bridge  indicator  to  measure 
a  particular  range  of  percentages  of  a  certain  gas  the  best 
procedtue  is  as  follows: 

1.  Choose  a  convenient  diameter  d  of  wire  (0.025  to  o.i  mm). 

2.  From  the  curves  in  Fig.  8  determine  the  current  required 
to  raise  the  wires  to  the  following  temperatures:  For  hydrogen, 
carbon  monoxide,  illuminating  gas,  and  alcohol  vapor,  500®  C; 
for  gasolene  vapor,  700^  C;  and  for  methane  and  acetylene,  900^  C. 
The  current  given  in  the  curves  is  one-half  the  operating  current. 

3.  From  the  curves  in  Fig.  9  determine  the  sensitivity  S. 

4.  From  the  curves  in  Fig.  10  determine  the  coefficient  C. 

5.  Choose  a  convenient  length  L  (not  less  than  1000  times 
the  diameter). 

6.  Compute   the   resistance   R   from   the   following  formula: 

ie-i.25Xio-«^ 

where  Z  is  the  ratio  of  the  resistance  of  pure  platinum  at  the 
operating  temperature  to  the  resistance  at  o^  C  obtained  from 
Fig.  3,  and  L  is  the  length  and  D  the  diameter  of  the  wire  in  centi- 
meters. 

7.  Compute  the  unbalanced  volti^;e  e  from  the  mayimnm 
percentage  to  be  indicated  by  using  the  formula 

RISx. 

e^m 

2 

8.  Compute  the  bridge  resistance  r  by  using  formula 

2 

9.  Select  a  voltmeter  which  will  give  full  scale  deflection  on 
the  unbalanced  voltage  computed  in  7  above  when  in  series  with 
a  resistance  greater  than  that  computed  in  8  above. 
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The  effect  of  variations  in  the  design  of  the  instrument  may 
be  determined  in  any  particular  case  from  the  formulas  and 
directions  just  given.  The  following  general  statements  may, 
however,  be  useful: 

Increasing  the  diameter  of  the  detector  wires  diminishes  the 
sensitiveness  of  the  instrument  and  increases  the  operating  current. 
It  is  consequently  an  advantage  to  use  wires  as  small  as  is  con- 
sistent with  mechanical  strength  and  the  difficulty  of  covering 
with  an  inactive  coating. 

Increasing  the  operating  temperature  of  the  wires  increases 
the  current  required  and  increases  the  sensitiveness  of  the  instru- 
ment. This  is  limited  by  the  temperature  at  which  the  inactive 
wire  becomes  active  and  by  the  stretching  of  the  active  wire  in  a 
high  percentage  of  combustible  gas.  Decreasing  the  operating 
temperature  decreases  the  current  required  and  decreases  the 
sensitiveness  very  rapidly,  especially  for  methane. 

When  the  bridge  resistance  is  small  compared  with  the  volt- 
meter resistance,  the  sensitiveness  increases  nearly  in  proportion 
to  the  length  of  the  bridge  wires. 

For  compensating  wires  one  may  use  any  wires  which  continue 
inactive,  which  have  the  same  resistance  as  the  active  wires,  and 
which  have  nearly  the  same  coefficients  of  change  of  resistance  with 
change  of  current.  As  has  ah-eady  been  stated,  the  compensating 
wires  are  most  easily  prepared  by  coating  platintmi  with  a  sub- 
stance which  will  render  it  inactive. 

Gold,  nickel,  and  glass  have  been  used  for  this  purpose,  but  the 
metal  coatings  were  f otmd  to  be  less  satisfactory  than  glass  for  the 
three  following  reasons : 

1.  The  metal  coatings  are  not  permanent;  volatilization  or 
alloying  or  both  take  place  slowly  imtil  the  protective  coating 
practically  disappears.  This  may  take  several  months  <rf  con- 
tinuous service,  but  is  sure  to  occur  in  the  end.  No  such  change 
has  yet  been  observed  with  glass-covered  wires. 

2.  The  metal-plated  wires  are  at  the  same  temperature  as  the 
active  wires  and  cause  jcombustion  if  the  temperature  is  raised 
sufficiently.  With  such  difficultly  combustible  gases  as  methane 
and  acetylene  the  temperature  range  within  which  the  gas  will  bum 
at  the  sturf ace  of  platinum  and  not  at  the  surface  of  gold  or  nickel  is 
rather  small.  The  glass-covered  wires,  on  the  other  hand,  are  not 
heated  to  such  high  temperatures  in  operation  as  are  the  active 
wires,  and  they  remain  inactive  at  higher  temperatures  than  do 
the  gold  or  nickel  surfaces. 
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3.  The  difference  in  coeffidetit  C  between  the  gla^ 
tbe  bare  platinttm  wires  enables  us  to  choose  an  operating  condition 
such  that  the  indications  of  the  instrument  will  be  independent  of 
temperature  at  the  percentage  of  gas  of  most  interest.  Fig.  11 
shows  the  differences  in  behavior  of  a  heavily  glass-coated  and  a 
bare  platinum  wire  when  heated  in  air.  It  will  be  observed  that 
practically  perfect  compensation  for  changes  of  current  over  the 
range  0.45  to  0.75  ampere  can  be  obtained  by  making  the  com- 
pensating wires  about  30  per  cent  longer  than  the  active  wires. 
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CURRENT  (AMPERES) 

1^10.  xz. — Observed  resistance  in  air  of  bare  and  glass*covered  platinum  wire 

Upper  curve,  9.5  cxd  class-covered  wire;  sniddle  (heavy)  carve,  8  on  bare  wire;  lower  curve,  8  cm  glass- 
oopvcfcd  wire. 

For  compensating  the  instrument  to  give  readings  mdependent 
of  current  in  the  presence  of  a  considerable  amount  of  combus- 
tible gas,  the  difference  in  length  need  not  be  so  great  as  this. 

If  the  compensated  bridge  indicator  is  to  be  used  under  con- 
ditions in  which  there  is  a  pcjssibility  of  the  gas  mixture  reaching 
the  explosive  proportions,  metal  protective  gauzes  should  be 
placed  between  the  wires  and  the  outside  atmosphere.  Double 
copper  gauzes  24  meshes  per  cm  (60  meshes  per  inch)  have  been 
f oimd  to  be  satisfactory  even  in  hydrogen-air  mixtiu*es  of  maxi- 
mum explosibility.  When  gauzes  are  used  or  when  lie  wires  are 
inclosed  in  any  manner  which  obstructs  the  passage  of  the  gas,  the 
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sensitiveness  is  thereby  reduced  somewhat.    This  need  not  be 
serious  and  seldom  exceeds  a  reduction  of  50  per  cent. 

The  wires  of  the  indicator  must  be  so  arranged  as  to  be  equally 
affected  by  motion  of  air  caused  by  drafts  or  convection  currents. 
The  effect  of  drafts  which  may  affect  the  wires  unequally  can  be 
diminished  sufficiently  for  most  work  by  the  use  of  properly 
placed  baffle  plktes.  Such  baffle  plates  will  not  affect  the  sen- 
sitiveness of  the  instrument  greatly.  The  combined  effect  of  the 
baffle  plates  and  the  protective  gauzes  on  the  instrument  specified 
in  Section  III  is  to  diminish  the  total  reading  of  the  instrument 
by  a  little  less  than  50  per  cent.  This  is  of  no  consequence  for  the 
purpose  for  which  the  instrument  is  intended,  since  the  sensitiveness 
of  the  type  of  voltmeter  employed  is  so  great  that  a  series  resistance 
has  to  be  introduced  to  increase  its  range,  expressed  as  percentage 
of  hydrogen. 

(c)  DBSCXIPTIOlf  AHD  TB8T8 

A  considerable  number  of  compensated  bridge  indicators  have 
been  constructed  and  tested.  However,  the  following  description 
of  three  instruments  with  the  results  of  tests  should  suffice  to  show 
that  the  construction  and  operation  are  satisfactory  for  the  limited 
period  covered  by  the  tests. 

Indicator  A. — ^A  simple  compensated  bridge  indicator  was  con- 
structed using  four  platinum  wires  0.0026  cm  in  diameter  and  5.6 
cm  long.  Two  of  these  wires  were  gold  plated  to  render  them 
inactive,  the  gold  plating  being  so  thin  that  the  change  in  re- 
sistance was  less  than  i  per  cent.  The  wires  were  mounted  in  a 
horizontal  plane  parallel  to  each  other  and  1.25  cm  apart  in  a 
rectangular  case  2.5  cm  high,  the  top  and  bottom  of  which  were 
open,  so  that  the  wires  were  freely  exposed  to  the  surrounding 
atmosphere.  A  Weston  miniature  voltmeter  having  3  and  15 
volt  ranges,  with  resistances  of  220  and  iioo  ohms,  -respeotively, 
was  used  as  the  indicating  instrument. 

By  adjusting  one  wire  the  bridge  was  balanced.  The  detector 
bridge  was  then  placed  in  a  box  supplied  with  a  steady  stream  of 
air  containing,  in  any  experiment,  a  constant  and  known  percent- 
age of  hydrogen.  Pig.  12  shows  how  the  reading  changes  with 
change  in  the  percentage  of  hydrogen  in  the  air  entering  the  box. 
It  is  observed  that  concentrations  as  low  as  0.07  per  cent  give  an 
indication,  and  that  the  proportionality  between  reading  and 
percentage  falls  off  only  slightly  at  the  higher  percentages. 

The  effect  upon  the  readings  of  protecting  the  instrument  with 
double  gauzes  and  baffle  plates  is  also  shown.    The  gauzes  com- 
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Fig.  13. — Indicator  "B"  with  connections 
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pletely  covered  the  openings  at  the  top  and  bottom  of  the  rectangu- 
lar case  and  the  baffle  plates  were  parallel  to  these  and  0.75  cm  out- 
side. The  gauze  was  of  iron  wire  0.035  cm  (0.014  inch)  in  diame- 
ter with  1 1  meshes  per  cm  (28  meshes  per  inch) . 

The  reading  of  this  instrument  for  a  given  percentage  was  found 
to  be  practically  proportional  to  the  total  current,  which  is  in 
accordance  with  the  theory  of  the  compensated  bridge  in  which 
the  two  coefficients,  C,  are  equal. 

This  indicator  was  also  tried  out  with  carbon  monoxide  and 
with  illuminating  gas.     The' indications  for  any  percent£^e  of 
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CONCENTRATION  OF  HYDROGEN  (PER  CENT) 
Flo.  la.— Ca/t6fofton  curves  for  indicator  **A" 

carbon  monoxide  was  found  to  be  about  one-half  that  for  the 
same  percentage  of  hydrogen,  while  illuminating  gas  produced 
an  indication  slightly  greater  than  that  for  the  same  percentage 
of  hydrogen. 

Indicator  B. — ^Fig.  13  shows  a  complete  compensated  bridge 
indicator  which  was  designed  to  indicate  the  percentage  of  hydro- 
gen and  to  sound  an  alarm  when  this  percentage  had  reached  any 
predetermined  value.  The  essential  parts  of  this  indicator  are 
similar  to  those  just  described.  The  bridge  was  made  of  platiniun 
wires,  two  of  them  gold  plated,  0.053  ^^^^^  ^^  diameter  and  6  cm 
long,  supported  in  a  hard-rubber  case  fitted  with  double  gauzes  and 
baffle  plates.    The  indicating  instrument  is  a  Weston  millivolt- 
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meter,  the  scale  of  which  was  calibrated  to  read  the  percentage  of 
hydrogen  directly  and  to  which  a  contact-making  device  had  been 
attached.  The  lamp  shows  when  the  detector  bridge  current  is 
flowing.  The  alarm  bell  is  mounted  on  the  back  of  the  board  and 
is  operated  through  the  contact-making  device  on  the  voltmeter 
from  the  main  direct  current  supply. 

The  detector  was  calibrated  and  subjected  to  a  large  number  and 
variety  of  tests  during  a  period  of  two  months.  Table  4  shows 
some  of  the  results  of  placing  the  detector  bridge  in  a  testing  cham- 
ber supplied  with  a  continuous  stream  of  hydrogen-air  mixture 
and  comparing  the  indicator  reading  and  the  results  of  analysis  of 
samples  taken  near  the  bridge. 

TABIB  4.— CftUtoition  of  Indicttor  B  by  Chw  Analysis 
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The  last  two  tests,  which  were  made  about  two  weeks  after  the 
others,  the  indicator  having  been  in  almost  continuous  service  in 
the  meantime,  showed  that  no  loss  of  sensitivity  or  accuracy  had 
occurred.  The  detector  was  then  placed  in  continuous  operation 
in  a  battery  compartment  where  it  gave  an  indication  of  hydro- 
gen in  about  the  same  quantity  every  time  the  battery  was  charged. 
After  about  two  months  continuous  service,  however,  the  indica- 
tions of  the  instrument  dropped  off  to  about  one-half  the  amount 
shown  by  analysis,  and  it  was  found  that  the  change  was  due  to 
the  compensating  wires  having  become  active.  The  very  thin 
gold  plating  (the  change  of  resistance  of  the  wire  after  plating 
indicated  a  coating  less  than  2  by  10-*  mm  thick)  was  found  to 
have  disappeared  by  volatilization  or  alloying,  although  the 
fact  that  the  instrument  still  showed  one-half  its  original  sensi- 
tivity was  proof  that  some  gold  still  remained.  The  tdtimate 
activation  of  the  gold-plated  wires,  which  was  the  only  observed 
cause  of  change  in  calibration  in  the  earlier  instruments,  has  been 
entirely  overcome  by  the  use  of  the  glass-covered  wires. 
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Sevend  indicators  have  been  made  using  glass-covered  idies 
and  have,  throc^hout  all  tests,  given  consistent  lesolts,  and  no 
change  in  calibration  has  been  observed  with  any  of  them  in 
which  &dr*sized  wire  was  used  and  was  not  placed  under  tenaon. 

The  tests  made  on  only  a  single  instrument  with  glass<overed 
wires  will  be  described.  This  instrument  is  designated  as  indi- 
cator C 

IndAcator  C* — The  bridge  of  indicator  C  was  made  up  of  four ' 
wires  of  commercial  platimnn  0*053  mm  in  diameter  and  6  cm 
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\        OPERATING  CURRENT  (AMPERES) 
Flo.  i4.'-Openiion  cf  indicator  "C"  vttt  cummU  cf  diffinmi  stnmqAt 

long,  two  of  them  coated  with  glass  in  the  manner  described  on 
page  83.  The  bridge  was  used  with  and  without  protective  gauzes 
and  baffle  plates.  It  was  found  that  the  use  of  the  protection  cut 
down  the  reading  for  a  given  concentration  of  hydrogen  to  <me- 
half  the  value  given  by  the  unprotected  instrument.  Using  the 
tmprotected  bridge,  and  measuring  the  tmbalanced  voltage  with 
a  Weston  portable  millivoltmeter  of  9  ohms  resistance  in  series 
with  191  ohms  additional,  the  readings  shown  in  Fig.  14  were 
obtained.  The  concentration  of  hydrogen  was  detennined  by 
analysis  of  samples  of  gas  drawn  from  a  point  just  beside  the 
bridge  frame.  The  figure  shows  how  the  unbalanced  voltage 
changes  with  the  percentage  of  hydrogen  and  with  changes  in  the 
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operating  current.  The  effect  .of  the  difference  in  the  coefficients 
C  and  the  variation  of  this  difference  with  percentage  and  current — 
i.  e.,  with  temperature — ^is  dearly  observable.  The  unbalanced 
voltage,  calculated  from  the  fixrmulas  and  curves  given  tmder 
"  Principles, "  for  the  normal  operating  current  of  i  ampere,  agreed 
with  the  observed  value  within  3  per  cent. 

Use  for  Detecting  Other  Gases. — ^The  same  indicator  was  used 
with  certain  necessary  variatioiis  in  the  temperature  of  operation 
and  resistance  of  voltmeter  circuit,  for  testing  £ar  other  gases.  The 
voltmeter  deflection  for  i  per  cent  of  each  of  the  different  gases 
was  compared  with  the  deflection  caused  by  i  percent  of  hydrogen 
arbitrarily  called  100,  with  the  following  restdts: 

Relative  de- 
flection 
caused  by 
equal  pcrccnt- 
ageoCgas 

Hydrogen 100 

Illuminating  gas • 86 

Methane 106 

Carbon  monoxide 61 

Benzene  vapor 400 

Ethyl-alcohol  vapor 360 

Gasoline  vapor 1140 

Acetone  vapor 438 

The  general  applicability  of  the  detector  is  thus  evident. 

In  some  of  these  experiments  explosive  mixtures  were  formed 
inside  the  detector  case,  but  the  flame  never  penetrated  the  gauzes 
to  the  siuToimding  atmosphere.  The  reading  of  the  detector  when 
the  explosive  mixture  was  formed  was  of  especial  interest,  since  it 
represented  the  greatest  deflection  obtainable  in  the  presence  of 
the  particular  gas.  Again  referring  the  restdts  to  hydrogen,  the 
relative  deflections  caused  by  the  explosive  mixtiures  were  as 
follows: 

Relative  de> 

flection 
caused  by 


Hydiogen 100 

Gasoline 139 

Ether \.  X46 

Benzene 132 

Acetone 133 

Carbon  monosdde zoo 

These  results,  while  not  of  great  accuracy,  show  that  the  indica- 
tion given  by  the  explosive  mixture  of  a  gas  in  air  is  of  the  same  order 
of  magnitude  whatever  the  gas  may  be. 
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The  temperatuiie  at  which  a  platinmn  wire  shows  a  visible  glow, 
while  depending  somewhat  upon  the  conditions  of  observation, 
can  be  judged  quite  accurately  under  any  ordinary  conditions  of 
nimnination.  Six  observations  were  made  upon  a  31  cm  length 
of  wire  C  by  the  following  method:  The  wire  was  stretched  hori- 
zontally in  an  ordinarily  well-lighted  room,  but  in  a  position  in 
which  the  light  from  the  windows  did  not  fall  directly  upon  it. 
It  was  then  heated  by  a  current  which  was  slowly  increased  until 
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RESISTANCE  "R'*  SHUNTING  ACTIVE  WIRE  (OHMS) 

Fto.  15. — Diagram  cf  connections  and  curve  showing  performance  of  glowing-wire  indi" 

cator 

the  reflected  light  was  no  longer  noticed  in  comparison  with  the 
radiated  light.  The  resistance  was  then  measured  and  the  tem- 
peratiue  calculated,  with  the  following  restdts  for  the  six  obser- 
vations: 675^,  684^,  684^,  680^,  688^,  690"^  C.  The  precision 
with  which  the  temperature  at  the  first  visible  glow  can  be  deter- 
mined is  thus  evident. 

It  has  been  shown  by  Lummer  and  Kurlbaum  •  that,  at  this  tem- 
perature a  change  of  i  per  cent  in  the  absolute  temperature 
causes  a  change  of  about  30  per  cent  in  the  light  emitted.  Taking 
data  from  Figs.  4,  7,  and  10,  it  is  found  that  at  this  temperature 
I  per  cent  change  in  current  causes  a  change  of  about  1.3  per  cent 

•  Verh.  d.  DcntBcfa,  Phy  t.  Gcs.,  H.  P<  89:  z9oe. 
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in  the  absolute  temperature,  or  40  per  cent  in  the  light  emitted; 
whereas  the  presence  of  one-tenth  of  i  per  cent  of  hydrogen  in  the 
atmosphere  about  the  wire  causes  a  temperature  change  of  2  per 
cent  in  the  absolute  temperature  or  60  per  cent  in  the  light  emit- 
ted. It  is  apparent  from  these  facts  that  the  absolute  tempera* 
tine  can  be  easily  determined  from  the  luminosity  of  the  wire  to 
within  2  per  cent.  Consequently  one  should  be  able  to  determine 
the  amount  of  hydrogen  present  in  the  atmosphere  about  the  wire 
to  a  tenth  of  i  per  cent  by  observing  the  cinrent  required  to 
make  the  wire  glow. 

An  apparatus  using  this  principle  for  determining  the  amotmt 
of  combustible  gas  is  very  simply  made,  consisting  merely  of  a 
platintnn  wire,  an  ammeter,  and  a  soturce  of  cturent.  The  appara- 
tus can  be  calibrated  by  observing  the  current  required  to  make 
the  wire  glow  in  atmospheres  containing  various  percentages  of 
combustible  gas.  If  a  concentration  of  gas  greater  than  that 
required  to  keep  the  wire  at  visibility  without  electrical  heating 
is  to  be  measured,  the  amount  of  air  reaching  the  wire  must  be 
limited  by  inclosing  in  gauzes  or  by  otherwise  restricting  the 
air  flow. 

The  necessity  for  using  an  ammeter  is  eliminated  in  the  portable 
glowing-wire  indicator  shown  in  Fig.  21.  An  inactive  wire  is 
mounted  beside  the  active  wire  and  is  used  as  a  standard  for 
brightness.  The  15-ohm  rheostat  shown  determines  the  ratio  of 
the  currents  in  the  active  and  inactive  wires,  and  the  lo-ohm 
rheostat  varies  the  total  cinrent.  Since  the  ratio  of  currents 
required  to  make  the  two  wires  glow  with  equal  brightness  will 
decrease  with  the  percentage  of  gas  present,  the  15-ohm  rheostat 
can  be  calibrated  in  terms  of  the  percentage  of  gas. 

The  relation  between  the  readings  of  a  glowing-wire  indicator 
having  somewhat  diflFerent  electrical  resistances  than  those  above 
specified,  with  analyses  of  the  gas  taken  from  a  point  a  few  centi- 
meters from  the  wire,  together  with  a  diagram  of  connections,  are 
shown  in  Fig.  15.  It  will  be  seen  that  the  greatest  deviation  from 
the  calibration  curve  of  any  single  observation  is  only  o.i  per 
cent  of  hydrogen,  while  the  average  deviation  is  only  a  few 
hundredths  of  a  per  cent. 

4.  BIMBTAIXIC  DBTBCTOR 

The  action  of  a  bimetallic  detector  depends  upon  the  tempera- 
ture change  in  a  bimetallic  strip  caused  by  temperature  changes  in 
a  near-by  wire.    It  would  be  difficult  to  predict  the  temperature 
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change  of  a  strip  produced  by  a  given  temperature  change  of  the 
wire,  and  even  if  this  were  known,  the  movement  of  the  strip 
would  be  diflBicult  to  compute  since  it  is  a  function  of  the  length 
and  of  the  thickness,  coefficient  of  expansion,  and  elastic  modulus 
of  each  of  the  metals  of  which  the  strip  is  composed.  Fortu- 
nately, the  use  of  an  adjustable  contact  permits  so  wide  a  range 
of  adjustment  that  it  is  tmnecessary  to  design  the  instrument  to 
give  any  predetermined  deflection. 

Fig.  16  shows  one  of  these  instruments  made  at  this  Bureau. 
The  bimetallic  strips  used  in  it  were  roade  up  from  brass  0.23  mm 
thick  and  a  nickel-steel  alloy  of  the  same  thickness.  The  two 
bimetallic  strips  a  and  b  are  each  attached  at  one  end  to  an  insulat- 
ing support  c  in  such  a  position  that  the  free  ends  of  the  strips  will 
bend  in  the  same  direction  (downward  in  the  drawings)  when 
heated.  One  of  the  strips,  6,  bears  an  insulated  contact  piece,  d, 
which  makes  contact  with  the  free  end  of  a  when  the  free  ends  of 
the  two  strips  are  in  a  certain  relative  position.  By  means  of  per- 
forated mica  disks  e  wires  /  and  g  are  suspended  a  short  dis- 
tance below  strips  a  and  b.  One  end  of  each  wire  is  attached  to 
the  coimecting  piece  h.  Wire  /  is  a  platinum  wire  0.05  mm  in 
diameter  coated  with  glass,  and  9  is  a  piece  of  the  same  wire  with- 
out coating.  A  copper  wire  i  connects  the  contact  piece  d  to  a  bind- 
ing post  and  thence  to  one  terminal  of  an  electric  bell  j,  the  other 
terminal  of  which  is  connected  to  b.  The  screw  k  serves  to  adjust 
the  position  of  6,  and  thus  the  distance  between  the  contact  points 
on  a  and  d.  As  in  the  case  of  the  other  types  of  instruments,  the 
hot  wires  are  inclosed  by  gauzes,  which  permit  drcidation  of  air, 
but  protect  the  instrument  from  mechanical  injury,  and  serve 
to  prevent  the  ignition  of  gas  in  the  sturotmding  atmosphere. 

When  an  electrical  current  is  passed  through  the  instrument,  the 
two  strips  a  and  6  are  equally  affected  by  heat  froip  the  wires; 
hence  there  is  no  relative  movement  of  their  free  ends.  But  when  a 
combustible  gas  is  present,  it  bums  at  the  surface  of  the  wire  g; 
the  heat  from  combustion  is  transmitted  to  the  adjacent  strip  6, 
which  bends  downward  and  closes  the  contact  between  d  and  a. 
The  wires  /  and  g,  which  have  a  rather  high  resistance,  are  then 
short^ircuited  through  /,  and  the  alarm  rings. 

This  instrument  has  been  tried  out  and  f otmd  to  work  satisfac- 
torily. It  is  easily  adjusted  to  make  contact  in  the  presence  of 
aa  per  cent  of  hydrogen.  With  this  adjustment  it  does  not  make 
contact  at  any  current  when  no  combustible  gas  is  present. 
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In  order  to  test  the  relative  sensitivity  of  the  apparatus  with 
different  currents  flowing,  the  detector  was  placed  in  a  box  having^ 
a  volume  of  0.2  cubic  foot*   A  stream  of  air  containing  2.5  per  cent 
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of  hydrogen  was  introduced  into  the  box  at  the  rate  of  o.i  cubic 
foot  per  minute,  and  the  time  from  starting  the  gas  tmtil  the 
alarm  rang  was  observed  when  currents  of  0.4, 0.5,  and  0.6  ampere 
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were  passed  thtottgh  the  apparatus.  With  0.4  ampere  the  times 
were  8,  10,  and  11  seconds;  with  0.5  ampere,  from  9  to  12  seconds, 
averaging  io>^  seconds,  and  with  0.6  ampere  13  to  14  seconds. 
These  results  indicate  greater  sensitivity  when  only  a  small  cur- 
rent is  used  to  operate  the  instrument,  but  there  is  little  difference 
in  this  respect. 

The  sensitiveness  of  the  instrument  can  be  increased  by  increas- 
ing the  length  or  reducing  the  thickness  of  the  bimetallic  strips. 

nL     SPECIFICATIONS  FOR  THE  CONSTRUCTION  AND 
CALIBRATION  OF  INSTRUMENTS 

1.  COMPBKSATED  BRIDGaS  INBICATOR 
(•)  COH8T&UCTIQR  Of  APPARATUS 

The  following  specifications  apply  to  the  compensated  bridge 
indicator  believed  to  be  best  for  general  use.  The  form  is  one 
which  has  successfully  met  every  test  to  which  it  has  been  sub- 
jected in  the  laboratories  of  the  Bureau  of  Standards.  The  com- 
plete equipment  (see  Figs.  13  and  17)  consists  of  as  many  detector 
bridges  as  are  desired,  a  contact-making  voltmeter  and  a  cut-out 
switch  for  each  detector,  a  main  control  switch,  an  indicating 
lamp,  one  ballast  resistance,  one  alarm  bell,  and  the  cables  con- 
necting the  detectors  with  the  switchboard  apparatus.  The  ap- 
paratus may,  of  course,  be  connected  in  a  different  manner  than 
that  shown  in  Fig.  20. 

Detector  Bridge. — ^The  details  of  a  detector  bridge  are  shown  to 
half  size  in  Fig.  19.  The  four  wires  making  up  the  bridge  are 
fused  to  short  pieces  of  copper  wire  of  much  larger  diameter 
and  the  latter  are  soldered  to  four  metal  pieces  (a)  screwed  to  the 
insulating  piece  (6).  This  constitutes  the  detector  element  (A). 
The  base  part  (B)  consists  of  a  metal  plate  (c) ,  the  cover  plate  (d) 
having  a  square  opening  covered  with  double  gauzes  and  the 
insulating  piece  {e).  The  parts  are  all  fastened  together  and  the 
fotu:  screws  (g)  extend  downward  and  serve  to  hold  the  detector 
element  (A)  and  the  cover  (c)  in  place.  Four  rubber-covered 
wires  are  lead-soldered  to  the  foiu:  metal  pieces  (a)  and  pass  out 
through  one  side  of  the  insulating  piece  (6).  The  lower  part 
consists  of  the  cover  plate  (h)  with  double  gauzes  and  the  baffle 
plate  (i).    The  parts  h  and  i  are  similar  to  d  and  c,  respectively. 

To  assemble  the  detector,  the  detector  element  (A)  is  slipped  on 
the  four  projecting  screws  (g)  and  fits  nicely  against  the  insulating 
piece  (e) ;  the  cover  (c)  is  then  slipped  on  and  the  outside  nuts 
placed  on  the  screws  (g).  The  four  wires  are  then  connected  to 
the  cable. 
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1*10. 17. — Diagram  of  conntcliont  of  indicator  "A" 
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The  detector  wires  are  to  be  of  pure  platinum  0.05  mm  or  2  mils 
in  diameter.  Two  of  the  wires  (as  marked)  are  to  be  covered 
with  a  tliin  coating  of  "  sealing  in  "  glass  as  described  in  the  next 
section. 

In  fusing  the  glass-coated  wires  to  the  copper  leads,  the  greatest 
care  must  be  taken  not  to  reduce  the  glass  at  the  point  of  fusion. 
The  copper  must  be  melted  in  the  reducing  flame  a  few  milli- 
meters from  the  glass-coated  wire,  the  two  ends  brought  quickly 
together,  and  immediately  removed  from  the  flame.  The  wires 
should  be  straight  when  soldered  into  place. 

When  intended  for  use  in  battery  compartments,  the  other 
metal  parts  of  the  detector,  including  the  gauzes,  are  to  be  lead- 
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coated  in  order  to  protect  against  ccnrodon  by  sulphuric-add 
fumes. 

The  insulating  pieces  (6)  and  (e)  are  to  be  of  hard  rubber  or 
Bakelite  or  any  material  known  to  give  good  service  tmder  the 
conditions  of  use  of  the  detector. 

Preparation  of  Glass-coaied  Wire. — ^A  platinum  wire  is  most 
quickly  coated  by  melting  a  bead  of  sealing-in  glass  in  the  oxi- 
dizing flame  of  a  fine-tipped  blowpipe  and  allowing  it  to  flow 
along  the  wire  three  or  four  times.  The  coating  so  formed  should 
be  quite  smooth  and  not  thicker  than  the  diameter  of  th6  wire. 

A  better  method  is  as  follows:  Make  a  hole  twice  the  diameter 
of  the  wire  or  larger  through  a  piece  of  platintmi  foil,  thread  one 
end  of  the  wire  through  the  hole  from  above,  lay  a  small  piece 
of  sealing-in  glass  on  the  foil  over  the  hole,  heat  with  the  tip  of  the 
oxidizing  flame  of  the  blowpipe  tmtil  the  glass  is  melted,  and  then 
draw  the  wire  slowly  through  the  melted  glass  and  the  hole 
in  the  strip.  The  wire  comes  out  with  a  rather  thick  coating 
of  glass,  which  incloses  air  between  the  glass  and  the  platintun  at 
many  points  and  does  not  adhere  very  well.  Now  make  a  smaller 
hole  through  the  strip  about  1.5  times  the  diameter  of  the  wire. 
Thread  the  end  of  the  wire  through,  heat,  and  draw  as  before,  but 
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without  adding  any  more  glass.  This  second  operation  removes 
most  of  the  air  from  the  glass  and  makes  the  coating  adhere  much 
better.  Finally  anneal  the  coating  by  running  the  wire  slowly 
through  the  very  tip  of  a  blowpipe  flame,  even  beyond  the  point 
at  which  the  flame  is  visible.  The  wire  should  now  be  difl&cidt  to 
distinguish  from  the  uncoated  wire  without  the  aid  of  a  magni- 
fying glass.  The  coating  should  adhere  perfectly,  even  when  the 
wire  is  bent  through  a  rather  short  radius.  Sealing-in  glass  must 
never  be  heated  except  in  a  strongly  oxidizing  flame,  since  it  con- 
tains lead  which  is  easily  reduced  to  the  metallic  form  and  will 
alloy  with  the  platinum.  Even  a  very  small  amotmt  of  lead  will 
change  the  properties  of  the  wire  in  such  a  way  as  to  make  it 
useless. 

Indicating  Instrument. — ^A  contact-making  voltmeter  is  to  be 
provided  for  each  detector  bridge.  This  voltmeter  should  give 
full  scale  deflection  on  0.5  volt  when  in  series  with  25  ohms.  The 
instrument  should  be  of  rugged  construction,  capable  of  being 
motmted  on  a  switchboard  at  the  observing  point.  The  volt- 
meter is  to  be  provided  with  a  contact-xnaking  attachment  which 
closes  an  independent  circuit  when  the  pointer  reaches  a  certain 
position,  fixed  by  an  extra  adjustable  pointer,  which  indicates 
the  percentage  at  which  the  alarm  is  sounded.  The  contact- 
making  attachment  shown  in  Pig.  18  could  be  attached  to  a 
standard  instnunent  if  desired. 

Accessory  ApparaiTis.^-'The  indicating  and  control  apparatus 
for  all  the  detectors  is  to  be  mounted  on  a  switchboard.  On  the 
front  of  the  board  are  one  main  switch,  one  indicating  lamp,  the 
contact-making  voltmeters,  and  one  cut-out  switch  for  each  of 
the  latter.  The  ballast  resistance  and  the  alarm  bell  can  be  placed 
on  the  back  of  the  switchboard. 

The  indicating  lamp  serves  to  show  when  the  detectors  are  in 
operation.  A  6- volt,  lo-watt  timgsten  lamp  is  suitable  for  this 
purpose. 

The  ballast  resistance  should  be  made  similar  to  any  of  the 
reliable  resistance  imits  in  common  use.  The  total  resistance  is 
to  be  determined  by  the  nimiber  of  indicators  and  the  voltage  of 
the  supply  circuit,  and  should  be  such  that  i  ampere  will  flow 
through  the  circuit  when  all  the  detectors,  the  indicating  lamp, 
and  the  ballast  resistance  are  connected  in  series. 

The  switches  are  to  be  capable  of  handling  i  ampere  at  no 
volts  under  the  conditions  of  use.  Ordinary  snap  switches  will 
usually  serve  the  purpose. 
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The  alarm  bell  can  be  of  any  approved  type,  operating  at  the 
voltage  of  the  supply  circuit,  or  a  relay  may  be  connected  in 
place  of  the  bell  and  used  to  operjate  any  mechanism  desired. 

Connections. — ^The  apparatus  for  a  four-station  equipment  may 
be  connected  as  shown  in  Pig.  20.  If  more  or  less  than  four  sta- 
tions are  installed  together,  the  method  of  wiring  would  be  sim- 
ilar. The  bridges  may,  of  course,  be  connected  in  parallel  and  a 
separate  alarm  may  be  used  with  each  if  desired. 

The  connections  between  the  parts  of  the  apparatus  are  made 
with  conductors  not  smaller  than  0.8  mm  (or  No.  20  American 
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wire  gage)  copper  wire.  A  four-conductor  cable  is  used  to  con- 
nect each  detector  to  the  switchboard  apparatus.  The  connec- 
tions between  the  cable  and  the  wires  from  the  detector  must  be 
well  made,  suitably  insulated,  and  protected  from  mechanical 
injury. 

Calibration. — ^The  detector  bridge  is  balanced  for  a  current  of 
I  ampere  when  in  air  containing  no  combustible  gas.  This 
may  require  a  slight  adjustment  of  the  length  of  one  or  more  of 
the  detector  wires. 

The  scale  of  the  indicating  instrument  is  calibrated  by  com- 
parison with  gas  analyses.  This  is  accomplished  by  operating 
the  detector  in  a  chamber  of  convenient  size,  through  which  a 
stream  of  air  containing  a  constant  percentage  of  combustible  gas 
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is  passed  at  a  constant  rate*  until  the  readiag  of  the  indicator  is 
constant.  A  sample  of  air  is  then  drawn  from  a  point  near  the 
detector  case  and  analyzed  by  any  reliable  method.  Since  the 
detector  reading  is  very  nearly  proportional  to  the  amoimt  of  gas 
present,  it  is  often  sufficient  to  determine  one  point  in  the  scale, 
and  it  will  never  be  necessary  to  determine  more  than  two  or 
three  points. 

If  the  instrument  is  to  be  used  only  to  indicate  danger  from 
explosion,  the  following  method  of  calibration  is  easy  and  should 
be  sufficiently  accurate:  Divide  the  scale  of  the  indicating  instru- 
ment into  eqtud  parts,  reading  from  o  to  the  explosive  limit  of 
the  gas,  place  the  detector  in  an  atmosphere  containing  a  known 
percentage  of  the  gas  equal  to  about  three-fourths  the  explosive 
percentage,  and  adjust  the  resistance  in  series  with  the  voltmeter 
mitil  the  reading  is  correct. 

A  continuous  stream  of  gas  mixtture  of  known  and  uniform 
composition  can  be  obtained  by  the  use  of  geared  meters,  as  shown 
tQ  Fig.  2.  To  use  this  method  successfully,  it  is  best  to  have 
meters,  one  of  which  passes  only  about  one-tenth  the  volume  of 
gas  per  revolution  that  is  passed  by  the  other.  The  gas  presstu-e 
on  the  meter  passing  the  smaller  volume  of  gas  should  be  gov- 
erned very  accurately  (within  a  few  millimeters  of  water  pressure) 
and  the  governor  shotdd  pass  a  considerable  volume  of  gas  with- 
out any  appreciable  change  in  pressure.  The  coimections  from 
the  meters  through  the  mixing  and  testing  chambers  to  the  outlet 
should  be  large  enough  so  that  there  will  be  no  considerable  back 
pressure  upon  the  meters  at  the  rate  of  flow  used. 

Operation, — When  connected  up  as  directed,  it  is  only  necessary 
to  close  the  main  switch  to  put  the  indicators  in  operation.  As 
long  as  the  indicator  lamp  is  lighted  and  the  bridges  are  balanced 
there  is  no  probability  that  anything  is  wrong  with  the  instruments. 
If  the  indicator  lamp  goes  out,  the  cut-out  switch  for  each  instru- 
ment should  be  closed  in  turn.  If  the  lamp  Ughts  up,  the  bridge 
then  "  cut  out "  is  at  fault  and  should  be  repaired,  the  other  instru- 
ments remaining  in  service  until  this  is  accomplished.  If,  for  any 
reason,  it  is  suspected  that  oil  or  other  impiuity  may  have  reached 
the  active  wires  and  rendered  them  inactive,  they  should  be  heated 
to  a  high  temperature  for  a  minute  or  two  by  increasing  the  current 
through  the  instruments  to  1.5  amperes.  This  current  will  not 
injure  the  detector  and  will  remove  any  probable  impurity  which 
would  render  the  wires  inactive.  When  the  bridge  is  first  used, 
the  wires  must  always  be  ''  glowed  "  in  this  manner. 
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Fig.  21  shows  the  details  of  construction  and  a  diagram  of 
connections  for  a  portable  glowing-wire  indicator  of  the  form 
believed  to  be  most  suitable  for  general  use.  The  following  speci- 
fications apply  to  this  instrument: 

Wires. — ^The  active  and  inactive  wires  are  to  be  of  piure  platinum 
0.05  mm  (2  mils)  in  diameter  and  2  cm  long.  One  wire  is  made 
inactive  by  coating  with  "sealing-in"  glass. 


Sicrm^^AM 


Senr/o^arS'S 


Fit^f(fr  £t£mi70¥ 


Fio.  21. — Portable  glawing-vfire  indicator 

Cap. — ^A  cylindrical  cap  covered  with  double  protective  gauzes 
with  25  meshes  per  cm  or  60  meshes  per  inch  and  containing  a 
glass  or  mica  observing  window  is  to  be  provided  as  shown.  The 
portion  of  the  cap  opposite  the  window  is  to  be  blackened  to  afford 
a  dark  backgrotmd  for  observing  the  wires.  The  cap  is  to  be  held 
in  position  by  the  end  plug,  which  can  be  removed  to  allow  access 
to  the  wires. 

Rheostats. — ^The  rheostats  are  to  be  made  by  winding  resistance 
wire  of  constantan  or  other  equally  good  resistance  material  on  the 
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histilating  core.  Bakelite  is  a  suitable  material  for  the  core.  The 
sliding  contacts  must  make  good  electrical  coimections  between  the 
rheostat  wires  and  the  outside  brass  tube. 

Battery. — ^The  battery  should  be  capable  of  furnishing,  at  some 
position  of  the  series  rheostat,  0.9  ampere  total  current.  Prom 
five  to  nine  small  cells,  such  as  are  used  with  pocket  flash  lights, 
should  be  satisfactory.  Provision  should  be  made  for  readily 
opening  the  battery  case  for  renewing  the  battery. 

Calibration, — ^The  portable  glowing-wire  indicator  should  be 
calibrated  in  the  following  manner: 

1.  With  the  indicator  in  a  gas-free  atmosphere  and  shaded  from 
any  very  bright  light,  adjust  the  two  rheostats  so  that  the  two 
wires  are  equally  bright.  Mark  the  position  of  the  slide  of  the 
15-ohm  rheostat  as  0.0.  In  making  this  and  all  other  settings,  the 
brightness  at  which  the  most  consistent  settings  can  be  made 
should  be  used.  This  will  be  when  the  radiated  Ught  from  the 
wires  is  just  distinctly  visible. 

2.  With  the  indicator  in  atmospheres  containing  known  per- 
centages of  the  gas  to  be  tested  for,  adjust  the  positions  of  the  rheo- 
stats until  both  wires  show  the  same  brightness  as  before.  Mark 
the  positions  of  the  slide  on  the  15-ohm  rheostat  with  the  known 
percentage  of  gas.  Unless  great  accuracy  is  desired,  it  will  be 
unneccessary  to  determine  more  than  three  points  on  the  scale. 
One  of  these  is  the  position  corresponding  to  no  combustible  gas 
present;  one  the  position  and  percentage  corresponding  to  no 
current  through  the  active  wire.  The  concentration  for  the  third 
point  should  be  equal  to  about  80  per  cent  of  that  required  to 
keep  the  active  wire  glowing  without  electrical  heat. 

3.  A  scale  should,  be  marked  on  the  brass  tube,  using  the  ob- 
served positions  as  reference  marks  and  making  the  divisions 
between  reference  marks  equal. 

3.  BIMBTALLIC  DETSCTOR 

Specifications  are  given  below  for  a  bimetallic  detector  believed 
to  be  suitable  for  operating  an  alarm  at  small  percentages  of  all 
combustible  gases.  Pig.  16  shows  details  of  construction  and  a 
diagram  of  connections. 

Wires. — The  active  and  inactive  wires  are  to  be  of  pure  plati- 
num 0.05  mm  (2  mils)  in  diameter,  and  about  15  cm  long.  The 
one  wire  is  to  be  rendered  inactive  by  means  of  a  thin  coating  of 
"sealing-in"  glass.    The  wires  are  to  be  supported  i  mm  below 
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the  bimetallic  strips  by  means  of  small  perforated  mica  pieces 
spaced  about  2.5  cm  apart 

A  small  flexible  wire  is  to  be  provided  to  make  coxmection  be- 
tween the  insulated  contact  block  mounted  at  the  end  of  one  strip 
and  the  binding  screw  to  which  one  terminal  of  the  alarm  is  to  be 
connected. 

Bimetallic  Strips. — The  length  and  width  of  the  bunetalUc 
strips  should  be  as  shown  in  the  figure.  The  thickness  depends 
upon  the  material  used,  which  should  be  such  that  the  end  of  a 
piece  10  cm  bng  will  move  5  mm  when  the  temperature  of  the 
strip  is  changed  50^  C.  A  bimetallic  strip  made  from  brass  0.25 
mm  thick  firmly  fastened  to  a  strip  of  a  nickel-steel  alloy  0.25 
mm  thick  operated  satisfactorily. 

Other  Details. — ^An  adjusting  screw  is  to  be  provided  equiva- 
lent to  the  form  shown,  for  varying  the  distance  between  the  con- 
tacting points  in  order  to  vary  the  percentage  at  which  the  alarm 
will  operate. 

A  case  is  to  be  provided  with  openings  covered  with  double 
gauzes  of  25  meshes  per  cm  (60  meshes  per  inch). 

The  detector  is  to  be  so  arranged  that  electrical  connections  to 
the  source  of  current  and  to  the  alarm  can  be  readily  made. 

Calibration. — ^The  operating  ciurent  is  to  be  0.5  ampere  if  hydro- 
gen, carbon  monoxide,  illimiinating  gas,  or  the  vapor  of  most 
organic  liquids  is  to  be  detected,  but  0.7  ampere  if  methane  is  to 
be  detected. 

The  screw  should  be  adjusted  so  that  contact  is  not  made  when 
the  normal  operating  ciurent  is  flowing  and  no  combustible  gas  is 
present,  but  so  that  it  just  operates  when  the  device  is  placed  in  an 
atmosphere  containing  the  percentage  of  the  gas  which  it  is  de- 
sired to  detect. 

Washington,  April  18,  191 8. 
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L  INTRODUCTION 

Since  Bdhler  discovered  in  1903,  on  cooling  certain  alloy  steels^ 
the  phenomenon  of  a  new  and  lower  temperature  transformation 
than  the  usual  Arj-^-j  obtained  by  increasing  the  maximum 
temperature  (T  max.)  to  which  the  xnaterial  was  heated,  a  con- 
siderable amount  of  work  has  been  published/  coimecting  this 
phenomenon  with  a  large  number  of  dissimilar  steels  of  high  alloy 
content.  From  the  fact  that  the  transformation  divides  itself, 
takii^  place  at  two  widely  separated  temperatures,  it  has  been 
called  a  split  transforxnation.  The  significant  facts  established  by 
recent  investigators '  are  (a)  that  when  the  transformation  occurs 
at  the  higher  temperature,  Ar^  troostite  or  a  decomposition 
product  is  formed  and  (b)  that  when  the  transformation  occurs 
at  the  lower  temperature,  Ar",  the  residting  structure  is  marten- 
site.  The  terminology  Ar'  and  Ar^',  adopted  here,  is  that  of 
Portevin.* 

^  Tatevitdi,  Rtv.  de  Met,  U,  p,  6st  ntB,  Biblioermphy  to  19x5. 

>  Dejeaii,  Rev.  de  Met,  14,  pi.  642:  19x7.    Pwtevlii,  ibid.,  14,  p.  707;  29x7.   Hdwvds,  J.  Iron  and  Sted 
iBrt.,  IS,  p.  XX4;  19x6. 
*  ^ortevin,  Iqc.  cit. 
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IL  PREVIOUS  INVKSTIOATIONS 

Reviewmg  the  work  on  this  subject  ^  published  in  a  reoi 
issue  of  Revue  de  Metallurgie  and  referring  in  particular  to  1 
statement  that  martensite  is  a  solution  of  carbide  in  alpha  ire — 
H.  Le  Chatelier  says: 

How  then  can  a  theory  aheady  20  yean  old  demand  new  invesdgmtioiis?    1 
reason  for  it  is  that  we  have  not  snooeeded  in  pfoving  directly  the  real  pfeienoe  of  i 
transformatkni  of  iron  during  the  very  abort  duration  of  the  quenching.    The  fall 
temperature  takes  place  at  the  rate  of  several  hundred  degrees  per  second  and  H 
observation  of  phenomena  so  rapid  requires  particularly  sensitive  methods  of  r«ooii 
ing.    I  have  attempted  without  success  to  observe  the  moment  of  the  reappeanai 
of  the  magnetic  property  during  the  quenching  of  bars  15  mm  square*  but  the  inequal 
ties  of  temperature  from  one  point  to  another  in  the  mass  conceal  the  phenoineiiQi 
M.  Cheveiurd*,  in  working  on  wires  of  a  diameter  100  times  smaller  and  using  as 
characteristic  of  the  transformation  of  iron  the  change  of  length  instead  of  the  varfP 
tkm  of  magnetism,  has  surmounted  for  the  first  time  the  difficulties  which  seemed  ^ 
first  view  insurmountable,  and  he  has  done  it  with  an  extreme  precision.   Thetherml 
measurements  of  Bortevin  and  Garvin*  and  of  Dejean^  lead  to  the  same  concfai 
sions,  although  in  a  fashion  less  direct. 

The  results  presented  here  add  further  coofirmatton  of  tb-' 
theory  of  Le  Chatelier,  though  in  a  less  direct  manner  than  thosii 
of  Chevenard.    Thermal  and  xnicroscopic  data  are  brought  for 
ward  here  to  establish  the  effect  of  rate  of  temperature  change  ot 
the  temperature  and  nature  of  the  transformations  in  a  steel 
the  composition  C,  1.75;  Mn,  0.26;  Co,  2.90;  Cr,  15.0. 

Similar  work  has  hotn  done  by  Edwards '  on  a  steel  of  the 
composition  C,  0.63;  Cr,  6.15;  Si,  0.07;  Mn,  0.17. 

However,  he  arrives  at  the  conclusion  that — 

The  maximum  hardness  was  obtained  when  the  thermal  transformation  had  been 
entirely  prevented,  and  idien  this  was  accomplished  the  steel  was  purely  martensitie 
in  structure. 

The  present  work  fails  to  confirm  this  statement,  as  does  that  - 
of  the  investigators  already  referred  to.    Edwards  was  unable 
to  observe  the  transformation  Ar^'  with  the  formation  of  marten- 
site,  probably  for  the  reasons  given  by  Rosenhain  *  in  his  dis- 
cussion of  Edwards'  paper. 

Yatsevitch,^"  Dejean  ",  and  Honda  ^'  have  used  two  or  three 
cooling  rates  in  their  experiments  with  varying  T  max.,  and  their 
results  show,  as  do  Edwards's  that  the  transformation  split  occurs 
for  lower  values  of  T  max.  with  faster  cooling  rates. 

•  Le  Chatdier,  Rar.  dc  Met,  14,  p.  6ox;  19x7.  *  Botmhahi,  J.  Iron  and  SfeMi  lint,  11,  ik  141;  «>^ 

•  Chrreiiud.  Rev.  de  Kct,  14,  p.  6zo;  19x7.  *  Yatwvttdi,  loc  dt. 

•  Ftetcvin  and  Oarvin,  Rev.  dc  Ket..  14,  p.  607;  Z9X7-  "  Dejean.  loc  eit.  4V 
TDejeaa,Rev.deKet..l4.p.64x;  19x7.  » Honda  and  Miuakami,  8d.  Rep.  Xofadku  Imp.     , 

>  Bdwaxda,  loc.  dL  Univ.,  f^  p.  tjs;  X9z8. 
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The  ]»evious  investigators  in  this  field  have  laid  ]»rticular 
stress  on  the  variation  of  T  max.,  the  rate  reynaining  constant, 
while  the  variation  of  rate,  T  max.  remaining  constant,  has 
received  little  attention.  The*  present  work  attempts  to  apply 
the  latter  method  to  the  investigation  of  an  alloy  steel  with  the 
object  in  view  of  correlating  the  results  of  that  method  with  those 
of  the  former  and  to  establish  the  relationship  between  the  several 
phenomena  observed. 

EDL  EZPEKIMBITTAL  MSTHOD 

The  method  employed  for  obtaining  the  thermal  curves  was 
to  heat  the  samples,  attached  to  the  hot  junction  of  a  0.5  mm 
diameter  platinum,  90  platinum-io  rhodium  thermocouple,  in  an 
electric  vacuum  furnace,  taking  potential  measurements  on  a  dial 
potentiometer  and  measuring  the  time  interval  on  a  chronograph, 
as  described  in  the  Bureau  of  Standards  Scientific  Paper  213. 
The  furnace,  however,  was  one  recently  built  at  the  Bureau, 
a  modified  form  of  the  one  described  by  Rosenhain  ^'  and  in  use 
at  the  National  Ph3rsical  Laboratory.  This  furnace,  which  will 
be  described  at  a  later  date,  was  admirable  for  the  purpose*  at 
hand,  as  extreme  rates  of  temperature  change  can  be  obtained 
with  smooth  cm-ves  over  long  ranges. 

IV.  THERMAL  CITRVBS 

The  curves  of  Figs,  i  and  2  were  plotted  by  the  inverse  rate 
method  from  readings  taken  every  0.02  millivolt  (approximately' 
2^  C)  except  for  several  extremely  fast  runs,  which,  however,  are 
plotted  oti  that  basis. 

The  curves  of  Fig.  i  are  a  preliminary  series  taken  on  sample  A 
of  about  10  g  mass  to  locate  the  transformation  ranges  and  with- 
out fully  knowing  the  characteristics  of  the  material.  The  data 
for  the  curves  of  Fig.  2  were  taken  on  sample  B,  mass  0.81  g, 
keeping  T  max.  constant  and  extending  tl^  observations  to  lower 
temperatures  than  for  sample  A.  The  values  given  for  rate  of 
temperature  change  were  reduced  from  the  inverse  rate  curve 
observations  taken  on  heating  just  before  Acj-j  and  on  cooling 
midway  between  Ar'  and  Ar". 

The  transformations  as  designated  on  the  owes  of  Figs,  i  and  2 
are  Act,  an  evolution  of  heat  on  heating  a  sample  previously 
cooled  at  a  rate  that  gave  Ar'V  Ac^,  the  magnetic  transformation; 
Aci-j,  the  transformations  Acj  and  Acj  merged  or  nearly  super- 
imposed; Ar',  the  upper  transformation  of  the  split  Ar  trans- 
formations ;  and  Ar'^  the  lower  transformation.  The  temperature 
values  of  these  transforxnations  are  collected  in  Table  i. 

lint  of  MeUb,  It.  p.  164;  1915. 
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The  appropriateness  of  the  transformation  notation  Ac  j-5  and 
Act  will  be  seen  from  the  discussion  of  those  transformations* 


uo/^i?i44^o/s^ue?^j^   J[o    B^n^tfjf^c/ujsij^ 


1^(ro  values  for  the  maximum  transformation  temperature  indicate 
a  double  peak.  In  Pig.  3  the  temperature  values  of  Acz-j,  Ar', 
and  Ar''  given  in  Table  i  are  plotted  against  rate  of  temperature 
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change  in  d^liees  centigrade  per  secoii^  No  attempt  is  made  to 
interpret  the  double  peaks,  and  theUnes  representing  Ar'and  Ar'^ 
in  Pig.  3  are  rather  arbitrarily  drawn  through  the  higher  values. 

V.  EFFECT  OF  COOUNG  SATE 

An  inspection  of  the  cooling  curves  of  Figs,  i  and  2  shows  that 
Ar'  is  the  normal  Ar j-^- j  of  slow  cooling  rates,  but  that  it  grad- 
ually dies  off  in  intensi^  with  increaang  rate.  While  Ar^  is  falling 
off  in  intensity,  the  transformation  Ar^'  comes  into  existence  and 
gains  in  intensity,  being  a  maTrimuTn  for  rates  that  do  not  show  Ar'. 

This  region  over  which  both  Ar'  and  Ar'^  occur,  as  shown  in 
Fig.  3,  wiU  be  called  the  critical  cooling  range.  Its  limits  were 
roughly  determined  as  0.15  and  0.70^  C  per  second,  by  plotting  a 
measure  of  the  transformation  intensities,  obtained  by  a  method 
to  be  described  in  a  subsequent  section,  against  rate  and  extending 
a  straight  line  through  the  values  back  to  zero. 

The  remarkable  change  in  properties  caused  by  this  very  slight 
change  in  rate  is  represented,  when  the  same  phenomenon  is 
observed  on  varyixig  T  max.,  by  the  considerable  temperature 
variation  of  approximately  300^  C  for  some  high-speed  steels.^^ 

The  fact  that  the  split  transformation  occurs  with  a  constant 
value  of  T  max.  shows  that  it  is  unnecessary  to  hypothecate  a 
dissociation  of  the  carbide  (or  carbides)  to  explain  this  phenom- 
enon. 

1.  MICROSTRUCTURB  '• 

To  establish  the  structural  differencfe  between  the  material 
cooled  at  a  rate  that  gave  Ar'  and  one  that  gave  Ar'^  and  the  anal- 
ogy to  the  phenomena  obtained  by  varying  T  max.  for  this  steel, 
micrographs  were  taken  of  samples  cooled  at  several  definite  rates 
of  cooling.  The  micrograph,  Fig.  4,  taken  after  cooling  at  a  rate 
of  0.01^  C  per  second,  Ar'  only  occurring,  shows  an  irregular  mass 
of  fine  carbide  particles,  corresponding  to  pearlite  in  carbon  steels 
and  distinct  from  the  coarse  particles.of  free  carbide,  in  a  ferrite 
matrix.  Figs.  5  and  6,  tnicrographs,  taken  of  samples  cooled  at 
rates  erf  0.30  and  0.33®  C  per  second,  respectively,  show  character- 
istic blade  troostite  patches  on  a  background  of  martensite.  With 
those  cooling  rates  the  transformations  Ar'  and  Ar^'  were  both 
obtained.  Fig.  7,  which  is  of  sample  A  following  a  cooling  rate 
of  o.ji^C  per  second,  shows  a  martensitic  structure  although  the 
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Fig.  4. — Cooling  rate,  0.01°  C  per  second.      Transformation  Ar^ 
Magnification  zooox.    Etched  in  a  per  cent  HNOa  in  alcohol 
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Fig.  5. — Cooling  rate,  o.jo^  C  per  second.     Transformation  Ar*  and  Ar" 
Magnification  loocac.    Etched  in  a  per  cent  HNO3  in  alcohol 
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Fig.  6.^-Cooling  rate,  0.33^  C  per  second.     Transformation  A r*  and  Ar" 
Magnification  xooox.    Etched  in  a  per  cent  HNO3  in  alcohol 
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Fig.  7. — Cooling  rate,  0,71*^  C  per  second.     Transformation  Ar*' 
Magnification  looox.    Etched  in  a  per  cent  HNOi  in  alcohol 
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needleHke  tnarkmgs,  characteristic  of  high-carbon  steels,  are  only 
sUgfatly  evident. 

The  conchisions  to  be  drawn  from  the  preceding  ^licrosoopic 
evidence  are  that  troostite  or  a  decomposition  product  f onns  with 
the  transformation  Ar'  and  martensite  with  the  transformation 
Ax'\  pfedsely  what  obtains  when  the  sanoie  transformations  are 
observed  in  other  alloy  steels  with  varying  T  max. 

2.  RSIJkTIOH  OF  "Ar'»»  TO  «Ar"»» 

The  radical  structural  difference  between  the  material  showing 
Ar^  and  that  showing  Ar''  presumes  a  similar  radical  difference 
in  the  transformations  Ar'  and  Ax".  To  demonstrate  the  possi- 
bility of  this  difference,  the  intensities  of  the  transformations 
Acj-j,  Ac?,  Ar%  and  Ar''  have  been  estimated  by  means  of  a 
planimeter  measuring  the  area  of  the  positive  departure  of  the 
thermal  curves  from  the  assumed  neutral  body  curves  through  the 
respective  transformation  ranges.  The  results  given  in  Table  2 
show  a  well-marked  loss  in  intensity  of  the  sum  of  the  areas  of  Ar' 
and  Ar''  at  the  cooling  rate  1.20^  C  per  second,  which  gives  Ar" 
above.  Ontheassumption  that  Ar^'is  no  new  transformation  other 
than  Arj,  ^,  or  i,  the  conclusion  is  that  some  one  or  more  of  the 
transformations  Arj,  2,  and  i  constituting  Ar'  is  suppressed. 

TABLB  2.— Asms  of  Tbmrnal  Corres  in  Sipiflxe  MUUnMters  Con—ponding  to  BCm 
Bffocti  of  Tkancfotmaticos  in  Saaiplo  B 


Run 

AeW 

Acf 

Aci-94- 
Acf 

CooliBf 

Af 

Af^ 

Ax;taM. 

Itat 

8.40 
1.80 
.60 
.50 
.48 
.17 
.00 
.06 

86 
40 
40 
64 
60 

n 

72 

74 
66 

61 
64 
64 
72 

110 
106 
108 
128 
184 
144 

04 
71 
60 
48 

04 

90 
90 
104 
100 
120 
116 

lUrt 

26 
88 
56 

100 
180 
116 

IIBh. 

ttdk 

■Wb 



A«mfv.    . 

6i 

120 

3.  SUPPRESSION  07  <<Arj" 

The  preceding  conclusion  i^;rees  with  the  generally  accepted 
conception  that  martensite  is  a  solid  solution  of  cementite  in  some 
fomi  of  iron.  This  means  that  Ar j  is  suppressed  with  the  for- 
mation of  martensite  and  further  evidence  is  not  wanting.  The 
transformation  intensities  indicate  that  a  heat  effect  of  the  mag- 
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mtude  of  Ar  j  is  missmg  at  Ar^^  The  wcnk  of  Honda  on  the  mag- 
netic properties  of  tungsten  steels  in  a  paper  before  the  Septem- 
ber meeting  of  the  Journal  of  the  Iron  and  Steel  Institute,  how- 
ever,  shows  that  the  carbide  is  retained  in  solution  at  Ar^'  for  the 
carbide  in  solution  does  not  undergo  the  transformation  Ao.  The 
transformations  Ac^  and  Ac  j-j  offer  still  further  sufafStantiatiQn 
to  which  attention  will  be  called  in  their  discussion. 

There  still  remains  the  possibility  that  one  of  the  other  trans- 
formations^  Axj  or  2,  is  suppressed.  This,  however,  is  xnani- 
festly  impossible,  for  Aj  and  A2  coincide  when  Aj  is  depressed 
below  the  normal  temperatiu-e  of  A2  *•  and  martensite  is  mag- 
netic. The  magnetic  curves  of  Honda  and  Murakami  ^^  taken 
on  a  number  of  ttmgsten  steels  showing  a  split  transformation  with 
increasing  T  max.,  also  indicate  the  occurrence  of  A2  at  Ar". 

The  conclusion  that  must  therefore  be  adopted  is  that  Arr  is 
suppressed  with  the  formation  of  martensite,  or  that  Ar"  con- 
stitutes the  transformations  Arj  and  2. 

VI.  TRANSFORMATIONS  ON  HEATING 

The  thermal  curves  of  Pigs,  i  and  2  show  two  transformations 
Ac  1-3  and  Ac2  occurring  uniformly  within  narrow  temperature 
limits  and  a  transformation  Act  occurring  only  following  certain 
cooling  rates.  The  identity  of  Ac^  is  established  by  its  markedly 
characteristic  shape  and  its  uniform  occurrence  at  about  780^  C 
which  is  in  close  proximity  to  its  maximum,  768°,  in  pure  iron. 
This  phenomenon  of  Acj  occurring  above  Ac2  in  alloy  steels  is 
not  new  and  has  been  well  established  by  Moore  ^'  for  a  chromium 
steel.  The  transformation  Aci-j  hardly  needs  identification, 
although  attention  should  be  called  to  its  sluggish  ending  which 
indicates  that  the  transformations  concerned  do  not  completely 
coincide.  This  is  ftuther  illustrated  by  the  change  in  area  of  the 
peak,  which  is  evidently  Aci  from  the  effect  of  previous  cooling 
rate  on  its  position,  with  the  temperature  of  its  occiurence. 

1.  TRANSFORMATION  «<Ace»» 

The  transformation  Ac^  is  indicated  by  an  inflection  to  the  left 
which  denotes  an  evolution  of  heat  on  the  heating  curve  and  occurs 
over  a  considerable  temperature  range.  It  is  a  maximum  follow- 
ing cooling  rates  that  give  Ar^'  alone,  and  loses  in  intensity  fol- 
lowing decreasing  rates  through  the  critical  cooling  range,  becom* 


"Honda and  ItUcagi,  Sd.  Rep.  Tbliolni  Imp.  Unhr..  6,  p.  394;  19x8. 
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>•  Moore,  J.  Inn  and  Steel  Intt,  SI,  p.  tdS;  1910. 
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ing  zero  when  Ar'  alone  occurs.  It  is  therefore  roughly  propor- 
tional in  intensity  to  Ar^'  or  the  amount  of  martensite  present. 
By  its  analogy  to  tempering  the  conclusion  tnay  be  drawn  that 
Act  represents  the  precipitation  of  the  carbide  in  solution  to  form 
at  first  troostite  and  as  it  progresses  the  coarsening  of  the  carbide. 

This  phenomenon  of  a  heat  evolution  on  heating  steels  that 
show  Ar"  was  observed  by  Carpenter  "  on  differential  thermal 
curves  with  which  T  max.  was  varied  and  connected  with  tem- 
pering. 

The  nature  of  Act,  a  gradual  building  up  of  the  heat  evolution 
over  a  long  temperature  range,  may  throw  some  light  on  the 
spontaneous  heat  evolution  and  also  the  change  in  other  physical 
properties  of  quenched  steels  as  observed  by  Hadfield  and  Brush  **, 
by  Matsushita  ",  and  by  Campbell ".  Tlie  indications  are  that 
the  transformation  starts  to  a  minute  degree  at  very  low  temper- 
atures, possibly  at  ordinary  temperatures,  particularly  in  carbon- 
steels  which  temper  at  lower  temperatures  than  alloy  steels. 

The  existence  of  Act  as  an  evolution  of  heat  following  cooling 
rates  that  give  Ar'^  is  further  confirmation  of  the  suppression  of 
Ar J  with  the  forxnation  of  martensite. 

2.  EifBCT  OF  raSVIOUS  COOUHO  RATB  OH  ««A6l-tf  •» 

It  will  be  seen  on  examining  Fig.  3  that  practically  all  the  tem- 
perature values  for  the  maximum  of  Acj-5  lie  on  two  smooth 
curves.  The  data  of  Table  i  show  that  the  runs  which  correspond 
to  the  numbers  on  the  upper  curve  were  obtained  following  cool- 
mg  rates  that  gave  Ar'  predominant  and  those  on  the  lower  ciu*ve 
following  cooling  rates  that  gave  Ar"  predominant.  The  tem- 
perature interval,  10®  to  15®  C,  between  those  two  curves  may 
therefore  be  attributed  to  the  state  of  division  of  the  carbide 
resulting  from  the  previous  heat  treatment. 

The  phenomenon  noted  in  the  preceding  paragraph  offers  still 
further  substantiation  of  the  suppression  of  Ar'  with  the  forma- 
tion of  xnartensite. 

It  may  be  of  interest  to  note  that  the  curves  of  Fig.  3  drawn 
through  the  temperature  values  of  Aci-3  and  Ar'  do  not  point 
toward  a  coxmnon  eqtiiUbrium  temperature  Aez. 

wCwpcnter.  J.  Inn  and  Stedlngt,  67,  p.  433;  1905. 
"Hadfield and  Bnuh.  Prac.  Royal Soc. tt.  p.  188;  Z9t7* 
n  MatsoiUta,  ScL  Rep.  Tohoitu  Imp.  Univ.,  7,  p.  43;  19x8. 
■Cttipbcil,  Reprint  J.  Inn  and  Steel  lost.,  M,p.  4*1;  tvA 
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YTL  SUMMARY 

The  results  of  previous  investigators  have  been  taken  to  show 
that  with  the  occurrence  of  a  split  transformation  on  cooling  alloy 
steels  from  increasingly  higher  temperatures  (a)  that  when  the 
higher  temperature  transforxnation  Ar'  is  observed  with  low 
values  of  T  max.,  troostite  or  a  decomposition  product  results 
and  (6)  that  when  the  lower  temperature  transformation  Ar''  is 
observed  with  high  values  of  T  max.,  martensite  is  the  resulting 
product. 

The  present  investigation  has  shown  for  a  certain  alloy  steel 
that  on  varying  the  rate  of  cooling,  the  maximum  temperature 
remaining  constant,  a  strictly  analogous  phenomenon  is  observed, 
increasing  rate  of  cooling  having  the  same  effect  as  increasing 
Tm^. 

Conclusions  are  drawn  to  the  effect  that — 

(a)  The  transformation  Ar'  consists  of  the  transformations 
Arj,  2f  and  j. 

(6)  The  transformation  Ar''  consists  of  the  transformations 
Arj  and  2. 

(c)  The  transforxnation  Arj,  suppressed  when  Ar'^  is  observed, 
occurs  on  heating  as  Act  with  an  evolution  of  heat  and  Hm  forma- 
tion of  troostite  or  a  coarser  condition  of  the  carbide. 

(d)  The  maximum  of  the  transformation  Acr-5  occurs  at  a 
higher  temperature  when  the  previous  cooling  rate  gave  Ar^  than 
when  it  gave  Ar". 

The  author  desires  to  express  his  indebtedness  to  H.  S.  Rawdon 
for  the  micrographic  work  and  to  Miss  P.  L.  Thompson  for  her 
skillftd  assistance  in  preparing  the  experimental  data. 

Washington,  December  23,  1918. 
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FOR  THERMAL  ANALYSIS 


ByP.D.M€fica.Phym^ 


One  <d  the  imoet  useful  and  at  the  »sait  time  least  commonly 
ttsed'fliethods'of  tfaonMl  MULfyisis  lor  tbe  .determination  of  traps- 
formatioiis  in  Adak  and  alloys  coasisls  in  the  xjocordiqg  of  the 
time  mtenmls  vnqtib:ed  lor  ^sticeeasive  inoceme&ts  of  tepiperattire 
<i)iaiige  duQQg  hmrtMg  or  cooling,  the  temperature  of  the  furnace 
whidi  eofLtaiBs  the  mpucitmn  being  altered  at  a  uniform  rate. 
Hie-curve  dbtaioed  by  plotting  these  time  intervals  as  a  function 
of  ibe  mean  temperatture  of  the  specimen  during  the  interval  is 
called  tiie  inxteree-iate  curve.  It  is  probably  due  to  the  fact 
that  no  sBBple  and  convenient  method  has  apparently  been 
available  lor  the  measttresnent  of  the  successive  time  intervals 
that  this  method  has  not  been  so  generally  used  as,  for  example, 
the  differential  method,  for  which,  in  addition,  several  types  of 
automatic  or  semiautomatic  apparatus  have  been  designed. 

Whenever  this  method  has  been  used  the  intervals  have  usually 
been  measored  witib  the  use  of  a  chronograph.  Its  operation  as 
practiced  at  the  Bureau  of  Standards^  is  as  follows:  The  tem- 
perature of  the  spechnen  is  measured  by  thermocouple  and  dial 
potentiometer;  the  operator  sets  the  potentiometer  at  suc- 
cessive values  of  the  emf ,  differing  by  equal  increments,  usually 
0.02  millivolt,  and  records  the  exact  instant  on  the  chronograph, 
by  pressing. a  contact  key,  at  which  the  galvanometer  coil  passes 
through  its  null  position.    Two-second  intervals  are  also  recorded 


^  G.  K.  Borgcn  and  J.  J.  Oowc,  Critical  Rangct ,  Aa  and  A3  ol  Pun  Ifoo,  this  BoUetin,  10  (Scientific 
No.  axj);  19x3. 
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on  the  same  chronograph  record,  and  the  number  of  seconds 
elapsing  between  successive  signals  is  afterwards  counted  from 
the  record  and  plotted  as  a  function  of  the  emf ,  or  of  the  tem- 
perature. 

This  method  is  an  admirable  one,  and  by  it  most  minute  thermal 
arrests  may  be  detected,  but  it  requires  the  use  of  a  good  chrono- 
graph, which  is  generally  difficult  to  obtain,  and  the  time  of  one 
operator  during  the  recording  and  subsequently  to  read  the 
intervab  from  the  record.  The  latter  operation  often  takes 
from  one  to  two  hours.  There  is  here  suggested  a  simple,  con- 
venknt,  and,  it  is  believed,  equally  accurate  method  of  recording 
the  successive  time  intervals  by  which  the  expense  of  chrono- 
graph and  the  time  of  one  operator  in  counting  the  chronograph 
record  may  be  eliminated.  The  remainder  of  the  apparatus, 
consisting  of  ftunace,  thermocouple,  and  potentiometer,  is  used 
exactly  as  in  the  former  method. 

Two  stop  watches  are  used,  which  may  conveniently  be  mounted 
in  a  small  frame  to  be  held  in  one  hand,  a  finger  being  placed  on 
each  stem.  Dtuing  the  *'  run  "  the  operator  sets  the  potentiometer 
and  marks  the  instant  at  which  the  galvanometer  is  at  zero  by 
pressing  the  stems  of  both  watches  simultaneously,  stopping  one 
at  the  end  of  the  interval  which  it  has  measured  and  starting  the 
other  upon  its  measurement  of  the  next.  The  interval  is  read 
and  recorded  upon  a  suitable  blank  sheet,  the  hand  of  this  watch 
returned  to  its  zero  position,  and  the  potentiometer  set  at  the 
next  value.  The  operation  is  repeated  for  each  successive  interval,  i 
The  intervals  so  recorded  are  afterwards  plotted  directly  as  a  | 
function  of  the  emf.  I 

Fig.  I  shows  the  inverse-rate  cturves  for  two  complete  "runs,* 
including  the  heating  and  the  cooling  curve,  made  on  pure  iron. 
Both  A3  and  A2  are  indicated  on  the  first  set  of  curves,  only  A2 
on  the  second  set.  In  each  case  the  intervals  were  recorded  both 
with  the  stop  watches  and  with  the  chronograph  in  the  usual 
manner;  the  curves  marked  c  were  taken  with  chronograph, 
those  marked  w  with  stop  watches.  It  is  evident  that  there  is 
little  difference  in  the  smoothness  of  the  two  sets  of  curves  or  in 
the  accuracy  or  precision  of  measurement  of  the  time  interval. 

A  general  considei  ation  of  the  accmucy  of  the  stop  watch  also 
indicates  that  the  precision  of  measurement  by  stop  watch  is 
sufficient  for  the  purposes  of  thermal  analysis.  It  is  only  rarely, 
perhaps  once  in  a  hundred  times,  that  a  stop  watch  is  not  accu- 


Digitized  by 


Google 


JfMloJ 


Inverse-RaSe  Method  far  Thermal  Analysts 


103 


rate  to  within  one-fifth  of  a  second,  and  its  mayimtim  error  is 
two-fifths  of  a  second.  It  is  found  that  the  variation  of  successive 
intervals  of  time  measured  in  the  inverse-rate  method,  due  to 
actual  non-uniform  rate  of  cooling  or  heating  of  the  furnace,  or  to 
inaccuracy  of  the  operator  in  signaling  the  moment  when  the 
potentiometer  is  balanced  is  of  approximately  the  same. value; 
that  is,  one-fifth  of  a  second.     It  is  therefore  not  necessary  to 
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Pig.  z. — Heaiing  and  cooling  inverse-rate  curves  of  pure  iron  taken  (C)  with  chronograph 

and  (W)  with  stop-watch 

obtain  the  greater  precision  of  time  measurement  which  is  unques- 
tionably possible  by  the  use  of  the  chronograph. 

When  the  ordinary  dial  type  of  precision  potentiometer  is  used, 
the  operator  has  sufficient  time  for  all  of  the  operations  necessary: 
setting  the  potentiometer,  reading  and  recording  the  time  interval 
from  the  watch,  within  an  average  interval  of  15  seconds.  This  is 
recommended  for  usual  conditions. 

The  curves  recorded  above  were  taken  with  a  cheap  variety  of 
stop  watch,  costing  about  $10.     It  does  not  appear  that  a  more 
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txpesmv^  imtdi  is  'xieccssary.  It  is,  kowever.,  not  tadviaable  to 
use  fhe  type  of  stop  watdi  which  has  also  the  umial  hour  and 
second  htmds,  tis  the  presence  of  so  many  indicatinf  hands  wfll 
only  corifttse  fhe  operator,  who  is  obliged  toxead  quickly 'and  can 
not  take  much  tinie  in  necognizmg  the  stop  hand. 

The  atrtilior  acla»>wkdges  the  asifetaiwy  ti  Miss  H.  O.  Movius 
in  obtainifig  the  curves  described  above. 

Washington,  March  12,  19 19. 
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I.  INTRODUCTION 

Aluminum  and  its  alloys  have  been  the  subject  of  much  inves- 
tigation *  during  recent  years,  in  the  course  of  which  the  principal 
features  of  the  constitution  of  most  of  the  binary  alloy  systems 
with  aluminum  have  been  determined. 

Except  in  the  case  of  a  few  metals — silicon,  bismuth,  cadmium, 
lead,  zinc,  and  tin — ^an  aluminum-rich  compound  is  formed  in 
each  binary  system,  which  forms  a  eutectic  with  the  aluminum 
or  its  solid  solution  with  this  compoimd.  Thus,  such  com- 
pounds as  FeAla,  CuAlj,  Mg^Al,,  and  NiAl,  are  formed,  which  are 
found  in  aluminum-rich  alloys  of  their  respective  series  as  eutec- 
tics  with  the  aluminum  solid  solution.  These  compoimds  are  in 
all  cases  hard  and  brittle  and  their  presence  affects  profoundly 
the  physical  properties  of  the  alloys  in  which  they  occur.  Within 
the  zinc-aluminum  system  a  compound,  AljZna,  is  formed  which 
decomposes  at  lower  temperatures. 

Silicon  and  tin  each  form  a  simple  eutectiferous  series  with 
aluminum.  Bismuth,  lead,  and  cadmium  are  only  partially  mis- 
cible  in  the  liquid  state  with  aluminum. 

D>scu3sba  and  bibliography  of  the  literature  dealing  with  aluminum  and  its  alloys  will  be  found  in 
^^^i^^T  of  the  Bincau  of  Standards,  No.  96;  1919. 
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The  extent  of  the  solubility  in  aluminum  in  solid  solution  of 
these  compounds  or  of  the  elements  themselves  in  the  case  of 
those  series  in  which  compounds  are  not  formed  is  of  the  greatest 
importance  in  considering  the  effect  of  these  compounds  or  ele- 
ments upon  the  physical  properties  of  aluminiun-rich  alloys. 
Whether  the  compound,  CuAlj,  is  dissolved  in  the  aluminum  in 
an  aluminum-rich  alloy  or  is  in  the  form  of  a  hard  and  brittle 
constituent  distributed  throughout  the  mass  must  be  a  ques- 
tion of  primary  importance  m  a  consideration  of  the  mechanical 
properties  of  the  alloy. 

Reference  to  the  equilibrium  diagrams  of  the  binary  aluminum 
alloys  as  they  are  established  to-day  shows  that  with  a  few  excep- 
tions the  solubilities  of  these  compounds  either  have  not  been  deter- 
mined with  any  exactness  or  not  at  all.  Only  the  solubility  of 
zinc  and  that  of  CuAl,  in  aluminum  have  receive  any  attention, 
the  former  at  two,  the  latter  at  only  one  temperature;  reference 
is  made  to  these  determinations  below.  In  many  other  cases  an 
estimate,  at  best  tmsatisfactory,  has  been  made  from  thermal 
analysis  of  the  position  of  the  end  of  the  eutectic  horizontal  line 
or  arrest. 

The  authors  have  imdertaken  to  determine  the  solubilities  of 
a  number  of  these  compoimds  at  different  temperatures  and 
thus  to  establish  the  missing  solubility-temperature  curve  of  these 
compounds  in  the  equilibrium  diagram.  This  paper  deals  with 
the  solubility-temperature  curves  of  CuAl,  and  of  Mg^Al,,  and  inci- 
dentally with  the  solubility  of  FeAl,  and  the  condition  and  solu- 
bility of  silicon  in  aluminum;  later  determinations  will  be  reported 
on  the  curves  fof  MnAl,  and  NiAlj. 

n.  CONSTITUTION  OF  COMMERCIAL  ALUMmUM 

Commercial  ingot  aluminum  contains  from  0.2  to  0.5  per  cent 
each  of  iron  and  of  silicon  as  impurities,  which  are  at  least  par- 
tially visible  under  the  microscope.  Figs,  i  and  2  show  the 
microstructures  of  two  compositions  of  aluminum  ingot  at  a  low 
magnification;  the  grains  of  aluminum  oxt  partly  surrounded  by 
particles  of  other  constituents,  the  amount  of  which  is  greater  in 
a  composition  having  higher  content  of  total  impurities.  In 
Figs.  3,  4,  and  5  are  shown  microstructures  of  the  same  mate- 
rials at  higher  magnification. 

The  microstructure  of  aluminum  and  of  its  light  alloys  is  best 
developed  by  careful  grinding  and  polishing,  followed  by  etching 
with  a  dilute  solution  of  sodium  hydroxide;  the  authors  prefer  one 
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Fio.  z. — Pure  aluminum  (Alr-^)  containing  Fe,  0,24 
Per  cent;  Si,  0.14  per  cent  (etched  with  o.i  per  cent 
NaOH).     Xioo 
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Fio.  2. -Commercial  ingot  aluminum  (AI-2)  containing 
Fe,  o.S  per  cent;  Si,  0,2  per  cent  (etched  with  O.I  per 
centNaOH).     Xioo 
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Fio.  3. — Pure  aluminum  ingot  containing  Fe,  o.iK  per 
cent;  Si,  0.12  per  cent,  showing  fine  particles,  probably 
of  constituent  X ,     X1500 
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of  0.1  per  cent,  with  the  addition  of  approximately  10  per  cent 
alcohol.  Such  a  solution  does  not  etch  deeply  enough  to  develop 
the  grain  boundaries  but  it  does  bring  out  quite  well  the  various 
other  constituents  found  in  altuninum  and  its  Ught  alloys  which 
are  often  in  such  fine  distribution  that  they  are  obliterated  by 
heavier  etching  with  more  concentrated  solutions  of  sodium 
hydroxide  or  of  hydrofluoric  acid  which  are  more  commonly  used. 
As  much  care  must  be  used  in  the  grinding  and  polishing  of  the 
metal  as  in  its  etching  in  order  to  secure  the  best  results,  the  grind- 
ing with  the  finer  grades  of  emery  paper  must  be  done  with  the 
aid  of  some  lubricant  such  as  paraffin,  oil,  or  shnply  alcohol,  and 
best  results  are  obtained  by  polishing  with  alumina  on  suitable 
cloth  moistened  with  alcohol.  The  subject  of  the  preparation  of 
aluminum  for  microscopic  examination  is  discussed  in  two  papers 
by  R.  J.  Anderson.' 

The  constitution  of  the  binary  alloys  of  iron  with  aluminum  has 
been  investigated  by  Gwyer.'  The  compotmd  FeAl,  forms  a 
,eutectic  with  aluminum  at  649^  C;  its  composition  is  unknown, 
but  it  contains  undoubtedly  a  low  percentage  of  iron— i  to  2  per 
cent.  Gwyer  did  not  determine  the  solubility  of  FeAl,  in  alumi- 
num, but  noted  that  it  was  very  slight. 

The  most  complete  investigations  of  the  equilibrium  of  binary 
alloys  of  silicon  and  aluminum  were  made  by  Frankel^  and 
Roberts,'*  the  latter  investigation  confirming  the  first  one  in  prac- 
tically all  respects.  According  to  these  investigations  no  com- 
pound is  formed  in  this  series;  the  two  elements  form  a  eutectic 
at  about  15  per  cent  silicon  and  576®  C;  the  solubility  of  silicon  in 
aluminum  is  given  as  less  than  0.5  per  cent. 

It  was  necessary  for  the  authors'  work  on  the  solubility  of 
CuAl,  and  Mg^,  that  they  first  be  able  to  identify  the  various 
constituents  which  would  be  present  in  alloys  of  aluminum  with 
these  metals.  On  comparing  the  microstructures,  therefore,  of 
several  different  compositions  of  aluminum  in  the  light  of  these 
investigations  of  the  equiUbrium  between  aluminum  and  iron  and 
altuninum  and  silicon  it  was  possible  to  identify  a  light  bluish 
constituent  occiuring  in  all  compositions  as  FeAla;  this  is  shown 
in  Fig.  4.     In  compositions  having  less  than  about  0.2  per  cent 

*  R.  J.  Afldenon.  The  Metallogiaphy  of  Aluminum.  Chcm.  and  Met.  Bn^ineering,  18»  p.  171.  1918;  and 
Joomalof  thePiankUn  Institute,  187,  p.  x,  Z9Z9. 

"  A.  Gwyer,  Coostitution  of  Binary  AJkyi  of  Aluminum  with  Iron.  Copper,  Nickel,  Cobalt.  Lead,  and 
OMlmimn.  Zcit.  anorg.  Chem..  ft7,  p.  2x3;  1908. 

*  W.  Fribxkd,  SiliooB-Ahiminiwn  Alloys,  Zeh.  anorg.  Chcm.,  68,  p.  154;  1908. 
*C  B.  Robextt,  SOicon-Aluminum  Alloys,  Trans.  Cbem.  Soc.,  106.  p.  1383;  19x4, 
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of  silicon  no  other  constituent  was  noticed  in  the  eutectic  islands; 
in  those  having  this  amount  or  more  of  silicon  a  second  con- 
stituent, slightly  darker  than  the  FeAl,,  was  noticed.  This  is 
shown,  together  with  the  FeAl,,  in  Fig.  5.  In  order  to  be  more 
certain  of  the  identity  of  these  two  constituents  of  the  eutectic 
islands,  samples  were  prepared  from  a  relatively  pure  aluminum, 
called  Al-i,  containing: 

Percent 

Inm O.  15 

Silicon 12 

Copper 02 

With  the  addition  of  more  silicon  and  of  more  iron  the  micro- 
structure  of  these  samples  showed  that  as  the  silicon  was  increased 
the  darker  constituent  increased  in  amount,  whereas  as  the  iron 
increased  the  amount  of  the  lighter  one  increased  in  amount. 
Fig.  6  shows  the  two  constituents  in  a  sample  containing  2  per  cent 
each  of  iron  and  silicon.  It  was  at  first  assumed  that  this  darker 
constituent  was  crystallized  silicon,  in  accordance  with  the 
equilibrium  diagram.  However,  the  results  of  thermal  analyses 
made  on  30  g  samples  of  diflFerent  compositions  of  aluminum  did 
not  bear  this  conception  out. 

Cooling  curves  of  the  inverse-rate  type  on  four  different  compo- 
sitions of  aluminum  are  shown  in  Fig.  7.  The  temperature  of  the 
FeAlg-aluminum  eutectic  arrest  is  indicated  clearly  on  each;  it 
is  lower  with  increasing  silicon  content.  The  sample  Al-i,  con- 
taining only  0.12  per  cent  of  silicon,  showed  no  other  arrest  be- 
tween this  temperature  and  ordinary  temperature;  this  specimen 
contained  only  the  one  eutectic;  that  is,  that  with  the  constituent 
identified  as  FeAlg.  The  other  compositions  of  higher  silicon  con- 
tent show  a  lower  arrest  at  610°  C,  quite  constant  in  temperature; 
the  intensity  of  the  arrest  increases  with  the  increase  in  silicon 
content.  None  of  these  compositions  showed  an  arrest  at  576®  C. 
The  appearance  of  the  arrest  at  610®  C  corresponds  with  the 
appearance  of  the  darker  constituent  in  the  eutectic  in  small 
amoimts.  With  higher  amounts  of  silicon,  therefore,  a  thermal 
arrest  is  found  at  about  576^  C,  corresponding  to  the  silicon- 
aluminum  eutectic  (and  this  was  confirmed  by  the  authors), 
which  is  not  found  in  aluminum  of  low  silicon  content;  in  place  of 
the  576^  C  arrest  is  found  one  at  610°  C. 

The  evidence  seems  to  point  to  the  fact  that  the  second  and 
darker  constituent  found  in  the  eutectic  islands  in  aluminum  is 
not  silicon,  but  a  compotmd  of  unknown  composition,  either  of 
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Fig.     4. — Commercial     aluminum    (AI-2),     showing 
eutectics  of  FeAl^  and  of  constituent  X,     Xiooo 


Fig.     5. — Commercial    aluminum     (AI-2),     showing 
eutectics  of  FeA  l^  and  of  constitutent  X,     X  looo 


Fig.  6. — Alloy  containing  2  per  cent  each  of  iron  and 
silicon.  The  two  constituents,  Si  {dark)  and  the  FeAl 
(light)  are  readily  distinguished.     X  lOOO 
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Fio.  17. — Diagram  «fconiuctions  of  indicator  "A" 
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The  detector  wires  are  to  be  of  pure  platinum  0.05  mm  or  2  mils 
in  diameter.  Two  of  the  wires  (as  marked)  are  to  be  covered 
with  a  thin  coating  of  ''  sealing  in  "  glass  as  described  in  the  next 
section. 

In  fusing  the  glass-coated  wires  to  the  copper  leads,  the  greatest 
care  must  be  taken  not  to  reduce  the  glass  at  the  point  of  fusion. 
The  copper  must  be  melted  in  the  reducing  flame  a  few  milli- 
meters from  the  glass-coated  wire,  the  two  ends  brought  quickly 
together,  and  immediately  removed  from  the  flame.  The  wires 
should  be  straight  when  soldered  into  place. 

When  intended  for  use  in  battery  compartments,  the  other 
metal  parts  of  the  detector,  including  the  gauzes,  are  to  be  lead- 
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Fig.  x8. — CantacUmaking  arrangement  for  voUmeter  used  vnth  indicator  "A" 

coated  in  order  to  protect  against  corrosion   by  sulphuric-add 

fumes. 

The  insulating  pieces  (6)  and  (e)  are  to  be  of  hard  rubber  or 
Bakelite  or  any  material  known  to  give  good  service  under  the 
conditions  of  use  of  the  detector. 

Preparation  of  Glass-coated  Wire. — ^A  platinum  wire  is  most 
quickly  coated  by  melting  a  bead  of  sealing-in  glass  in  the  oxi- 
dizing flame  of  a  fine-tipped  blowpipe  and  allowing  it  to  flow 
along  the  wire  three  or  four  times.  The  coating  so  formed  should 
be  quite  smooth  and  not  thicker  than  the  diameter  of  th6  wire. 

A  better  method  is  as  follows:  Make  a  hole  twice  the  diameter 
of  the  wire  or  larger  through  a  piece  of  platinum  foil,  thread  one 
end  of  the  wire  through  the  hole  from  above,  lay  a  small  piece 
of  sealing-in  glass  on  the  foil  over  the  hole,  heat  with  the  tip  of  the 
oxidizing  flame  of  the  blowpipe  untU  the  glass  is  melted,  and  then 
draw  the  wire  slowly  through  the  melted  glass  and  the  hole 
in  the  strip.  The  wire  comes  out  with  a  rather  thick  coating 
of  glass,  which  incloses  air  between  the  glass  and  the  platinum  at 
many  points  and  does  not  adhere  very  well.  Now  make  a  smaller 
hole  through  the  strip  about  1.5  times  the  diameter  of  the  wire. 
Thread  the  end  of  the  wire  through,  heat,  and  draw  as  before,  bat 
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without  adding  any  more  glass.  This  second  operation  removes 
most  of  the  air  from  the  glass  and  makes  the  coating  adhere  much 
better.  Finally  anneal  the  coating  by  running  the  wire  slowly 
through  the  very  tip  of  a  blowpipe  flame,  even  beyond  the  point 
at  which  the  flame  is  visible.  The  wire  should  now  be  diflScult  to 
distinguish  from  the  uncoated  wire  without  the  aid  of  a  magni- 
fying glass.  The  coating  should  adhere  perfectly,  even  when  the 
wire  is  bent  through  a  rather  short  radius.  Sealing-in  glass  must 
never  be  heated  except  in  a  strongly  oxidizing  flame,  since  it  con- 
tains lead  which  is  easily  reduced  to  the  metallic  form  and  will 
alloy  with  the  platinum.  Even  a  very  small  amount  of  lead  will 
change  the  properties  of  the  wire  in  such  a  way  as  to  make  it 
useless. 

Indicating  Instrument. — A  contact-making  voltmeter  is  to  be 
provided  for  each  detector  bridge.  This  voltmeter  should  give 
full  scale  deflection  on  0.5  volt  when  in  series  with  25  ohms.  The 
instrument  should  be  of  rugged  construction,  capable  of  being 
moimted  on  a  switchboard  at  the  observing  point.  The  volt- 
meter is  to  be  provfded  with  a  contact-making  attachment  which 
closes  an  independent  circuit  when  the  pointer  reaches  a  certain 
position,  fixed  by  an  extra  adjustable  pointer,  which  indicates 
the  percentage  at  which  the  alarm  is  sounded.  The  contact- 
tnaking  attachment  shown  in  Fig.  18  could  be  attached  to  a 
standard  instrtunent  if  desired. 

Accessory  Apparatus. — The  indicating  and  control  apparatus 
for  all  the  detectors  is  to  be  mounted  on  a  switchboard.  On  the 
front  of  the  board  are  one  main  switch,  one  indicating  lamp,  the 
contact-making  voltmeters,  and  one  cut-out  switch  for  each  of 
the  latter.  The  ballast  resistance  and  the  alarm  bell  can  be  placed 
on  the  back  of  the  switchboard. 

The  indicating  lamp  serves  to  show  when  the  detectors  are  in 
operation.  A  6-volt,  lo-watt  tungsten  lamp  is  suitable  for  this 
purpose. 

The  ballast  resistance  shotdd  be  made  similar  to  any  of  the 
reliable  resistance  imits  in  common  use.  The  total  resistance  is 
to  be  determined  by  the  ntunber  of  indicators  and  the  voltage  of 
the  supply  circuit,  and  should  be  such  that  i  ampere  will  flow 
through  the  circuit  when  all  the  detectors,  the  indicating  lamp, 
and  the  ballast  resistance  are  connected  in  series. 

The  switches  are  to  be  capable  of  handling  i  ampere  at  no 
volts  under  the  conditions  of  use.  Ordinary  snap  switches  will 
usually  serve  the  purpose. 
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The  alami  bell  can  be  of  any  approved  type,  operating  at  the 
voltage  of  the  supply  circuit,  or  a  relay  may  be  connected  in 
place  of  the  bell  and  used  to  operate  any  mechanism  desired. 

Connections. — ^The  apparatus  for  a  four-station  equipment  may 
be  connected  as  shown  in  Fig.  20.  If  more  or  less  than  four  sta- 
tions are  mstalled  together,  the  method  of  wiring  would  be  sim- 
ilar. The  bridges  may,  of  course,  be  connected  in  parallel  and  a 
separate  alarm  may  be  used  with  each  if  desired. 

The  comiections  between  the  parts  of  the  apparatus  are  made 
with  conductors  not  smaller  than  0.8  mm  (or  No.  20  American 


Afm^M9mM/^0/  Mmmi^A, 


FXG.  ao. — DiQ$H€Uf  of  conmcUons  for  4rStaUon  instaUation  of  bridffo  indicaian 

wire  gage)  copper  wire.  A  four-conductor  cable  is  used  to  con- 
nect each  detector  to  the  switchboard  apparatus.  The  connec- 
tions between  the  cable  and  the  wires  from  the  detector  must  be 
well  made,  suitably  insulated,  and  protected  from  mechanical 
injury. 

Calibration, — ^The  detector  bridge  is  balanced  for  a  current  of 
I  ampere  when  in  air  containing  no  combustible  gas.  This 
may  require  a  slight  adjustment  of  the  length  of  one  or  more  of 
the  detector  wires. 

The  scale  of  the  indicating  instrument  is  calibrated  by  com- 
parison with  gas  analyses.  This  is  accomplished  by  operating 
the  detector  in  a  chamber  of  convenient  size,  through  which  a 
stream  of  air  containing  a  constant  percentage  of  combustible  gas 
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is  passed  at  a  constant  ratetmtil  the  x^eading  of  the  indicator  is 
constant.  A  sample  of  air  is  then  drawn  from  a  point  near  the 
detector  case  and  analyzed  by  any  reliable  method.  Since  the 
detector  reading  is  very  nearly  proportional  to  the  amoimt  of  gas 
present,  it  is  often  sufficient  to  determine  one  point  in  the  scale, 
and  it  will  never  be  necessary  to  determine  more  than  two  or 
three  points. 

If  the  instnunent  is  to  be  used  only  to  indicate  danger  from 
explosion,  the  following  method  of  calibration  is  easy  and  should 
be  sufficiently  accurate:  Divide  the  scale  of  the  indicating  instru- 
ment into  equ^  parts,  reading  from  o  to  the  explosive  limit  of 
the  gas,  place  the  detector  in  an  atmosphere  containing  a  known 
percentage  of  the  gas  equal  to  about  three-fourths  the  explosive 
percent^e,  and  adjust  the  resistance  in  series  with  the  voltmeter 
until  the  reading  is  correct. 

A  continuous  stream  of  gas  mixture  of  known  and  uniform 
composition  can  be  obtained  by  the  use  of  geared  meters,  as  shown 
in  Fig.  2.  To  use  this  method  successfully,  it  is  best  to  have 
meters,  one  of  which  passes  only  about  one-tenth  the  volume  of 
gas  per  revolution  that  is  passed  by  the  other.  The  gas  pressure 
on  the  meter  passing  the  smaller  volume  of  gas  should  be  gov- 
erned very  accurately  (within  a  few  millimeters  of  water  pressure) 
and  the  governor  should  pass  a  considerable  volume  of  gas  with- 
out any  appreciable  change  in  pressure.  The  connections  from 
the  meters  through  the  mixing  and  testing  chambers  to  the  outlet 
should  be  large  enough  so  that  there  will  be  no  considerable  back 
pressm-e  upon  the  meters  ^t  the  rate  of  flow  used. 

Operaiion. — ^When  connected  up  as  directed,  it  is  only  necessary 
to  close  the  main  switcli  to  put  the  indicators  in  operation.  As 
long  as  the  indicator  lamp  is  lighted  and  the  bridges  are  balanced 
there  is  no  probability  that  anjrthing  is  wrong  with  the  instruments. 
If  the  indicator  lamp  goes  out,  the  cut-out  switch  for  each  instru- 
ment should  be  closed  in  turn.  If  the  lamp  Ughts  up,  the  bridge 
then  "cut  out"  is  at  fault  and  should  be  repaired,  the  other  instru- 
ments remaining  in  service  until  this  is  accomplished.  If,  for  any 
reason,  it  is  suspected  that  oil  or  other  impurity  may  have  reached 
the  active  wires  and  rendered  them  inactive,  they  should  be  heated 
to  a  high  temperatiure  for  a  minute  or  two  by  increasing  the  current 
through  the  instruments  to  1.5  amperes.  This  current  will  not 
injiffe  the  detector  and  will  remove  any  probable  imptuity  which 
would  render  the  wires  inactive.  When  the  bridge  is  first  used, 
the  wires  must  always  be  "  glowed  "  in  this  manner. 
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Fig.  21  shows  the  details  of  construction  and  a  diagram  of 
connections  for  a  portable  glowing-wire  indicator  of  the  form 
believed  to  be  most  suitable  for  general  use.  The  following  speci- 
fications apply  to  this  instrument: 

Wires. — ^The  active  and  inactive  wires  are  to  be  of  piue  platinum 
0.05  mm  (2  mils)  in  diameter  and  2  cm  long.  One  wire  is  made 
inactive  by  coating  with  "seallng-in"  glass. 


SiCTt0*fMrAM 


SeKT/e^Arss 
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Fig.  2z. — PoriahU  glowing-wire  indicator 

Cap. — ^A  cylindrical  cap  covered  with  double  protective  gauzes 
with  25  meshes  per  cm  or  60  meshes  per  inch  and  containing  a 
glass  or  mica  observing  window  is  to  be  provided  as  shown.  The 
portion  of  the  cap  opposite  the  window  is  to  be  blackened  to  aflFord 
a  dark  backgroxmd  for  observing  the  wires.  The  cap  is  to  be  held 
in  position  by  the  end  plug,  which  can  be  removed  to  allow  access 
to  the  wires. 

Rheostats. — ^The  rheostats  are  to  be  made  by  winding  resistance 
wire  of  constantan  or  other  equally  good  resistance  material  on  the 
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insula  ting  core.  Bakelite  is  a  suitable  material  for  the  core.  The 
sUding  contacts  must  make  good  electrical  connections  between  the 
rheostat  yriies  and  the  outside  brass  tube. 

Battery. — The  battery  should  be  capable  of  furnishing,  at  some 
position  of  the  series  rheostat,  0.9  ampere  total  current.  Prom 
five  to  nine  small  cells,  such  as  are  used  with  pocket  flash  lights, 
should  be  satisfactory.  Provision  should  be  made  for  readily 
opening  the  battery  case  for  renewing  the  battery. 

Calibration. — ^The  portable  glowing-wire  indicator  should  be 
calibrated  in  the  following  manner: 

1.  With  the  indicator  in  a  gas-free  atmosphere  and  shaded  from 
any  very  bright  light,  adjust  the  two  rheostats  so  that  the  two 
wires  are  equally  bright.  Mark  the  position  of  the  slide  of  the 
15-ohm  rheostat  as  0.0.  In  making  this  and  all  other  settings,  the 
brightness  at  which  the  most  consistent  settings  can  be  made 
should  be  used.  This  will  be  when  the  radiated  light  from  the 
wires  is  just  distinctly  visible. 

2.  With  the  indicator  in  atmospheres  containing  known  per- 
centages of  the  gas  to  be  tested  for,  adjust  the  positions  of  the  rheo- 
stats tmtil  both  wires  show  the  same  brightness  as  before.  Mark 
the  positions  of  the  sUde  on  the  15-ohm  rheostat  with  the  known 
percentage  of  gas.  Unless  great  accuracy  is  desired,  it  will  be 
unneccessary  to  determine  more  than  three  points  on  the  scale. 
One  of  these  is  the  position  corresponding  to  no  combustible  gas 
present;  one  the  position  and  percentage  corresponding  to  no 
current  through  the  active  wire.  The  concentration  for  the  third 
point  should  be  equal  to  about  80  per  cent  of  that  required  to 
keep  the  active  wire  glowing  without  electrical  heat. 

3.  A  scale  should,  be  marked  on  the  brass  tube,  using  the  ob- 
served positions  as  reference  marks  and  making  the  divisions 
between  reference  marks  equal. 

3.  BIMETALLIC  DBTBCTOR 

Specifications  are  given  below  for  a  bimetallic  detector  believed 
to  be  suitable  for  operating  an  alarm  at  small  percentages  of  all 
combustible  gases.  Fig.  16  shows  details  of  construction  and  a 
diagram  of  connections. 

Wires. — The  active  and  inactive  wires  are  to  be  of  pure  plati- 
num 0.05  mm  (2  mils)  in  diameter,  and  about  15  cm  long.  The 
one  wire  is  to  be  rendered  inactive  by  means  of  a  thin  coating  of 
"sealing-in"  glass.    The  wires  are  to  be  supported  i  mm  below 
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the  bimetallic  strips  by  means  of  small  perforated  mica  pieces 
spaced  about  2.5  cm  apart. 

A  small  flexible  wire  is  to  be  provided  to  make  comiection  be* 
tween  the  insulated  contact  block  mounted  at  the  end  of  one  strip 
and  the  binding  screw  to  which  one  terminal  of  the  alarm  is  to  be 
connected. 

Bimetallic  Strips.— The  length  and  width  of  the  bimetallic 
strips  should  be  as  shown  in  the  figure.  The  thickness  depends 
upon  the  material  used,  which  should  be  such  that  the  end  of  a 
piece  10  cm  long  will  move  5  mm  when  the  temperature  of  the 
strip  is  changed  50®  C.  A  bimetallic  strip  made  from  brass  0.25 
mm  thick  finnly  fastened  to  a  strip  of  a  nickel-steel  alloy  0.25 
mm  thick  operated  satisfactorily. 

Other  Details. — ^An  adjusting  screw  is  to  be  provided  equiva- 
lent to  the  form  shown,  for  var3ring  the  distance  between  the  con- 
tacting points  in  order  to  vary  the  percentage  at  which  the  alarm 
will  operate. 

A  case  is  to  be  provided  with  openings  covered  with  double 
gauzes  of  25  meshes  per  cm  (60  me^es  per  inch). 

The  detector  is  to  be  so  arranged  that  electrical  connections  to 
the  source  of  current  and  to  the  alarm  can  be  readily  made. 

Calibration. — ^The  operating  ciurent  is  to  be  0.5  ampere  if  hydro- 
gen, carbon  monoxide,  illuminating  gas,  or  the  vapor  of  most 
organic  liquids  is  to  be  detected,  but  0.7  ampere  if  methane  is  to 
be  detected. 

The  screw  should  be  adjusted  so  that  contact  is  not  made  when 
the  normal  operating  current  is  flowing  and  no  combustible  gas  is 
present,  but  so  that  it  just  operates  when  the  device  is  placed  in  an 
atmosphere  containing  the  percentage  of  the  gas  which  it  is  de- 
sired to  detect. 

Washington,  April  18,  191 8. 


Digitized  by 


Google 


DEPARTMENT  OP  COMMERCE 


Scientific  Papers 


OFTHB 


BusEAu  OF  Standards 

S.  W.  STRATTON.  Dirsotor 


No.  335 

EFFECT  OF  RATS  OF  TEMPERATURE  CHANGE 

ON  THE  TRANSFORMATIONS  IN  AN 

ALLOT  STEEL 

BY 

HOWARD  SCOTT,  Aadstant  Fhymdst 
Buntm  of  Standards 


ISSUED  JULY  10,  1919 


mCB;  8CSIIT8 

Sold  CBiy  by  tnB  QupciiiitfOiQfiit  of  Docosicstii  QotWfiiiBfiit  Pl'iulliic  Offioo 
Wo«Wtigton,D.C 

WASEaNGTOH 
GOVERNMENT  PRINTING  OFFICE 

1919 


Digitized  by 


Google 


Digitized  by 


Google 


EFFECT  OF  RATE  OF  TEMPERATURE  CHANGE  ON 
TOE  TRANSFORMATIONS  IN  AN  ALLOY  STEEL 


By  Ho%imnl  Scott 


CONTBIITS 

Fife 

I.  Intiodtictkm 91 

II.  Firevious  mvcstigatKins 9^ 

ni.  Experimental  method 93 

IV.  Thennal  cmres 93 

V.  Effect  of  oooliiig  rate 96 

z.  Mictostnictuie 96 

a.  RelatkiaolAf^toAf^^ 97 

3*  flnpffff  MJm  fd  Af», 97 

VI«  IVanagormations  on  heatiag 98 

z.  IVansformation  Aci 98 

3.  Effect  of  previotis  cooling  rate  on  Ac/-j 99 

Vn.  Summary zoo 

L  INTRODUCTION 

Since  Bdhler  discovered  in  1903,  on  cooling  certain  alloy  steels^ 
the  phenomenon  of  a  new  and  lower  temperature  transformation 
than  the  usual  Arj-^-j  obtained  by  increasing  the  ynaximtim 
temperature  (T  max.)  to  which  the  material  was  heated,  a  con- 
siderable amount  of  work  has  been  published,^  connecting  this 
phenomenon  with  a  large  number  of  dissimilar  steels  of  high  alloy 
content.  From  the  fact  that  the  transformation  divides  itself, 
taking  place  at  two  widely  separated  temperatures,  it  has  been 
called  a  spUt  transformation.  The  significant  facts  established  by 
recent  investigators  '  are  (a)  that  when  the  transformation  occurs 
at  the  higher  temperature,  Ar',  troostite  or  a  decomposition 
product  is  formed  and  (6)  that  when  the  transformation  occurs 
at  the  lower  temperature,  Ar'',  the  resulting  structure  is  marten- 
site.  The  terminology  Ar'  and  Ar",  adopted  here,  is  that  of 
Portevin.* 

>  YalMvitdh.  Bar.  deliet*  Uk  p.  65;  x»ifl^  BtbBocnipliy  to  19XS. 

'  Dcictn,  Rev.  de  Met,  14,  p.  642;  igi?.    Porteriii,  ibkL,  14,  p.  707;  Z9X7.    Bdwvds,  J.  Iron  and  Sted 
brt.,  It,  p.  1x4;  19x6. 
Pttttvfai,  loccit. 

106126*— 19  gx 
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JL  PREVIOUS  INVESTIGATIONS 

Reviewing  the  work  on  this  subject  ^  published  in  a  rece£ 
issue  of  Revue  de  Metallurgie  and  referring  in  particular  to  hi 
statement  that  martensite  is  a  solution  of  carbide  in  alpha 
H.  Le  Chatelier  sa)^:  ,  - 

How  then  can  a  theory  already  so  years  old  demand  new  investii^atiotia?  Tfag 
reason  for  it  is  that  we  have  not  succeeded  in  proving  directly  the  real  pcesence  of  ffai 
transformatkm  of  iron  during  the  very  short  duration  of  the  quenching.  The  fall  of 
temperature  takes  place  at  the  rate  of  several  hundred  degrees  per  second  and  tbm 
observation  of  phenomena  so  rapid  requires  particularly  sensitive  methods  of  reootd-* 
ing.  I  have  attempted  without  success  to  observe  the  moment  of  the  reappeaiaiioci 
of  the  magnetic  property  during  the  quenching  of  bars  15  mm  square,  but  the  ineqtiali* 
ties  of  temperature  from  one  point  to  another  in  the  mass  conceal  the  phenomenoau 
M.  Chevermrd*,  in  working  on  wires  of  a  diameter  100  times  smaller  and  using  as  a 
characteristic  of  the  transformation  of  iron  the  change  of  length  instead  of  the  varia-' 
tion  of  magnetism,  has  surmounted  for  the  first  time  the  difficulties  which  seemed  at 
first  view  insurmotmtable,  and  he  has  done  it  with  an  extreme  precisioa.  The  thermal 
measurements  of  Bortevin  and  Garvin*  and  of  Dejean^  lead  to  the  same  ooadti- 
sions,  although  in  a  fashion  less  direct. 

The  results  presented  here  add  further  confiimation  of  the 
theory  of  Le  Chatelier,  though  in  a  less  direct  manner  than  those 
of  Chevenard.  Thermal  and  microscopic  data  are  brought  for- 
ward here  to  establish  the  effect  of  rate  of  temperature  change  on 
the  temperature  and  nature  of  the  transformations  in  a  steel  of 
the  composition  C,  1.75;  Mn,  0.26;  Co,  2.90;  Cr,  15.0. 

Similar  work  has  bem  done  by  Edwards  *  on  a  steel  of  the 
composition  C,  0.63;  Cr,  6.15;  Si,  0.07;  Mn,  0.17. 

However,  he  arrives  at  the  conclusion  that — 

The  maximtun  hardness  was  obtained  when  the  thermal  transformation  had  been 
entirely  prevented,  and  when  this  was  accomplished  the  steel  was  purely  martenaitic 
in  structure. 

The  present  work  fails  to  confirm  this  statement,  as  does  that 
of  the  investigators  already  referred  to.  Edwards  was  tmable 
to  observe  the  transformation  Ar"  with  the  formation  of  marten- 
site,  probably  for  the  reasons  given  by  Rosenhain  •  in  his  dis- 
cussion of  Edwards'  paper. 

Yatsevitch,"  Dejean  ",  and  Honda  "  have  used  two  or  three 
cooling  rates  in  their  experiments  with  varying  T  max.,  and  their 
results  show,  as  do  Edwards's  that  the  transformation  split  occurs 
for  lower  values  of  T  max.  with  faster  cooling  rates. 

«LcCliatdier.Rar.deMet.l4,i».6oz:  1917*  •RoiwilMihi,  J.IfonBiid8rrfllm»,,it,p.«4y;  VA 

*  Chevenaid,  Ror.  de  Met.,  14,  p.  6x0;  Z9<7*  ^  Yatseyitch.  loe.  cftt. 

•  Portevin  and  Oftrdn.  Rcr.  de  Met..  14.  p.  607;  X9X7-    ^^  Defcan.  loc.  cit. 

V  Dejcaa.  Rev.  de  Met..  14.  p.  641;  19x7.  "  Honda  and  Munikand,  ScL  Rep.  tfhtkn  bap^ 

■  Bdwaidfl,  loc.  dt.  Unhr.,  ^  p.  935:  i»iB> 
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The  previous  investigators  in  this  field  have  laid  particular 
stress  on  the  variation  of  T  max.,  the  rate  remaining  constant, 
while  the  variation  of  rate,  T  max.  remaining  constant,  has 
received  little  attention.  The  present  work  attempts  to  apply 
the  latter  method  to  the  investigation  of  an  alloy  steel  with  the 
object  in  view  of  correlating  the  results  of  that  method  with  those 
of  the  former  and  to  establish  the  relationship  between  the  several 
phenomena  observed. 

nL  EXFBRIMBNTAL  MBTHOD 

The  method  anplo3red  for  obtaining  the  thermal  curves  was 
to  heat  the  samples,  attached  to  the  hot  junction  of  a  0.5  mm 
diameter  platinum,  90  platinum-io  rhodium  thermocouple,  in  an 
electric  vacuum  ftnnace,  taking  ]x>tential  measurements  on  a  dial 
potentiom^er  and  measuring  the  time  interval  on  a  chronograph, 
as  described  in  the  Bureau  of  Standards  Scientific  Paper  213. 
The  furnace,  however,  was  one  recently  built  at  the  Bureau, 
a  modified  form  of  the  one  described  by  Rosenhain  ^'  and  in  use 
at  the  National  Physical  Laboratory.  This  furnace,  which  will 
be  described  at  a  later  date,  was  admirable  for  the  purpose-  at 
hand,  as  extreme  rates  of  temperature  change  can  be  obtained 
with  smooth  curves  over  long  ranges. 

IV.  THERMAL  CURVES 

The  curves  of  Pigs,  i  and  2  were  plotted  by  the  inverse  rate 
siethod  from  readings  taken  every  0.02  millivolt  (approximately' 
2°  C)  except  for  several  extremely  fast  runs,  which,  however,  are 
plotted  on  that  basis. 

The  curves  of  Pig.  i  are  a  preliminary  series  taken  on  sample  A 
of  about  10  g  xnass  to  locate  the  transformation  ranges  and  with- 
out fully  knowing  the  characteristics  of  the  material.  The  data 
for  the  curves  of  Pig.  2  were  taken  on  sample  B,  xnass  0.81  g, 
keeping  T  max.  constant  and  extending  ttys  observations  to  lower 
temperatures  than  for  sample  A.  The  values  given  for  rate  of 
temperature  change  were  reduced  from  the  inverse  rate  curve 
observations  taken  on  heating  just  before  Acr-j  and  on  cooling 
midway  between  Ar'  and  Ar". 

The  transformations  as  designated  on  the  curves  of  Pigs,  i  and  2 
are  Ac^,  an  evolution  of  heat  on  heating  a  sample  previously 
cooled  at  a  rate  that  gave  Ar'';  Ac2,  the  magnetic  transformation; 
Aci-j,  the  transformations  Acr  and  Acj  merged  or  nearly  super- 
imposed; Ar',  the  upper  transformation  of  the  split  Ar  trans- 
formations; and  Ar'',  the  lower  transformation.  The  temperature 
values  of  these  transformations  are  collected  in  Table  i. 


TatfL  tiiUUat,  U.  9- 164:  1915. 
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Tlie  appropriateness  of  tbe  transformation  notation  Ac  j-j  and 
Ad  will  be  seen  from  the  discussion  of  those  transformations. 


9^njLi?^^c/UJ9£ 


Itwo  values  for  the  maximum  transformation  temperature  indicate 
a  double  peak.  In  Fig.  3  the  temperature  values  of  Aci-j,  Ar', 
and  Ar^'  given  in  Table  i  are  plotted  against  rate  of  temperature 
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change  in  dqprees  oentigirade  per  scooo^  No  attempt  is  made  to 
interpret  the  donbk  peaks,  and  theHnes  representing  Ar' and  Ar'^ 
in  Pig.  3  are  rather  arbitrarily  drawn  through  the  higher  values. 

V.  EFVECT  OF  COOUNO  RATE 

An  inspection  of  the  cooling  curves  of  Figs,  i  and  2  shows  that 
Ar'  is  the  normal  Arj-^-i  of  slow  cooling  rates,  but  that  it  grad- 
ually dies  off  in  intenaty  with  increasing  rate.  While  Ar' is  falling 
off  in  intensity,  the  transformation  Ar^'  comes  into  existence  and 
gains  in  intensity,  being  a  mayimtun  for  rates  that  do  not  show  Ar'. 

This  region  over  which  both  Ar'  and  Ar''  occur,  as  shown  in 
Fig.  3,  wiU  be  called  the  critical  cooling  range.  Its  limits  were 
roughly  determined  as  0.15  and  0.70^  C  per  second,  by  plotting  a 
measure  of  the  transforxnation  intensities,  obtained  by  a  method 
to  be  described  in  a  subsequent  section,  against  rate  and  extending 
a  straight  line  through  the  values  back  to  zero. 

The  remarkable  change  in  properties  caused  by  this  very  slight 
change  in  rate  is  represented,  when  the  same  phenomenon  is 
observed  on  varyiiig  T  max.,  by  the  considerable  temperature 
variation  of  approximately  300^  C  for  some  high-speed  steels.^^ 

The  fact  that  the  split  transformation  occurs  with  a  constant 
value  of  T  max.  shows  that  it  is  unnecessary  to  hypothecate  a 
dissociation  of  the  carbide  (or  carbides)  to  explain  this  phenom- 
enon. 

1.  MICROSTRUCTOnB  '• 

To  estaUish  the  structural  differencjS  between  the  material 
cooled  at  a  rate  that  gave  Ar '  and  one  that  gave  Ar ' '  and  the  anal- 
ogy to  the  phenomena  obtained  by  varying  T  max.  for  this  steel, 
micrographs  were  taken  of  samples  cooled  at  several  definite  rates 
of  cooling.  The  micrograph,  Pig.  4,  taken  after  cooling  at  a  rate 
of  o.oi^  C  per  second,  Ar'  only  occurring,  shows  an  irregular  mass 
of  fine  carbide  particles,  corresponding  to  pearlite  in  carbon  steels 
and  distinct  from  the  coarse  particles  of  free  carbide,  in  a  ferrite 
matrix.  Figs.  5  and  6,  micrographs,  taken  of  samples  cooled  at 
rates  <^  0.30  and  0.33^  C  per  second,  respectively,  show  character- 
istic black  troostite  patches  on  a  background  of  martensite.  With 
those  cooling  rates  the  transformations  Ar'  and  Ar''  were  both 
obtained.  Fig.  7,  which  is  of  sample  A  following  a  cooling  rate 
of  o.7i^C  per  second,  shows  a  martensitic  structure  although  the 
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Fig.  4. — Cooling  rate^  0.01°  C  per  second.      Transformation  Ar' 
Magnification  loooz.    Etched  in  3  per  cent  HNOs  in  alcohol 
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Fig.  5. — Cooling  rate,  0.30°  C  per  second.     Transformation  Ar^  and  Ar'' 
Magnification  looox.    Etched  in  a  per  cent  HNO3  in  alcohol 
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Fio.  6. — Coo  ling  rate,  o.jj°  C  per  second.     Transformation  A  r'  and  A  r'' 
Macnification  xooqk.    Etched  in  a  per  cent  HNOi  in  alcohol 


Fig.  7. — Cooling  rate,  0.71^  C  per  second.     Transformation  Ar^^ 
Magnification  looox.    Etched  in  a  per  cent  HNOt  in  alcohol 


Digitized  by 


Google 


Transformations  in  an  Alloy  Sted 


97 


needleiifce  markings,  characteristic  of  high-carbon  steels,  are  only 
sUgfatly  evident. 

The  conchisions  to  be  drawn  from  the  preceding  microscopic 
evidence  are  that  troostite  or  a  decomposition  product  f  oxms  with 
the  transforaiation  Ar'  and  martensite  with  the  transformation 
Ar'',  precisely  what  obtains  when  the  same  transformations  are 
observed  in  other  alloy  steels  with  varying  T  max. 

2.  RBLATIOlff  OF  ''Ar'"  TO  "A«^'»» 

« 
The  radical  structural  difference  between  the  material  showing 

Ar'  and  that  showing  Ar^'  presumes  a  similar  radical  difference 

in  the  transforxnations  Ar^  and  Ar^'.    To  demonstrate  the  possi- 

biHty  of  this  difference,  the  intensities  of  the  transformations 

Acj-j,  Ac2,  Ar',  and  Ar^'  have  been  estimated  by  means  of  a 

planimeter  measuring  the  area  of  the  positive  departure  of  the 

thermal  curves  from  the  assumed  neutral  body  curves  through  the 

respective  transformation  ranges.    The  results  given  in  Table  2 

show  a  well-marked  loss  in  intensity  of  the  sum  of  the  areas  of  Ar' 

and  Ar''  at  the  cooling  rate  1.20®  C  per  second,  which  gives  Ar" 

above.     Ontheasstunption  that  Ar'^is  no  new  transformation  other 

than  Arj,  2,  or  i,  the  conclusion  is  that  some  one  or  more  of  the 

transforinations  Arj,  2,  and  i  constituting  Ar'  is  suppressed. 

TABLB  2.— Arau  of  Theniiftl  CantB  is  S^itum  M iUiiiMters  Cofrespooding  to  Haa 
Bfficts  of  Tgy»ff<ff««fl^^ff  jn  Saninlo  B 


Acl-8 

Acff 

AC/-5+ 

tmiiior. 

matfon 

Act 

CMHnf 

Af 

At" 

Ikit 

3.40 
L20 
.60 
.50 
.43 
.17 
.00 
.06 

HvmA 

M 
40 
40 
64 
60 

7a 

72 

74 
66 
68 

64 
64 
72 

110 
106 

lOB 
128 
124 
144 

84 
72 
60 
48 

84 

98 
98 
104 
100 
120 
116 

TIM 

26 
38 
56 
100 
120 
116 

fivA. 

^^.. 

Smolh 

"*""'""  ** 

Avmga 

66 

120 

3.  SUPPRBSSIOH  OF  '*  Axi '' 

The  preceding  conclusion  agrees  with  the  generally  accepted 
conception  that  martensite  is  a  solid  solution  of  cementite  in  some 
fomi  of  iron.  This  means  that  Ar j  is  suppressed  with  the  fw- 
maticm  of  martensite  and  further  evidence  is  not  wanting.  The 
transformation  intensities  indicate  that  a  heat  effect  of  the  mag- 
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mtude  of  Ar  j  is  missing  at  A]^^  Tlie  work  of  Honda  on  the  mag- 
netic properties  of  tungsten  steels  in  a  paper  before  the  Septem- 
ber meeting  of  the  Journal  of  the  Iron  and  Steel  Institute,  how- 
ever, shows  that  the  carbide  is  retained  in  solution  at  Ar'^  fw  the 
carbide  in  solution  does  not  undergo  the  transformation  Ao.  The 
transformations  Ac/  and  Aci-j  offer  still  further  substantiation 
to  which  attention  will  be  called  in  their  discussion. 

There  still  remains  the  possibility  that  one  of  the  other  trans- 
formations, Arj  or  2,  is  suppressed.  This,  however,  is  mani- 
festly impossible,  for  A3  and  A2  coincide  when  Aj  is  depressed 
below  the  normal  temperatiu-e  of  A2  **  and  martensite  is  mag- 
netic. The  magnetic  curves  of  Honda  and  Murakami  ^^  taken 
on  a  number  of  tungsten  steels  showing  a  split  transformation  with 
increasing  T  xnax.,  also  indicate  the  occurrence  of  A?  at  Ar''. 

The  conclusion  that  must  therefore  be  adopted  is  that  Ar j  is 
suppressed  with  the  formation  of  martensite,  or  that  Ar''  con- 
stitutes the  transformations  Arj  and  2. 

VI.  TRANSFORMATIONS  ON  HBATIN6 

The  thermal  curves  of  Pigs,  i  and  2  show  two  transformations 
Ac  1-5  and  Ac2  occurring  uniformly  within  narrow  temperature 
limits  and  a  transformation  Ac^  occurring  only  following  certain 
cooling  rates.  The  identity  of  Ac^  is  established  by  its  markedly 
characteristic  shape  and  its  uniform  occurrence  at  about  780^  C 
which  is  in  close  proximity  to  its  maximum,  768**,  in  pure  iron. 
This  phenomenon  of  Ac/  occurring  above  Ac2  in  alloy  steels  is 
not  new  and  has  been  well  established  by  Moore  ^*  for  a  chromitmi 
steel.  The  transformation  Aci-3  hardly  needs  identification, 
although  attention  should  be  called  to  its  sluggish  ending  which 
indicates  that  the  transformations  concerned  do  not  completely 
coincide.  This  is  further  illustrated  by  the  change  in  area  of  the 
peak,  which  is  evidently  Acr  from  the  effect  of  previous  cooling 
rate  on  its  ]x>sition,  with  the  temperature  of  its  occturence. 

1.  TRANSFORMATIOlff  **Act» 

The  transformation  Act  is  indicated  by  an  inflection  to  the  left 
which  denotes  an  evolution  of  heat  on  the  heating  curve  and  occurs 
over  a  considerable  temperattu-e  range.  It  is  a  maximimx  follow- 
ing cooling  rates  that  give  Ar"  alone,  and  loses  in  intensity  fol- 
lowii^  decreasing  rates  through  the  critical  cooling  range,  becom- 


»HbiidA  and  tVdcagi.  Sd.  Rep.  Tbhokn  Imp.  Usir.,  f.  p.  3*4;  X918. 

^  EbmdA  and  Xnnkaml.  loc.  cit. 

u  Moore.  J.  Iroo  and  Steel  Inst,  81.  p.  a68:  1910. 
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ing  zero  when  Ar'  alone  occurs.  It  Is  therefore  roughly  proix>r- 
tional  in  intensity  to  Ar''  or  the  amount  of  xnartensite  present. 
By  its  analogy  to  tempering  the  conclusion  may  be  drawn  that 
Act  represents  the  precipitation  of  the  carbide  in  solution  to  form 
at  first  troostite  and  as  it  progresses  the  coarsening  of  the  carbide. 

This  phenomenon  of  a  heat  evolution  on  heating  steels  that 
show  Ar''  was  observed  by  Carpenter  *•  on  differential  thermal 
curves  with  which  T  max.  was  varied  and  coxmected  with  tem- 
pering. 

The  nature  of  Act,  a  gradual  building  up  of  the  heat  evolution 
over  a  long  temperature  range,  may  throw  some  light  on  the 
spontaneous  heat  evolution  and  also  the  change  in  other  physical 
properties  of  quenched  steels  as  observed  by  Hadfield  and  Brush  ^, 
by  Matsushita  ",  and  by  CampbeU  ^.  The  indications  are  that 
the  transformation  starts  to  a  minute  degree  at  very  low  temper- 
atures,  possibly  at  ordinary  temperatures,  particularly  in  carbon- 
steels  which  temper  at  lower  temperatures  than  alloy  steels. 

The  existenoe  of  Act  as  an  evolution  of  heat  following  cooling 
rates  that  give  Ar^'  is  further  confirmation  of  the  suppression  of 
Ar J  with  the  formation  of  martensite. 

2.  SmCT  or  PKEVIOUS  COOUNO  RATB  OH  ««AkI-^^ 

It  will  be  seen  on  examining  Fig.  3  that  practically  all  the  tem- 
perature values  for  the  maximum  of  Acr-j  lie  on  two  smooth 
curves.  The  data  of  Table  i  show  that  the  runs  which  correspond 
to  the  numbers  on  the  upper  curve  were  obtained  following  cool- 
ing rates  that  gave  Ar'  predominant  and  those  on  the  lower  curve 
foQowing  cooling  rates  that  gave  Ar'^  predominant.  The  tem- 
perature interval,  10®  to  15®  C,  between  those  two  ciu-ves  may 
therefore  be  attributed  to  the  state  of  division  of  the  carbide 
resulting  from  the  previous  heat  treatment. 

The  phenomenon  noted  in  the  preceding  paragraph  offers  still 
further  substantiation  of  the  suppression  of  Ar'  with  the  forma- 
tion of  martensite. 

It  may  be  of  interest  to  note  that  the  curves  of  Fig.  3  drawn 
through  the  temperature  values  of  Acj-5  and  Ar'  do  not  point 
toward  a  common  equilibrium  temperattu^  Aer. 

I'Cupenter,  J.  Irao  and  Sted  Inst.  •?•  ik  433;  190$. 
*Hafdiield  and  Biuali.  Ploe.  Royal  Soc.,  tt,  p.  s88;  X9i7- 
»lfaHnitiHa,8ci.  tbtp,  Tlohaictt  Imp.  Unhr.,  7.  p,  43;  z9xS. 
"Cmn^tB,  Bcprint  J.  Imi  and  Stod  Inst,  96,p.  4*1;  19A 
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yjL  SUMMARY 

The  results  of  previous  investigators  have  been  taken  to  show 
that  with  the  occurrence  of  a  split  transformation  on  cooling  alloy 
steels  from  increasingly  higher  temperatures  (a)  that  when  the 
higher  temperature  transformation  Ar'  is  observed  with  low 
values  of  T  max.,  troostite  or  a  decomposition  product  results 
and  (6)  that  when  the  lower  temperature  transformation  Ar'^  is 
observed  with  high  values  of  T  max.,  martensite  is  the  resulting 
product. 

The  present  investigation  has  shown  for  a  certain  alloy  steel 
that  on  varying  the  rate  of  cooling,  the  maximum  temperature 
remaining  constant,  a  strictly  analogous  phenomenon  is  observed, 
increasing  rate  of  cooling  having  the  same  effect  as  increasing 
Tm^- 

Conclusions  are  draw;n  to  the  effect  that — 

(a)  The  transformation  Ar'  consists  of  the  transformations 
Arj,  2f  and  i. 

(6)  The  transformation  Ar'^  consists  of  the  transformations 
Ar  J  and  2. 

(c)  The  transformation  Arr,  suppressed  when  Ar^'  is  observed, 
occurs  on  heating  as  Act  with  an  evolution  of  heat  and  thfe  fonna- 
tion  of  troostite  or  a  coarser  condition  of  the  carbide. 

{d)  The  maximimi  of  the  transformation  Acr-j  occurs  at  a 
higher  temperature  when  the  previous  cooling  rate  gave  Ar^  than 
when  it  gave  Ar". 

The  author  desires  to  express  his  indebtedness  to  H.  S.  Rawdon 
for  the  micrographic  work  and  to  Miss  P.  L.  Th(mipson  for  her 
skillf td  assistance  in  preparing  the  experimental  data. 

Washington,  December  23,  1918. 
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A  SOMPUnCATION  OF  THE  iNVERS&EtVTE  METHOD 
TOR  THERMAL  ANALYSIS 


By  P.  D.  Meiica.  Phyiidtt 


One  of  the  ammt  u&dvl  mui  at  the  ^axoe  time  least  conunonly 
«9ed  oietbiids'of  ihermal^yDHly^as  lor  the  .determination  of  ^-axis- 
forauilioiis  in  isetals  and  aUoys  consists  in  the  i»cording  of  the 
time  jntenmls  J3Bqinisd  lor  ^mceessive  incarements  of  tenyj^erature 
diaagedumg  heatiog  or  cooUiig,  the  temperature  of  the  fumaoe 
which  eaatams  tke  ffMctmen  being  alteisd  at  a  uniform  rate. 
Ute-^ctirve  dbtained  by  plotting  these  time  intervals  as  a  ftmction 
of  tiie  mean  temperatnie  of  the  specimen  during  the  interval  is 
called  Hie  imzevse'cate  curve.  It  is  probably  due  to  the  fact 
that  no  ample  and  convenient  method  has  apparently  been 
avaSabk  for  the  measur^nent  of  the  successive  time  intervals 
that  this  method  has  not  been  so  generally  used  as,  for  example, 
the  differential  method,  for  which,  in  addition,  several  types  of 
automatic  or  semiautomatic  apparatus  have  been  designed. 

Whenever  this  method  has  been  used  the  intervals  have  usually 
been  measured  with  the  use  of  a  chronograph.  Its  operation  as 
practiced  at  the  Bureau  of  Standards^  is  as  follows:  The  tem- 
perature of  the  specimen  is  measured  by  thermocouple  and  dial 
potentiometer;  the  operator  sets  the  potentiometer  at  suc- 
cessive values  of  the  emf ,  differing  by  equal  increments,  usually 
0.02  millivolt,  and  records  the  exact  instant  on  the  chronograph, 
by  pressing  ;a  contact  key,  at  which  the  galvanometer  coil  passes 
through  its  null  position.    Two-second  intervals  are  also  recorded 

^G.  K.  BurgcM  and  J.  J.  Crowe.  Cxlticftl  Raacea.  Aa  ftnd  A3  ol  Pum  Irai,  this  Bvlletin.  10  (Sdcntlite 
filler  No.  9x3);  19XJ. 
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on  the  same  chronograph  record,  and  the  number  of  seconds 
elapsmg  between  successive  signals  is  afterwards  counted  from 
the  record  and  plotted  as  a  ftmction  of  the  emf ,  or  of  the  tem- 
perature. 

This  method  is  an  admirable  one,  and  by  it  most  minute  thermal 
arrests  may  be  detected,  but  it  requires  the  use  of  a  good  chrono- 
graph, which  is  generally  difficult  to  obtain,  and  the  time  of  one 
operator  during  the  recording  and  subsequently  to  read  the 
intervals  from  the  record.  The  latter  operation  often  takes 
from  one  to  two  hours.  There  is  here  suggested  a  simple,  con- 
venfent,  and,  it  is  believed,  equally  accurate  method  of  recording 
the  successive  time  intervals  by  which  the  expense  of  chrono- 
graph and  the  time  of  one  operator  in  counting  the  chronograph 
record  may  be  eliminated.  The  remainder  of  the  apparatus, 
consisting  of  furnace,  thermocouple,  and  potentiometer,  is  used 
exactly  as  in  the  former  method. 

Two  stop  watches  are  used,  which  may  conveniently  be  mounted 
in  a  small  frame  to  be  held  in  one  hand,  a  finger  being  placed  on 
each  stem.  During  the  **  run  "  the  operator  sets  the  potentiometer 
and  marks  the  instant  at  which  the  galvanometer  is  at  zero  by 
pressing  the  stems  of  both  watches  simultaneously,  stopping  one 
at  the  end  of  the  interval  which  it  has  measured  and  starting  the 
other  upon  its  measurement  of  the  next.  The  interval  is  read 
and  recorded  upon  a  suitable  blank  sheet,  the  hand  of  this  watch 
returned  to  its  zero  position,  and  the  potentiometer  set  at  the 
next  value.  The  operation  is  repeated  for  each  successive  interval. 
The  intervals  so  recorded  are  afterwards  plotted  directly  as  a 
function  of  the  emf . 

Fig.  I  shows  the  inverse-rate  curves  for  two  complete  "runs,' 
including  the  heating  and  the  cooling  curve,  made  on  pure  iron. 
Both  A3  and  A2  are  indicated  on  the  first  set  of  curves,  only  A2 
on  the  second  set.  In  each  case  the  intervals  were  recorded  both 
with  the  stop  watches  and  with  the  chronograph  in  the  usual 
manner;  the  curves  marked  c  were  takoi  with  chronograph, 
those  marked  w  with  stop  watches.  It  is  evident  that  there  is 
little  difference  in  the  smoothness  of  the  two  sets  of  curves  or  in 
the  accuracy  or  precision  of  measurement  of  the  time  interval. 

A  general  consideiation  of  the  accuracy  of  the  stop  watch  also 
indicates  that  the  precision  of  measurement  by  stop  watch  is 
sufficient  for  the  ptuposes  of  thermal  analysis.  It  is  only  rarely, 
perhaps  once  in  a  hundred  times,  that  a  stop  watch  is  not  accu- 
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rate  to  within  one-fifth  of  a  second,  and  its  maximiim  error  is 
two-fifths  of  a  second.  It  is  found  that  the  variation  of  successive 
intervals  of  time  measured  in  the  inverse-rate  method,  due  to 
actual  non-uniform  rate  of  cooling  or  heating  of  the  furnace,  or  to 
inaccuracy  of  the  operator  in  signaling  the  moment  when  the 
potentiometer  is  balanced  is  of  approximately  the  same  value; 
that  is,  one-fifth  of  a  second.     It  is  therefore  not  necessary  to 
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Fio.  2. — Heating  and  cooling  inverse-taU  curves  of  pure  iron  taken  (C)  with  chronograph 

and  (W)  with  stop-^watch 

obtain  the  greater  precision  of  time  measurement  which  is  unques- 
tionably possible  by  the  use  of  the  chronograph. 

When  the  ordinary  dial  type  of  precision  potentiometer  is  used, 
the  operator  has  sufficient  time  for  all  of  the  operations  necessary: 
setting  the  potentiometer,  reading  and  recording  the  time  interval 
from  the  watch,  within  an  average  interval  of  1 5  seconds.  This  is 
recommended  for  usual  conditions. 

The  curves  recorded  above  were  taken  with  a  cheap  variety  of 
stop  watch,  costing  about  $10.     It  does  not  appear  that  a  more 
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expulsive  iratdi  is  'ftecessary.  It  is,  kowever.,  not  advisi^le  to 
use  the  type  oi  slop  watch  which  has  also  the  visual  hour  and 
second  hands,  as  the  presence  of  so  many  indicating  hands  will 
only  coctfaise  the  operator,  who  is  obliged  to  lead  quickly  'aiMl  can 
not  take  much  time  in  tecogmzang  the  stop  hand. 

The  atrtlior  acknowledges  the  asststaaoe  ti  Miss  H.  G.  Movius 
in  obtafaihig  the  curves  described  above. 

Washington,  March  12,  1919. 
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I.  INTRODUCTION 

Aluminum  and  its  alloys  have  been  the  subject  of  much  inves- 
tigation ^  during  recent  years,  in  the  course  of  which  the  principal 
features  of  the  constitution  of  most  of  the  binary  alloy  systems 
with  aluminum  have  been  determined. 

Except  in  the  case  of  a  few  metals — silicon,  bismuth,  cadmium, 
lead,  zinc,  and  tin — ^an  aluminum-rich  compound  is  formed  in 
each  binary  system,  which  forms  a  eutectic  with  the  aluminum 
or  its  solid  solution  with  this  compound.  Thus,  such  com- 
pounds as  FeAlj,  CuAlj,  Mg^Al,,  and  NiAl,  are  formed,  which  are 
found  in  aluminum-rich  alloys  of  their  respective  series  as  eutec- 
tics  with  the  aluminum  solid  solution.  These  compounds  are  in 
all  cases  hard  and  brittle  and  their  presence  affects  profoundly 
^  physical  properties  of  the  alloys  in  which  they  occur.  Within 
the  zinc-aluminum  system  a  compound,  AlaZn,,  is  formed  which 
decomposes  at  lower  temperattures. 

Silicon  and  tin  each  form  a  simple  eutectiferous  series  with 
aluminum.  Bismuth,  lead,  and  cadmiixm  are  only  partially  mis- 
cible  in  the  liquid  state  with  aluminum. 

Ducussioa  and  bibliogntphy  of  the  literatim  deating  with  ahiminiim  and  its  alloys  will  be  found  in 
^^vcttW  of  the  Bitftau  of  Standards*  Na  76;  19x9. 
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The  extent  of  the  solubility  in  altiminum  in  solid  solution  of 
these  compounds  or  of  the  elements  themselves  in  the  case  of 
those  series  in  which  compounds  are  not  formed  is  of  the  greatest 
importance  in  considering  the  effect  of  these  compounds  or  ele- 
ments upon  the  physical  properties  of  aluminum-rich  alloys. 
Whether  the  compound,  CuAl,,  is  dissolved  in  the  aluminum  in 
an  aluminum-rich  alloy  or  is  in  the  form  of  a  hard  and  brittle 
constituent  distributed  throughout  the  mass  must  be  a  ques- 
tion of  primary  importance  in  a  consideration  of  the  mechanical 
properties  of  the  alloy. 

Reference  to  the  equilibrium  diagrams  of  the  binary  aluminum 
alloys  as  they  are  established  to-day  shows  that  with  a  few  excep- 
tions the  solubilities  of  these  compounds  either  have  not  been  deter- 
mined with  any  exactness  or  not  at  all.  Only  the  solubility  of 
zinc  and  that  of  CuAl,  in  aluminum  have  received  any  attention, 
the  former  at  two,  the  latter  at  only  one  temperature;  reference 
is  made  to  these  determinations  below.  In  many  other  cases  an 
estimate,  at  best  unsatisfactory,  has  been  made  from  thermal 
analysis  of  the  position  of  the  end  of  the  eutectic  horizontal  line 
or  arrest. 

The  authors  have  imdertaken  to  determine  the  solubilities  of 
a  number  of  these  compoimds  at  different  temperatures  and 
thus  to  establish  the  missing  solubility-temperature  curve  of  these 
compounds  in  the  equilibrium  diagram.  This  paper  deals  with 
the  solubility-temperature  ciuves  of  CuAls  and  of  Mg^Al,,  and  inci- 
dentally with  the  solubility  of  FeAl,  and  the  condition  and  solu- 
bility of  silicon  in  alumintun;  later  determinations  will  be  reported 
on  the  curves  fof  MnAl,  and  NiAlj. 

n.  CONSTITUTION  OF  COMMERCIAL  ALUMINUM 

Commercial  ingot  aluminum  contains  from  0.2  to  0.5  per  cent 
each  of  iron  and  of  silicon  as  impurities,  which  are  at  least  par- 
tially visible  imder  the  microscope.  Pigs,  i  and  2  show  the 
microstructures  of  two  compositions  of  altuninum  ingot  at  a  low 
magnification;  the  grains  of  aluminum  ar^  partly  surrounded  by 
particles  of  other  constituents,  the  amount  of  which  is  greater  in 
a  composition  having  higher  content  of  total  impurities.  In 
Figs.  3,  4,  and  5  are  shown  microstructures  of  the  same  mate- 
rials at  higher  magnification. 

The  microstructure  of  aluminum  and  of  its  light  alloys  is  best 
developed  by  careful  grinding  and  polishing,  followed  by  etching 
with  a  dilute  solution  of  sodium  hydroxide;  the  authors  prefer  one 
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Fio.  X. — Pure  aluminum  (Al-^)  containing  Fe,  0.24 
per  cent;  Si,  0.14  per  cent  (etched  with  0,1  per  cent 
NaOH).     Xioo 


Fig.  3. — Commercial  ingot  aluminum  (AI-2)  containing 
Fe,  O.J  per  cent;  Si,  0.2  per  cent  (etched  with  o.l  per 
centNaOH).     Xioo 


Fio.  3. — Pure  aluminum  ingot  containing  Fe,  O.IK  per 
cent;  Si,  0.12  per  cent,  showing  fine  particles,  probably 
of  constituent  X,     X 1500 
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of  0.1  per  cent,  with  the  addition  of  approximately  10  per  cent 
alcohoL  Such  a  solution  does  not  etch  deeply  enough  to  develop 
the  gram  botmdaries  but  it  does  bring  out  quite  well  the  various 
other  constituents  found  in  aluminum  and  its  light  alloys  which 
are  often  in  such  fine  distribution  that  they  are  obliterated  by 
heavier  etching  with  more  concentrated  solutions  of  soditun 
hydroxide  or  of  hydrofluoric  add  which  are  more  commonly  used. 
As  much  care  must  be  used  in  the  grinding  and  polishing  of  the 
metal  as  in  its  etching  in  order  to  secure  the  best  results,  the  grind- 
ing with  the  finer  grades  of  emery  paper  must  be  done  with  the 
aid  of  some  lubricant  such  as  parafiin,  oil,  or  simply  alcohol,  and 
best  results  are  obtained  by  poUshing  with  alumina  on  suitable 
doth  moistened  with  alcohol.  The  subject  of  the  preparation  of 
aluminum  for  microscopic  examination  is  discussed  in  two  papers 
by  R.  J.  Anderson.' 

The  constitution  of  the  binary  alloys  of  iron  with  aluminum  has 
been  investigated  by  Gwyer.*  The  compound  FeAl,  forms  a 
.eutectic  with  aluminum  at  649®  C;  its  composition  is  unknown, 
but  it  contains  undoubtedly  a  low  percentage  of  iron— i  to  2  per 
cent  Gwyer  did  not  determine  the  solubility  of  FeAl,  in  alumi- 
num, but  noted  that  it  was  very  slight 

The  most  complete  investigations  of  the  equilibrium  of  binary 
alloys  of  silicon  and  aluminum  were  made  by  Frankd^  and 
Roberts;*  the  latter  investigation  confirming  the  first  one  in  prac- 
tically all  respects.  According  to  these  investigations  no  comr 
poimd  is  formed  in  this  series;  the  two  dements  form  a  eutectic 
at  about  15  per  cent  silicon  and  576®  C;  the  solubility  of  silicon  in 
aluminum  is  given  as  less  than  0.5  per  cent 

It  was  necessary  for  the  authors*  work  on  the  solubility  of 
CuAl,  and  Mg^Al,  that  they  first  be  able  to  identify  the  various 
constituents  which  wotdd  be  present  in  alloys  of  alnmintim  with 
these  metals.  On  comparing  the  microstructiures,  therefore,  of 
several  different  compositions  of  aluminum  in  the  light  of  these 
investigations  of  the  equiUbriiun  between  aluminum  and  iron  and 
alumtrmm  and  silicon  it  was  possible  to  identify  a  light  bluish 
constituent  occurring  in  all  compositions  as  FeAl,;  this  is  shown 
in  Fig.  4.     In  compositions  having  less  than  about  0.2  per  cent 

*  R.  J.  Andenoa.  The  MeCaUography  of  Aluminum.  Chem.  and  Met.  Bngineering,  18,  p.  179,  19x8;  and 
loumald  the Pianklin  Institute.  187,  p.  z,  2919. 

'  A.  Gwyer,  Coostitution  of  Binary  Alloys  of  Aluminum  with  Iron,  Copper,  Nickel,  Cobah,  I«ead,  and 
CiMhrnmn.  Zcit  anon.  Chem.,  M,  p.  1x3;  1908. 

*  W.  Pi3nkd.  SilicoB-Ahiminnm  Alloys.  Zett.  anorg.  Chem..  68,  p.  154;  xgoS. 
'C.  B.  Roberts,  Stiioon-Aluminum  Afloys,  Trans.  Chem.  Soc..  106.  p.  1383;  19x4. 
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of  silicon  no  other  constituent  was  noticed  in  the  eutectic  islands; 
in  those  having  this  amount  or  more  of  silicon  a  second  con- 
stituent, slightly  darker  than  the  FeAl,,  was  noticed.  This  is 
shown,  together  with  the  PeAl,,  in  Fig.  5.  In  order  to  be  more 
certain  of  the  identity  of  these  two  constituents  of  the  eutectic 
islands,  samples  were  prepared  from  a  relatively  pure  aluminum, 
called  Al-i,  containing: 

Percent 

lion o.  15 

Silicon 12 

Copper 02 

With  the  addition  of  more  silicon  and  of  more  iron  the  micro- 
structure  of  these  samples  showed  that  as  the  silicon  was  increased 
the  darker  constituent  increased  in  amount,  whereas  as  the  iron 
increased  the  amount  of  the  lighter  one  increased  in  amount. 
Fig.  6  shows  the  two  constituents  in  a  sample  containing  2  per  cent 
each  of  iron  and  silicon.  It  was  at  first  assumed  that  this  darker 
constituent  was  crystallized  silicon,  in  accordance  wnth  the 
equilibrium  diagram.  However,  the  results  of  thermal  analyses 
made  on  30  g  samples  of  dijfferent  compositions  of  aluminum  did 
not  bear  this  conception  out. 

Cooling  curves  of  the  inverse-rate  tjrpe  on  four  different  compo- 
sitions of  aluminum  are  shown  in  Fig.  7.  The  temperature  of  the 
FeAlj-aluminum  eutectic  arrest  is  indicated  clearly  on  each;  it 
is  lower  with  increasing  silicon  content.  The  sample  Al-i,  con- 
taining only  0.12  per  cent  of  silicon,  showed  no  other  arrest  be- 
tween this  temperature  and  ordinary  temperature;  this  specimen 
contained  only  the  one  eutectic;  that  is,  that  with  the  constituent 
identified  as  FeAlj.  The  other  compositions  of  higher  silicon  con- 
tent show  a  lower  arrest  at  610°  C,  quite  constant  in  temperature; 
the  intensity  of  the  arrest  increases  with  the  increase  in  silicon 
content.  None  of  these  compositions  showed  an  arrest  at  576®  C. 
The  appearance  of  the  arrest  at  6to®  C  corresponds  with  the 
appearance  of  the  darker  constituent  in  the  eutectic  in  small 
amounts.  With  higher  amounts  of  silicon,  therefore,  a  thermal 
arrest  is  found  at  about  576^  C,  corresponding  to  the  silicon- 
aluminum  eutectic  (and  this  was  confirmed  by  the  authors), 
which  is  not  found  in  aluminum  of  low  silicon  content;  in  place  of 
the  576®  C  arrest  is  found  one  at  610°  C. 

The  evidence  seems  to  point  to  the  fact  that  the  second  and 
darker  constituent  found  in  the  eutectic  islands  in  aluminum  is 
not  silicon,  but  a  compound  of  unknown  composition,  either  of 
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Fig.    4. — Commercial     aluminum    (AI-2),     showing 
euiectics  of  FeAl^  and  of  constituent  X,     Xiooo 


Fig.     5. — Commercial    aluminum     (Al-2)t     showing 
euiectics  of  FeA  l^  and  of  constitutent  X,     X  looo 


Fig.  6. — Alloy  containing  2  per  cent  each  of  iron  and 
silicon.  The  two  constituents,  Si  (dark)  and  the  FeA  I 
(light)  are  readily  distinguished.     X  looo 
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iron  and  silicon  alone,  or  of  these  with  aluminum;  it  will  hence- 
forth be  referred  to  as  X  (AlFeSi).  The  ternary  liquidus  surfaces 
must  have  somewhat  the  form  shown  in  Fig.  8.     Within  the  area 


Fig.  8. — Suggested  form  of  liquidus  surfaces  of  ternary  system  aluminum-iron-silicoti 

near  aluminum  end 

Al-abcd  aluminum  separates  from  the  liquid;  along  the  line  ab 
eutectic  of  FeAl,  and  alumintun;  along  the  line  dc  eutectic  of  sili- 
con and  aluminum;  along  the  line  be  the  eutectic  of  aluminum  and 
tlie  compoimd  X;  at  the  points  b  and  c  of  invariant  equilibrium 
two  binary  eutectics.  This  view,  of  course,  remains  to  be  con- 
firmed by  a  necessarily  much  more  extensive  study  of  the  ternary 
equilibrium;  it  appears  at  present,  however,  to  be  the  only  con- 
sistent interpretation  of  the  facts. 

Another  feature  of  the  structure  of  commercial  aluminum  is  of 
the  greatest  interest.  In  Figs.  3,  4,  and  5  there  will  be  noticed, 
besides  the  grains  of  aluminum  and  the  eutectic  islands,  a  number 
of  quite  fine  particles  of  some  constituent  scattered  throughout 
the  grains  of  aluminum.  These  are  apparently  particles  of  the 
constituent  X,  and  possibly  also  of  FeAlg,  which  have  separated 
from  solid  solution  in  aluminum  at  temperatures  below  the  eutectic 
one.  It  was  noted  above  that  there  is  a  slight  solubility  of  the 
constituent  X  in  aluminum,  since  it  is  not  found  as  a  part  of  the 
eutectic  when  the  amount  of  silicon  is  only  o.  1 2  per  cent,  nor  is  an 
arrest  found  at  610^  C.  At  610°  C,  therefore,  approximately  o.  1 2 
to  0.20  per  cent  of  silicon  as  X  dissolves  in  aluminum;  at  lower 
temperatures  its  solubility  diminishes  and  it  precipitates  again  in 
much  finer  particles. 
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Little  can  be  said  as  yet  about  the  solubility  of  FeAlj  in  alumi- 
num, as  in  the  purest  aluminum  yet  prepared  and  examined, 
FeAlj  has  been  fotmd  in  quite  appreciable  quantities;  this  sample, 
AI— I,  contained  0.15  per  cent  of  iron.  Iron,  as  FeAlg,  is  therefore 
not  completely  soluble  in  alumihimi  in  this  amount.  It  may  be 
mentioned  also  that  although  no  attempts  were  made  to  discover 
whether  by  annealing  this  amount  of  iron  could  be  made  to  dis- 
solve in  commercial  aluminum,  in  the  coiu-se  of  the  work  described 
below  it  was  noted  that  in  alloys  containing  besides  this  amount 
of  iron  about  0.5  per  cent  copper,  no  solution  of  the  FeAlj  oc- 
curred upon  annealing  for  20  hours  at  500^  C. 

In  the  cotu-se  of  the  examination  and  investigation  of  aluminum 
no  evidence  has  been  foimd  of  any  transformation  of  silicon  from 
one  form  into  another,  nor  of  the  existence  of  the  so-called 
graphitoidal  silicon.  This  latter  term  originated  with  the  analyst 
of  aluminum  and  its  Ught  alloys,  who  finds  under  certain  condi- 
tions that  there  is  a  residue  left  from  the  action  of  the  concen- 
trated adds  used  in  dissolving  the  sample,  which  is  insoluble  in 
hydrofluoric  add.  It  is  suggested  that  the  occmrence  of  the 
silicon  in  the  various  forms,  (i)  of  eutectic  particles  of  constituent 
X,  (2)  of  eutectic  particles  of  silicon,  (3)  of  segregate  particles  of 
X,  and  (4)  of  a  solid  solution  in  aluminum,  possibly  explains  the 
ph^iomena  experienced  in  the  analysis  of  the  metal.  Thus,  the 
silicon  existing  in  solid  solution  in  aluminum  would  imdoubtedly 
dissolve  readily  in  the  concentrated  adds  to  give  SiO,,  whereas 
the  particles  of  X  or  of  crystallized  silicon  would  be  much  less 
soluble. 

in.  SOLUBILITY   OF  CuAl,  IN  ALUMINUM  AT  DIFFERENT 

TEMPERATURES 

The  equilibrium  of  copper-aluminum  alloys  has  been  investi- 
gated by  Gwyer  (see  footnotes,  p.  107),  Carpenter  and  Edwards*, 
Curry^  Guillet*,  Campbell  and  Matthews,*  and  others.  Gwyer 
finds  that  4  per  cent  of  copper  dissolves  in  altuninum  as  CuAl,. 
Carpenter  and  Edwards  place  the  solubility  at  4  per  cent,  Curry 
at  1 1  per  cent,  and  Campbell  and  Matthews  at  2  per  cent.  These 
values  hold  for  the  eutectic  temperature  540®  C. 

*Proc.  Inst.  Mech.  Bng.,  p'.  57;  1907.  'C.  R   141,  p.  464;  1905. 

'Joum.  Phys.  Chem.,  11,  p.  435;  1907.  *  Joura.  Am.  Chem.  Soc.,  84,  p.  353;  190a. 

112675^—19 2 


Digitized  by 


Google 


112 


Scientific  Papers  of  the  Bureau  of  Standards         iva.  is 


Annealing  experiments  were  undertaken  to  ascertain  the  course 
of  the  solubility  temperature  ctu^e.  For  these  determinations 
ICO  g  melts  of  different  compositions  of  copper-aluminum  alloys, 
varying  from  0.5  to  5  per  cent  of  copper,  were  made  in  a  small 
gas  furnace;  the  purest  altmiinum  available  was  used,  namely, 
Al-i ,  of  which  the  composition  is  given  on  page  108.  The  resulting 
alloys  were  cast  in  chill  molds,  one-half  inch  in  diameter.  Pigs.  9 
and  10  show  the  typical  structtu'es  of  these  alloys  as  chill  cast  in 
this  form.  Free  CuAl,  was  observed  even  in  the  cast  specimen 
C-20  containing  0.5  per  cent  copper. 

The  CuAl,  can  readily  be  distinguished  from  the  FeAl,  particles 
by  the  fact  that  they  are  much  whiter  in  nattn-al  color  and  that 
they  do  not  turn  brown  upon  etching  for  several  minutes  with 
0.1  per  cent  NaOH  as  does  FeAl,. 

The  compositions  of  the  cast  alloys  are  given  in  Table  i . 

Specimens  of  these  alloys  were  annealed  for  20  hours  at  525, 
500,  400,  and  300®  C,  quenched  in  water  from  these  temperatures 
and  examined  microscopically  for  the  presence  of  free  CuAl,. 
The  results  of  these  examinations  are  also  given  in  Table  i.  A 
series  of  photomicrographs,  Figs,  il  to  14,  show  the  microstruc- 
tures  of  alloys  C24-B  to  C27-B  after  annealing  at  500®  C  and 
quenching.  CuAl,  is  found  in  C27-B  (3.8  per  cent  Cu)  and  C26-B 
(3.6  per  cent  Cu)  but  not  in  C25-B  (3.1  per  cent  Cu)  and  C24-B 
(2.5  per  cent  Cu). 

TABLE  1. — ^Th^   Microscopic  Extxnination  fDr  the   Presence  of  Free   CuAl,   in 
Annealed  Chill  Cast  Copper-Aluminum  Alloys 


[All  specimens  were 

quenched  in  water  after  annealing] 

If  umber  of 

Percent 
of  copper 

after  annealing 

alloy 

Annealed  at  525*  C, 
marked  G 

Annealed  at  SCO*  C» 
marked  B 

Annealed  at  400*  C,  AmiealMl  at  300*  C, 
marked  A        1         marked  C 

C-20       . .     . 

Per  cent 

O.S 

1.1 

1.6 
2.1 
2.5 
3.1 
3.6 
3.8 

4.5 
5.1 

NoCuAJs 

NoCuAlj 

NoCuAls 

NoCuAli 

C-21 

do 

do 

do 

do 

do 

do 

One  or  two  parti- 
cles only. 

Small  amount 

MuchCuAI, 

do 

do 

do 

do 

do 

MttchCuAlt 

do 

do 

1 

do 

do 

Sm^H  amount 

MucbCuAlt 

do 

do 

do 

do 

do 

Do. 

C-22 

Small  amount 

C-23      

MucbCuAls 

C-24 

Do. 

C-25 

De. 

C-26 

Do. 

'  C-27 

Do. 

1  *^ 
C-28 

De. 

C-29 

Do. 
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Fig.  9. — Alloy  C20  as  cast,  showing  eutectic  of  CuAl^ — aluminum; 
Cu,  o.^  per  cent.     Xioo 


Fig.  10. — Alloy  C2g  as  cast,  showing  eutectic  of  CuAl^ — aluminum; 
Cu,  5.1  per  cent.     Xioo 
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TflO.  11,— Alloy  C27B;  Cu,  3.8  per  cent,  FiG.  12.— Alloy  C26B;  Cu,  3,6  per  cent. 

X300  X300 
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Fig.  1^,— Alloy  C25B:  Cu,  3.1  per  cent. 
X300 


Fig.  14.— Alloy  C24B;  Cu,  2.5  per  cent. 
X300 


The  structure  of  alloys  C24  to  2yB,  annealed  and  quenched  from  §00^  C 
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To  observe  whether  20  hours*  annealing  was  really  sufficient  to 
bring  about  equilibritun  within  these  alloys,  specimens  of  C20  to 
C25  (and  marked  H)  were  annealed  10  days  at  400®  C  and 
quenched.  The  results  of  examination  showed  that  C23-H  con- 
tained a  small  amount  of  CuAl,,  C22-H,  none,  in  exact  agreement 
with  observations  after  20  hours*  annealing  at  the  same  tempera- 
ture. 

A  curious  fact  was  noticed  in  the  annealing  of  these  alloys 
Once  the  CuAl,  has  dissolved  in  the  aluminum  it  precipitates 
again  from  supersaturated  solutions  only  with  difficulty;  or,  per- 
haps more  accurately  stated,  it  apparently  precipitates  from  such 
solutions,  but  in  particles  of  very  high  dispersion  or  small  size, 
and  these  particles  coalesce  into  larger  ones  only  with  difficulty. 
Spedm^is  of  the  C20  to  C29-B  series,  which  had  been  annealed  20 
hours  at  500^  C  and  quenched,  were  reannealed  and  quenched 
from  lower  temperatures  as  follows:  C20  to  C29-B-1,  at  326®  C 
for  45  hours;  C20  to  C29-B-2,  at  400®  C  for  20  hours.  Reanneal- 
ing  caused  apparently  no  change  in  the  structiu^  of  any  of  the 
alloys;  at  least  no  particles  of  CuAl ,  of  a  size  comparable  with  the 
original  eutectic  generation  reappeared  in  those  samples  to  corre- 
spond with  the  diminution  of  solubility  at  the  lower  temperatures. 
Fig.  15  shows  the  structure  of  C25-B-1,  which  may  be  compared 
with  Figs.  II  to  14. 

Only  upon  very  slow  cooling  through  the  temperattu-e  range 
500  to  300®  C  do  segregate  or  precipitated  particles  of  CuAla 
coalesce  to  such  an  extent  that  they  may  readily  be  identified 
as  such.  Specimens  of  C25-B  and  of  E13-B  which  had  been 
annealed  at  500*^  C  were  reheated  to  500^  C  and  cooled  from 
that  temperatiu-e  very  slowly  to  room  temperattu-e.  The  ftu:- 
nace  cooled  from  500  to  345**  C  in  15  hoiu-s.  Areas  were  marked 
off  on  both  specimens  before  this  final  treatment  and  examined 
before  and  after  heating  and  cooling.  As  annealed  and  quenched 
no  CuAla,  corresponding  to  the  equilibrium  solubility^  was  found 
in  either  of  the  specimens;  after  heating  to  500^  C  and  cooling 
at  this  slow  rate  CuAl,  particles  of  fairly  large  size  were  found 
in  both  specimens  in  profusion.  Figs.  16  and  17  show  an  area 
of  C25-B  before  and  after  heating  and  slow  cooling,  respectively. 

Samples  of  alloys  E9  to  En  were  annealed  for  various  periods 
of  time  at  400^  C  to  determine  what  period  was  necessary  to 
produce  equilibrium  between  the  CuAl,  and  solid  solution.  The 
results  of  these  experiments  are  given  in  Table  2.  At  400®  C 
equilibrium  was  attained  in  these  small  chill-cast  specimens  after 
30  minutes ;  after  that  period  no  further  change  took  place. 
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TABLE  2. — ^Microscopic  Bninifuition  for  the  Presence  of  Free  CuAl^  in  Samples  of 
Chill-Cast  Copper-Aluminism  Allojrs  Annealed  at  400^  C  and  Quenched 


jf  imilMf  oi 


BIO^A. 
B^B.. 
BIO-B. 
Bll-B. 
BIO-C. 
Bil-C. 
BIO-B. 
Bll-B. 


Percmit 


ofan- 


H 

1 
1 

13 
13 


•tore  of 


•C 


400 
400 
400 
400 
400 
400 
400 
400 
400 


lorttie 


r  the  prcunca  of  I 
CttAk 


■moaat  of  CuAls. 
CoaaMenblo  CuA^ 
BoCoAh. 

Very  nasll  anioiiiil  of  CuAls. 
MuchCnAfa. 
BoCBAh. 

Small  aiiiMiiit  of  CuAU. 
BoCoAla. 

olCaAh. 


Th«n»l  oqullibrlua  of  the  alloy  systosi:  aluBlnuB-ccpper; 
the  aluminum  rich  alloye. 
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I 


500*      - 


liquid 


80 lid  aolution 

CuAla 


.Ko  CuAlg  obaerred 
after  aaneaiing 

.CUAI2  obaervad 
after  aanoAlinf 


20 


40  2 

Percentage  of  copper  by  votght  « 


Fig.  18 

In  Fig.  18  are  shown  the  results  of  these  solubility  determina- 
tions. There  is  given  the  aluminum  side  of  the  equilibrium  dia- 
gram of  copper  and  altuninum,  of  which  the  portion,  be^  has  been 
determined  by  the  above  experiments;  the  remainder  is  taken 
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Fig.  15. — Alloy  C25B-1,  annealed  20 
hours  at  500^  C,qtienched,  reannealed 
45  hours  at^&^  C,  and  quenched.  No 
particles  of  CUAI2  are  visible  at  this 
magnification;  Cu,  3.1  per  cent.  Xjoo 


Fig.  16. — Specimen  €258,  annealed  at 
500°  C  and  quenched;  Cu,  3.1  per  cent. 
X300 


Fig.  17. — Same  area  of  C25B  as  shown 
in  Fig.  16  but  after  reheating  to  §00'^ 
C  and  slowly  cooling.  CUAI2  has 
precipitated  and  coalesced.     X300 
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Fig.  19. — Magnesiumraluminum  alloy 
Aj8,  oj  chill  cast;  Mg,  17.8  per  cent 
{etched  with  5  per  cent  NaOH).     Xjoo 


Fig.  20.— AS7-400:  Mg,  iy,z  per  cent. 
XJOO 


ww^. 


ys.*^ 


Fig.  21. — A2y-40o;  Mg,  1J.2  per  cent. 
X300 


Fig.  22. ^A 3(^400;  Mg,  11.^  per  cent. 
X300 


Figs.  20,  21,  and  22  show  structure  of  magnesium-aluminum  alloys,  annealed  20  hours 
at  400^  C  and  quenched  (etched  with  5  per  cent  NaOH) 
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from  the  results  of  previous  investigatioiis.  The  solubility  of 
CuAl,  decreases  with  decreasing  temperature  from  about  4  per 
cent  at  525°  C  to  about  i  per  cent  at  300®  C,  and  is  apparently 
still  diminishtng  at  lower  temperattures. 

BFVECT  OF  ICAONESIOM  UPON  THE  SOLUBILITT  OF  CuAl,  IN  ALUHnniM 

In  seeking  an  explanation  for  the  effect  of  magnesium  upon 
the  physical  properties  of  heat-treated  duralumin  (see  footnote  14, 
p.  1 18)  the  question  presented  itself  whether  the  solubility-tem- 
perature curve  of  CuAl,  in  aliuninum  was  displaced  by  the  pres- 
ence of  the  usual  small  amounts  of  magnesitmi. 

Specimens  were  chill  cast  containing  the  following  constituents: 


Copper 

«.««*« 

C30 

Percent 

Percent 

0.S 
.5 

C31 

C32 , 

.5 

C33 

5 

034 

1.0 
1.0 
1  0 

035 

C36 

C37 

1.0 

These  were  examined  after  annealing  20  hours  at  500*^  C,  fol- 
lowed by  quenching.  '  Specimens  C32  and  C36  contained  after 
this  annealing  no  free  CuAlj,  whereas  specimens  C33  and  C37  did. 
Apparently  as  much  as  i  per  cent  of  magnesium  does  not 
affect  appreciably  the  temperature-solubility  curve  of  CuAl,  in 
aluicninum. 

IV.   SOLUBILITY  OF  M^Al,  IN  ALUMINUM  AT  DIFFERENT 

TEMPERATURES 

The  equilibrium  of  magnesium-aluminum  alloys  has  been 
studied  by  Schirmeister/<>  Wilm,"  and  Grube.^*  Schirmdster 
finds  no  eutectic  arrest  for  the  eutectic  of  Mg^Al,  aluminum  at 
I  per  cent  magnesium;  Grube  makes  no  comment  on  the  amotmt 
of  Mg^Als  which  may  be  soluble  in  aluminum. 

For  the  authors'  determinations,  samples  of  magnesium- 
aluminum  alloys  were  prepared  in  the  same  manner  as  were 
those  for  the  previous  series.  Table  3  gives  the  compositions  of 
the  alloys  so  prepared  and  Fig.  19  shows  the  typical  duplex 
structure  of  one  of  the  chill  cast  alloys,  No.  A-38. 


>*  MeUIl  a.  En.,  1,  p.  saa;  1914. 
^  Mctatturgie,  8,  p.  935;  X9xx. 


uZcit  anorc.  Chem.,  4B,  p.  Ms;  zgos. 
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Specimens  of  the  alloys  were  annealed  for  20  hours  at  450, 
400,  and  300^  C  and  then  quenched.  The  microstructure  was 
developed  by  etching  with  5  per  cent  NaOH  solution  and  the 
specimens  were  examined  for  the  presence  of  free  Mg^Alg.  Table 
3  also  gives  the  results  of  these  determinations.  Figs.  20  to  22 
show  typical  microstructures  for  a  series  annealed  at  400°  C. 

TABLE  3.— Microscopic  Buminatioa  for  the  Presence  of  Free  MgAAlg  in  Annesled 
Chin-Cast  Magnesiom-Alnminmn  AUoys 


[All  specunens  were  quenched  in  water  after  anncalinf ] 

Number 
of  alloy 

Percent 
of  mag- 
nerium 

ResnttB  of  mlcroaeoplc  wamhiaHim  wheOter  free  ligiAli  was  preacnt  after  •*tit— iw.g 

Annealed  at  450«C. 
maiked-45 

Annealed  at  400*  C, 
marked-4 

marked -3 

A-31 

5.9 
6.9 
9.1 
11.7 
12.2 
13.2 
17.1 
17.8 

NoSffiAla            

NoMg4Al« 

SmaU  amount  Mg«Als 
MuchMgiAla 
Do. 

A-32 

do 

do 

A-34 

do 

do 

A-36 

do 

do 

Do. 

A-3S 

do 

do 

Do. 

A-27 
A-37 

SmaU  amount  Mg^Ali 

Much  Mt«A1<  . .     ... 

Small  amount  MgiAli 

Mvcb  MgiAh 

Do. 
Do. 

A-38 

do 

do 

The  solubility  of  Mg^Al,  in  aluminum  decreases  with  lowering  of 
the  temperature  exactly  as  in  the  case  of  CuAlj.  Specimens  of 
A3  5-450  and  of  A36-450  annealed  20  hours  at  450®  C  and  quenched 
were  reheated  to  420°  C  and  allowed  to  cool  very  slowly  in  the 
furnace.  The  furnace  cooled  from  420®  to  260°  C  in  24  hours. 
In  these  specimens,  previously  free  from  Mg^Al,,  this  second  heat 
treatment  caused  a  copious  precipitate  of  this  constituent.  Figs. 
23  and  24  show  the  structure  of  A3 5-450  before  and  after  slow 
cooling,  respectively. 

The  results  of  these  determinations  are  shown  in  Fig.  27,  in 
which  is  reproduced  a  portion  of  the  equilibrium  diagram  as  deter- 
mined by  Grube  for  the  magnesium-aluminum  alloys,  and  in 
which  is  inserted,  the  portion,  be,  determined  by  the  above  experi- 
ments. 

In  aliuninum-rich  alloys  of  magnesium  with  commercial  alumi- 
num besides  the  two  constituents,  or  phases,  aluminum  solid 
solution  and  Mg^Alg,  another  constituent  is  invariably  foimd,  the 
amount  of  which  seems  to  increase  slowly,  if  at  all,  with  increase 
of  magnesium  content  beyond  about  i  per  cent.  It  has  a  deep 
blue  color  and  is  easily  distinguished  from  the  other  two  constitu- 
ents mentioned,  and  from  the  FeAlj,  which  is  also  present.     It  is 
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gfrj^aal^ 


Fig.  23. — A 35-4^0;  Mg,  12.2  per  cent 
(quenched).     X300 


Fig.  24. — A3S-450A;  Mg,  12,2  per  cent 
(slowly  cooled),     X300 


Magnesium-aluminum  alloy  A3S'-4SO,  which  contains  no  Mg^Al^  after  annealing  at 
450^  C  and  quenching  (Fig.  23),  but  in  which  Mg^Al^  precipitates  upon  reheating 
to  420^  C  arid  slowly  cooling  (Fig.  24) 


Fig.  25. — A3j-'30o;  Mg,  12.2  per  cent.         Fig.  26. — Ay;~yx);  Mg,  ly.i  per  cent 


X500 


X500 


Magnesiumraluminum  alloys  annealed  at  300^  C,  showing  the  deep-blue  constituent 
(dark  in  the  photograph) 
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Fio.  28. — Alloy  N28,  containing:  Cu,  4.g8  per  cent;  Mg,  2.41  percent; 
Fe,  0.62  per  cent;  and  Si,  o.j2  per  cent,  and  showing  deep-blue  con- 
stituent characteristic  of  aluminum-rich  alloys  containing  magnesium 
Xiooo 
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shown  in  Figs.  25  and  26.  This  constituent  occtirs  in  alloys  also 
containing  both  copper  and  magnesium.  Fig.  28  shows  an  island 
of  CuAl,  in  such  an  alloy  in  which  is  embedded  a  particle  of  this 
blue  constituent. 


Thaxaial  aquiUbrixm  of   the  alloy  syttea;  Alunlmm-ffagn«8lum; 
the  ftluBlmm  rich  alloys. 


if 


li<iuld 


lel&d  folutloa 


/MM        t        4t 


o  ...Ho  l%kAl     obsenred 
after  annealing 
n  ...liWf*^:.  observed 
.   after  ^anneal  i^ 


20 


i*0  5  10 

Percentage  of  aasnetiuA  by  weight 


20 


25 


Fig.  27 

This  is  believed  to  be  Mg,Si,  although  the  authors  have  no  direct 
evidence  for  this  belief.  Vogel  *•  f otmd  a  very  marked  and  definite 
compound,  MgjSi,  in  his  study  of  the  binary  series,  magnesium- 
silicon,  which  was  of  a  deep  blue  color,  much  resembling  the  con- 
stituent described  above.  It  is  unlikely  that  this  constituent  is  a 
compound  of  iron  and  magnesium  since  these  two  metals  unite 
only  with  much  difficulty  and  probably  do  not  form  a  compound. 
The  only  other  possibility  therefore  is  that  the  constituent  is  a 
silicate  or  a  ternary  or  quaternary  compound  containing  mag- 
nesium, silicon,  iron,  or  aluminum. 

The  occurrence  of  this  constituent  in  light  alloys  of  aluminum 
containing  magnesium  is  believed  to  be  of  the  greatest  significance 
in  connection  with  the  eflfect  of  magnesium  upon  the  mechanical 


'  Vogel,  Magnesium-siUctm  alloys,  Zcit.,  anor^.  Chem.,  61,  p.  46;  1909. 
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and  other  physical  properties  of  these  alloys.    This  question  is, 
however,  discussed  at  greater  kngth  in  another  article.^^ 

V.  SOLUBIUTT  OF  METALS  AND  METAL  COMPOUNDS  IN 

ALUMINUM 

A  review  of  the  results  obtained  above  and  of  those  obtained  by 
Rosenhain  and  Archbutt"  and  of  Bauer  and  VogeP*  on  the 
solubility  of  zinc  in  aluminum  shows  that  a  decreasing  solubility 
in  aluminum  with  decreasing  temperattu-e  of  that  constituent  in 
immediate  equilibrium  with  the  aluminum  is  characteristic  of  the 
metal.  Thus  the  solubility  of  zinc  in '  aluminum  at  443^  C  is 
about  40  per  cent,  whereas  at  256^  C  it  is  only  about  25  per  cent. 

This  form  of  the  solubility  curve  is,  of  course,  not  tmusual,  yet 
we  find  in  the  case  of  equilibrium  of  metals  many  cases  in  which 
the  solubility  of  a  constituent  increases  with  decreasing  tempera- 
ture. Thus  in  the  zinc-copper  series  the  solubility  of  the  beta 
constituent  in  the  alpha  one  decreases  with  increasing  temperature. 
In  another  article  (see  footnote  14)  the  significance  of  the  form 
of  solubility  curve  characteristic  of  aluminum  is  discussed. 

VL  SUMMARY  AND  CONCLUSIONS 

The  temperature-solubility  curves  of  CuAl,  and  of  Mg^Al,  in 
aliuninum  were  determined  by  the  method  of  annealing  and 
microscopic  examination.  Aluminum  dissolves  about  4.2  per  cent 
of  copper  as  CuAl,  at  525^  C  and  about  12.5  per  cent  of  magnesium 
as  Mg^Al,  at  450^  C. 

The  solubility  of  both  compounds  decreases  with  decreasing 
temperature.  At  300®  C  aluminum  dissolves  only  i  per  cent  of 
copper  as  CuAl,  and  slightly  less  than  5.9  per  cent  of  magnesium 
as  Mg^Al,. 

The  structural  identification  of  the  various  constituents,  FeAl,, 
CuAl,,  Mg^Al,,  found  in  alloys  with  magnesium  and  with  copper 
is  described,  and  a  constituent  is  noted  in  all  light  aluminum 
alloys  containing  magnesium  which  is  believed  to  be  Mg,Si. 

The  solubility  of  iron  as  FeAl,  in  aluminum  is  at  all  temperatures 
less  than  0.15  per  cent. 

1*  Merlca,  Waltenberg  and  Scott,  Heat-treatment  of  Duralumin,  this  Bulletin,  15,  1919. 

1*  Phil.  Trans.,  Sll,  p.  315;  X91Z. 

>•  Int.  Zdt.  MeUllographie,  8,  p.  xoi;  19x6. 
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Small  amotints  of  silicon  up  to  from  0.12  to  0.20  per  cent  are 
dissolved  by  aluminum  at  the  eutectic  temperature,  but  are 
reprecipitated  upon  cooling  corresponding  to  the  diminished 
solubility  for  silicon  of  aluminum  at  lower  temperatures. 

Silicon  in  the  usual  commercial  amotmts  is  probably  present  as 
a  compoimd  of  iron  and  silicon,  together  with  some  aluminum. 
The  composition  of  this  compound  is  not  known  but  it  separates 
out  with  aluminum  and  FeAl,  at  an  invariant  point  at  610^  C. 

Washington,  February  2,  191 9. 
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I.  INTRODUCTORY  STATEMENT 

In  previous  communicatioiis  ^  data  were  given  on  the  photo- 
electric sensitivity  of  various  minerals,  using  heterochromatic 
light.  As  it  frequently  happens,  while  this  preliminary  investi- 
gation was  in  progress,  the  results  of  a  similar  survey  were  pub- 
lished.'  This  method  of  attack  was  therefore  discontinued  and 
fhe  detailed  investigation  of  the  spectral  photoelectric  sensi- 
tivity of  various  substances  was  resumed." 

^  Pioc.  Phil.  Soc.  Wash.,  Feb.  3,  19x7;  Jour.  Wash.  Acad.  Sci.,  7,  p.  535,  19x7:  this  Bulletin.  14,  p.  591, 
X918. 

'One,  Phys.  Rev.  (a), »,  p.  305,  April,  X9i7- 

*  Data  on  selenium,  potassium,  etc..  are  given  in  this  Bulletin.  14,  p.  507,  19x8.  Preliminary  data  on 
BMlyfadenitc  were  obtained  with  the  assistance  of  M.  B.  I<onK  and  published  under  joint  authorship  in 
tlic  Phys.  Rev.,  11,  p.  497, 19x8,  and  13,  p.  z4o»  19x9.  The  latter  gives  data  presented  at  the  Pittsburgh 
ncctiag,  Dec  97, 19x7. 
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The  present  paper  gives  data  on  the  spectral  photoelectric 
sensitivity  of  molybdenite,  under  various  conditions  of  operation. 
Molybdenite  was  selected  for  detailed  examination  because  it  is 
one  of  the  few  minerals  available  which  is  sufficiently  homogene- 
ous to  determine  various  optical  and  electrical  properties,  all  of 
which  data  may  prove  useful  in  arriving  at  an  explanation  of 
the  phenomenon  of  change  in  electrical  resistance  of  certain  sub- 
stances when  exposed  to  thermal  radiation. 

n.  SUMMARY  OF  PREVIOUS  WORE 

Prior  to  January,  191 7,  but  few  solid  substances  were  known 
which  exhibited  the  property  of  changing  in  electrical  resistance 
when  exposed  to  thermal  radiant  energy,  especially  visible  and 
ultra-violet  rays.  Among  the  substances  examined  were  sele- 
nium, stibnite,  cuprous  oxide,  and  the  halide  salts  of  silver. 

Selenium. — It  is  beyond  the  scope  of  this  paper  to  attempt  to 
summararize  all  the  investigations  made  on  this  substance.  Sele- 
nium has  a  very  prominent  maximum  of  photoelectric  sensi- 
tivity at  about  0.7  ^  (p  =0.001  mm)  and  a  less  intense  wide  band 
of  sensitivity  throughout  the  visible  spectrum.  The  recent  inves- 
tagations  of  Dietrich*  show  that  the  character  of  the  wave- 
length sensitivity  curve  can  be  controlled  by  heat  treatment. 
Annealing  the  cell  at  200®  C  produces  a  maximum  sensitivity 
in  the  extreme  red,  while  annealing  it  at  150^  C  shifts  the  maxi- 
mum sensitivity  to  0.55  m- 

Elliot  ^  examined  the  photoelectrical  sensitivity  of  selenium  at 
room  temperature,  also  at  liquid-air  temperature.  His  restdts 
show  that  the  0.7  /i  band  shifts  toward  the  short  wave  lengths 
(0.6  m)  at  low  temperatures.  Furthermore,  there  is  an  appre- 
ciable increase  in  sensitivity  in  the  infra-red  producing  a  wide 
band  with  a  maximum  sensitivity  at  about  i  .2  /i. 

Further  tests  (see  Fig.  i)  were  made  in  the  present  investiga- 
tion, using  a  Giltay  selenium  cell,  and  a  fluorite  prism  to  deter- 
mine conclusively  that,  at  room  temperattues,  selenium  is  prac- 
tically insensitive  throughout  the  infra-red  spectrum  to  4  /*. 

Stibnite. — ^The  light  sensitivity  of  stibnite  (SbjSj)  as  affected 
by  temperature  has  been  studied  by  Elliot.'  At  20®  C  the  light- 
sensitivity  curve  of  stibnite  is  somewhat  similar  to  the  selenium 
curve  shown  in  Fig.  i,  excepting  that  the  maximum  sensitivity 
occurs  at  about  0.75  fi.     Lowering  the  temperature  to  — 190®  C(  ?) 

*  Dietrich.  Phys.  Rev.  (a),  p.  467,  X914;  8,  p.  191. 1916.         *  Elliot,  Phy.  Rev.  (2),  i,  p.  59, 1915. 

*  BiUot,  Phys.  Rev.  (3).  (^,  p.  53, 19x5. 
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causes  this  maximum  to  shift  to  about  0.68  /i,  and  increases  some- 
what the  sensitivity  throughout  the  infra-red  to  about  2  11.  That 
stibnite  is  sensitive  to  infra-red  rays  even  at  room  temperature 
was  shown  by  Martin '  who  observed  a  strong  photoelectric  effect 
produced  by  infra-red  rays  transmitted  by  a  plate  of  ebonite 
2  mm  in  thickness. 

Cuprous  Oxide. — ^The  photoelectric  sensitivity  of  cuprous  oxide 
(CujO)  was  studied  by  Pfund.*  He  found  the  region  of  greatest 
light  sensitivity  to  be  in  the  ultra-violet,  near  X  =0.28  /*.  A 
smaller  maximum  was  observed  at  about  0.625  /x.  Lowering  the 
temperature  from  19*^  C  to  —127*^  C  shifted  this  latter  band 
toward  the  shorter  wave  lengths,  —0.6  /x-     Using  the  same  mate- 
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Fig.  1, —Spectral  photoelectric  senHtivity  of  selenium 

rial,  the  light-sensitivity  curve  depends  upon  the  design  of  the 
cell.  A  further  observation  of  importance  was  that  the  change 
in  conductivity  in  cuprous  oxide  is  limited  to  the  portions  pene- 
trated by  radiation. 

m.  APPARATUS  AND   METHODS 

The  spectroradiometric  apparatus  used  consisted  of  a  mirror 
spectrometer,  a  fluorite  prism,  and  a  vacuum  bismuth-silver 
thermopile,  described  in  previous  papers.' 

The  source  of  radiation  consisted  of  a  500-watt,  gas-filled 
tungsten  lamp  securely  mounted  in  front  of  the  slit  of  the  spec- 
trometer. Using  a  vacuum  thermopile  and  an  accurately  cali- 
brated ammeter,  the  lamp  was  calibrated  to  emit  equal  energies 
throughout  the  spectrum.    Starting  in  the  blue-green,  the  lamp 


'  Martin,  Phys.  Z«it..  12,  p.  41, 1911. 
*  Ffnad,  Phys.  Rev.  (a),  7,  p.  389*  19x6. 


*  This  Bulletin.  10,  p.  x,  19x3;  11,  p.  xja,  19x4. 
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was  operated  at  normal  current  (4-ampere)  and  the  galvano- 
meter deflection  noted.  This  deflection  was  taken  as  a  standard 
and  for  the  remainder  of  the  spectrum  the  current  was  varied  so  as 
to  give  the  same  deflection  throughout  the  spectrum  to  4  /ut-  These 
ammeter  readings  (which  were  as  low  as  1.5  amperes  at  about 
1.6  fi)  were  then  plotted  upon  coordinate  paper.  Several  subse- 
quent calibrations,  made  during  the  course  of  this  investigation, 
showed  no  appreciable  change  in  the  original  calibration  curve. 

The  arrangement  of  the  apparatus  for  projecting  the  mono- 
chromatic radiation  upon  the  photoelectric  substance  is  shown 
in  Fig.  2.  The  radiations  from  the  timgsten  lamp,  after  being 
dispersed  into  a  spectrum,  pass  through  the  exit  slit  5  (size  0.5 
by  10  mm) ,  and,  after  reflection  from  a  50  cm  focal  length,  silvered- 


Sa>E   ViEW 


TOP  W£W 


t::-:^:rfd 


Bl 


r^^t. ^ 


Hi 

Hoi 


(^: 


^■^->:^ 


Fig.  2. — Arrangement  of  apparatus 

glass  mirror  and  a  right-angled  glass  prism,  are  brought  to  focus 
upon  the  substance  P,  which  is  imder  investigation.  In  this 
manner  radiations  of  different  wave  lengths,  and  of  equal  energy 
value  (  =  i.iXio-"  watt,  as  determined  by  measiu^ment  with 
the  thermopile  placed  at  P)  could  be  projected  upon  the  molyb- 
denite. 

The  crystal  of  molybdenite  was  soldered  to  copper  electrodes 
(illustrated  in  the  rectangular  diagrams,  in  Figs.  10  and  11), 
usually  moimted  upon  a  fiber  support,*®  which  was  attached  (by 
wire)  to  a  heavy  metal  base,  P,  Fig.  2.  The  whole  was  mounted 
in  a  glass  vessel  G,  about  25  cm  in  length  and  5  cm  in  diameter. 
The  copper-constantan  thermocouple  and  the  current  wires  lead- 
ing to  the  molybdenite  are  shown  diagrammatically  at  T.    The 

1*  Shown  in  No.  4  of  Pig.  3,  this  Bulletin,  11,  p.  254, 19x4. 
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glass  container  rested  upon  a  flexible-metal  support  in  a  Dewar 
flask,  containing  liquid  air,  ice,  or  water  which  was  heated  to  a 
definite  temperature  by  passing  an  electric  current  through  a 
thin  strip  of  manganin  immersed  in  the  water. 

The  liquid  air  was  replenished  by  means  of  a  cardboard  f  tmnel 
attached  to  the  Dewar  flask,  which  was  surroimded  with  cotton 
batting  in  order  to  maintain  constant  temperature  conditions. 
After  making  the  initial  adjustments,  small  quantities  of  liquid 
air  could  be  introduced  into  the  flask  without  disturbing  the 
adjustments.  For  most  of  the  observations  the  glass  vessel  was 
evacuated.  In  this  manner  various  temperatures  cotild  be 
obtained,  which  could  be  easily  maintained  constant  to  o.i^  C. 
This  is  an  important  item  in  view  of  the  fact  that  a  change  in 
temperature  causes  a  change  in  the  conductivity,  and  hence  a 
change  in  the  "dark  ctirrent*'  through  the  crystal.  The  scale 
reading  of  the  galvanometer  is  greatly  affected  by  variations  in 
the  dark  current. 

The  resistivity  of  molybdenite  is  high.  The  crystal  was  there- 
fore operated  directly  in  circuit  with  a  d'Arsonval  galvanometer 
and  an  electric  battery  of  suitable  voltage,  which  varied  from  2 
to  4  volts  when  the  crystal  was  at  room  temperature  to  120 
volts,  at  liquid-air  temperature. 

The  sample  under  investigation  was  usually  covered  with  a 
piece  of  thick,  white  cardboard,  perforated  by  a  slit  (0.5  by  10 
mm.)  which  enabled  the  observer  to  expose  a  definite  part  of  the 
crystal  to  radiation. 

The  method  of  observation  consisted  in  setting  the  spectrom- 
eter circle  so  as  to  permit  radiation  of  a  given  wave  length  to 
pass  out  through  the  slit  5,  and  from  thence  to  the  crystal  P. 
The  ammeter  was  set  to  the  proper  value  as  determined  by  the 
calibration  curve.  The  shutter  was  then  raised  and  the  crystal 
exposed  to  the  radiation  stimulus  for  an  unlimited  time,  which 
varied  from  5  seconds  for  visible  radiations  to  6  to  12  minutes 
for  infra-red  rays. 

1.  DIFFUSB-UOHT  TESTS 

The  novelty  of  finding  bands  of  photoelectric  sensitivity  far 
beyond  the  range  heretofore  observed  in  the  infra-red  raised  the 
question  whether  this  might  be  owing  to  scattered  radiations. 
Tests  were  therefore  made  using  glass  screens**  (e.  g.,  Coming 
^585),  which  absorbed  all  radiations  except  those  at  i  m-     By 

"  ThU  BuUetin.  14,  p.  653;  19x8. 
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means  of  the  thermopile  the  lamp  was  calibrated  to  emit  the 
same  energy  with  and  without  the  glass  screen  in  place  before  the 
spectrometer  slit.  Repeated  tests  showed  that  within  less  than 
I  per  cent  the  scattered  light  had  no  effect  on  the  shape  and 
position  of  the  bands  of  photoelectric  sensitivity  observed  at 
I  to  1 .2  /i.  The  observations  were  therefore  made  without  employ- 
ing additional  screens  for  absorbing  scattered  light. 

2.  SOURCES  OF  MATERIAL  EZAMmED 

The  majority  of  the  samples  examined,  i8  in  all,  were  obtained 
from  the  United  States  National  Museum.  Some  were  obtained 
from  mineral  dealers.  The  Idealities  from  which  they  had  been 
obtained  were  Alaska,  Australia,  Canada,  Japan;  and  in  the 
United  States,  California,  Colorado,  Maine,  Montana,  Vermont, 
and  Washington.  From  preliminary  sensitivity  tests,  made  with 
a  photophone  consisting  of  a  rotating  sector,  telephone,  and  an 
audion  amplifier,  using  high  intensities,  it  was  found  that  all 
the  material  was  of  low  resistance  and  low  or  imcertain  photo- 
electric sensitivity,  except  certain  samples  obtained  from  Yorkes 
Peninsula,  South  Australia.  Projecting  an  image  of  a  point  source 
of  light  upon  the  samples  showed  that  the  photoelectric  sensi- 
tivity was  usually  localized  in  spots  as  shown  in  Figs.  lo  and  1 1, 
and  as  previously  foimd  in  bismuthinite." 

IV.  TRANSMITTING  AND  REFLECTING  POWER  OF 
MOLYBDENITE 

As  ahready  mentioned,  molybdenite  is  imusually  well  adapted 
for  investigating  the  bearing  of  various  physical  properties  upon 
photoelectrical  sensitivity.  It  was  therefore  of  interest  to  deter- 
mine whether  there  is  any  close  relation  between  the  optical  and 
photoelectrical  properties  of  this  substance.  For  this  purpose  the 
spectral  transmission  and  reflection  of  several  samples  were  deter- 
mined by  means  of  the  spectroradiometric  apparatus  used  in  the 
photoelectric  work. 

On  the  supposition  that  photoelectric  activity  is  a  resonance 
phenomenon,  Pfimd  "  sought  a  relation  between  thermal  radiant 
energy  absorbed  and  change  in  electrical  conductivity.  On  this 
basis  he  should  have  foimd  the  greatest  photoelectrical  activity 
of  selenium  in  the  blue,  where  the  absorption  was  the  greatest. 
This  deduction  was  not  verified  by  experiment,  which  showed 

It  This  Bulletin,  14,  p.  591;  19x8.  ^>  Pfund,  Phys.  Rev.,  28,  p.  334;  1909. 
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that  the  maximum  photoelectric  sensitivity  of  selenium  is  in 
the  red. 

Previoiis  investigations"  show  that  molybdenite  has  a  low 
transmission  in  the  visible  spectrum,  followed  by  great  transpar- 
ency and  high  reflectivity  in  the  infra-red.  A  decrease  in  tem- 
perature to  boiling  liquid  air  greatly  increases  the  transparency 
of  molybdenite.  Crandall  quotes  observations,  made  by  Trow- 
bridge^ showing  that  a  sample  of  molybdenite  which  was  trans- 
parent down  to  0.702  M,  at  room  temperature,  became  trans- 
parent down  to  0.666  /A,  at  - 190®  C.  This  is  of  interest  in  con- 
nection with  the  observations  of  a  shift  of  the  position  of  maximum 


It     ^»     3     ^    Ht     ^     s     .*     a 

Fig.  y^-^Transmission  of  molybdenite 

photoelectric  activity  toward  the  short  wave  lengths  with  decrease 
m  temperature. 

1.  TRANSMISSIOK  MEASURSMENTS 

The  transmission  of  a  sample  of  molybdenite  (0.007  11^^  i^ 
thickness  **)  is  given  in  Fig.  3.  This  sample  transmitted  only  the 
red  end  of  the  visible  spectrum.  Beyond  in  the  transmission  is 
uniform,  as  previously  observed.  The  data  published  by  Cran- 
dall,*«  who  eliminated  the  losses  by  reflection  by  making  measure- 
ments on  two  samples  of  different  thickness,  show  that  beyond 
iM  the  absorption  decreases  abruptly  to  a  low,  uniform  value. 
(See  Fig.  3.)     As  will  be  noticed  presently,  the  greatest  photo- 

^*  Coblcntz,  Publication  No.  97.  Carnegie  Institute,  Washington,  pp.  13  and  41,  1908;  Crandalt,  Phys. 
Rev.  (a),  1,  p.  343. 19x3. 

»  The  transmanvity  observations  were  obtained  with  t^e  assistance  of  M.  B.  Long,  and  published  in 
this  Bulletin,  14,  p.  653 ;  19x8.  The  thickness  was  determined  by  L.  V.  Judson  of  the  weights  and  measures 
division,  using  an  end  comparator.  The  specimen  was  pressed  an  a  Johannson  block  by  means  of  a  pluBcer 
having  an  optically  flat  contact  surface  a  mm  in  diameter,  the  pressure  being  aoo  g. 

MCrandan,  Phys.  Rev.  (3),  9,  p.  343;  19x3. 
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electric  activity  of  molybdenite  occurs  in  the  r^;ion  of  the  spec- 
trum where  the  absorption  is  changing  rapidly,  from  which  it 
would  appear  that,  as  previously  had  been  observed  to  a  more 
limited  extent,  the  connection  between  optical  absorption  and 
photoelectrical  activity  is  rather  intricate. 

The  wavy  character  of  the  transmission  curve  beyond  2.5#i  is 
the  result  of  interference  bands.  It  is  of  interest  in  showing  tbe 
resolving  power  of  the  apparatus.  Curves  of  this  type  are  of 
interest  to  students  in  physical  optics  in  connection  with  the 
question  of  interference  and  the  conservation  of  energy.  The 
reflectivity  curve  of  a  somewhat  thinner  sample  was  published 


^        Z        -^        S 

Fig.  4. — Reflectivity  of  molybdenite 

by  CrandalP^  who  has  calculated  the  optical  constants  of  this 
mineral. 

2.  RBFLscnvrrY  measurements 

In  the  present  experiments  the  reflecting  power  of  molybdenite 
was  determined  by  comparison  with  a  siiver-on-glass  mirror, 
correction  being  applied  for  absorption  in  the  silver.  The  material 
examined  was  National  Museum  sample  No.  53046,  from  Wake- 
field, Canada.  The  mirrors  were  made  by  pressing  thin  laminag 
of  molybdenite  upon  plate  glass.  This  produced  smooth  surfaces 
quite  free  from  identations. 

In  Fig,  4,  curve  A  gives  the  reflecting  power  of  a  sample  o.  i  mm 
in  thickness.  Curve  B  gives  the  reflectivity  of  a  sample  0.3  nmi 
in  thickness,  having  a  higher  polish.  In  order  to  establish  more 
thoroughly  the  indentations  in  the  reflectivity  curve  at  X=«  0.54^1 
and  X  -0.63M,  as  well  as  the  higher  reflecting  power  in  the  violet, 
the  silver  mirror  was  replaced  by  a  right-angled  glass  prism  *•  which 
is  nonselective  in  its  reflection.  The  data  obtained  on  this  same 
sample,  using  the  glass-prism  reflector,  are  illustrated  in  curve  C. 

*>  Cnodall,  Phyf  Rev.  (a),  S,  p.  356;  X9X3«  "  This  BuDctin,  14,  p.  507;  1917. 
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On  removing  this  sample  from  its  mounting  a  thin,  flat  lamina 
adhered  to  the  glass.  The  polish  of  this  cleavage  smface  was 
higher  than  one  could  obtain  by  rubbing  the  surface,  and  the 
reflecting  power  is  probably  as  near  to  the  true  value  as  can  be 
attained. 

These  observations  show  that  the  reflecting  power  of  molybde- 
nite is  highly  selective  in  the  visible  spectrum,  decreasing  from 
46  per  cent  at  0.5M  to  a  much  lower  value  at  i m»  beyond  which  point 
the  reflectivity  is  fairly  uniform,  as  previously  observed.  This 
selective  reflection  is  easily  demonstrated  by  pressing  a  thin  plate 
of  molybdenite  into  a  V-^ped  cavity,  which  appears  a  brilliant 
indigo-bhie  when  viewed  in  daylight. 

The  previous  measurements  ^*  of  reflecting  power  were  made  on 
a  massive  sample  2  to  3  cm  in  thickness.  The  polish  was  not  as 
high  as  in  the  present  work.  For  long  waves,  however,  the  ques- 
tion of  polish  is  not  a  serious  matter.  The  data  then  obtained 
indicate  a  reflectivity  of  20  to  22  per  cent,  which  is  considerably 
tower  than  observed  in  the  present  measurements.  The  obser- 
vations at  long  wave  lengths  where  scattering  is  low  indicate  that 
the  true  reflectivity  of  this  sample  could  not  be  very  much  higher 
than  the  observed  value.  The  sample  was  of  sufficient  thickness  to 
prevent  augmentation  of  the  reflected  light  by  internal  reflection. 
On  4te  fytiier  haad,  the  samples  used  by  Crandall,  as  well  as  the 
samples  used  in  the  present  investigation,  are  so  thin  and  the 
absorption  is  so  low  that  radiations  which  enter  the  sample  are 
reflected  at  the  second  surface,  and  returning  (without  great 
diminution  in  intensity)  emerge  and  cause  the  observed  reflec- 
tivity value  to  be  higher  than  the  true  value.  That  this  really 
occurs  is  shown  in  Table  i  and  in  the  dotted  curves  Refl  and  Abs, 
m  Pig.  3;  also  curve  D,  Fig.  4.  These  two  samples  had  their 
natural  cleavage  surfaces  untouched;  hence  their  reflection  is 
closely  the  same.  Assuming  five  internal  reflections  for  computing 
the  reflectivity  and  four  internal  reflections  for  computing  the 
transmitted  radiations,  and  using  the  values  given  in  Table  i 
(where  A  »the  per  cent  absorption  in  traversing  once  through  the 
layer;  say  A  -20.5  per  cent  and  r-28.8  per  cent  at  X  — 1.3/i)  it  is 
found  that  the  observed  transmission  and  reflection  data  are  accu- 
rately reproduced.  At  0.5/i  there  is  complete  opacity  and  the 
observed  reflecting  power  (R — 46  per  cent)  is  the  true  value.  On 
the  basis  of  this  computation  the  true  reflecting  power,  r  (Table  i)^ 

**  Publication  Na  97.  Carnegie  Institution  of  Washington;  1908. 


Digitized  by 


Google 


I30 


Scientific  Papers  of  the  Bureau  of  Standards  {Vd.js 


of  molybdenite  is  illustrated  by  the  dotted  curve  Refl  in  Fig.  3. 
which  is  more  nearly  in  agreement  with  the  previous  observations. 
The  absorption  produced  in  traversing  once  through  the  layer  is 
illustrated  in  the  curve  marked  Abs  in  Fig.  3;  complete  absorp- 
tion occurred  at  wave  lengths  less  than  0.5/A.  These  calculations 
indicate  that  the  true  reflecting  power  is  of  the  order  of  28  to  30 
per  cent  instead  of  38  to  40  per  cent,  as  observed. 

TABLE  1.— Tnmsmisaioii,  Reflectioo.  and  RefnctiFe  Index  of  Molybdenite 

[Key  to  symbols:  ii- the  assmned  per  cent  of  enterinf  li|^t  afaeofbed  in  tnvwsbis  tlM  thtoknew  ol  the 
layer,  r^tlieaBadmad  per  cent  of  Inotdent  light  reflected  at  the  flnt  soiteoe;  g- summation  of  retamJng 
Ufht:  r-iSVonnaMoa  of  tauBsnttfeed  Ufht;  n  --^  {i^r^^).\ 


A 

r 

B  (etaertod). 
B  (compnM) 
rCdkoemd). 
r(eQiBfitfed) 
fl 


X-lj. 


l^n 


22.3 
29.8 
39.0 
39.1 
40.5 
40.S 
3.40 


20.5 
28.8 
3&5 
38.5 

42.5 

42.5 

3.30 


2J^ 


18.1 
27.8 
38.1 
38.0 
410 
4S.0 
3.23 


18.1 
27.8 
38.0 
38.0 
45.0 
4».0 
3.23 


Using  the  values  of  r  illustrated  in  Fig.  3,  and  neglecting  the 
extinction  coefficienti  the  refractive  index  n  is  computed  on  the 

These  values  of  n  are  given  in  Table   i. 


basis 


°''-(^)" 


They  are  somewhat  larger  than  similar  data  computed  ficom  the 
interference  bands  shown  in  Fig.  3,  employing  the  formula 


n  = 


in  which  N  is  the  number  of  bands  between  \  and  X,  (see  column  3, 
Table  2),  and  using  the  observed  thickness  of  ^«  0.007  mm. 
Using  i  *  0.006  mm  gives  values  of  n  which  are  12  per  cent  larger, 
corresponding  more  nearly  with  the  values  given  in  Table  i . 

Computations  of  n  are  given  also,  utilizing  single  maxima  or 
minima,  and  remembering  that  the  difference  in  optical  length  of 
path  for  interference  in  transmission  is  2  n  ^  or  about  42/i.  Pol- 
lowing  the  method  of  computation  given  by  Crandall,  using  the 
formula  2  n^  ^-Nj  Xi,  and  taking  the  values  of  N^  given  in  Table 
2,  the  corresponding  values  of  n^  were  obtained.  (See  columns 
5  and  9  of  Table  2.) 
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In  making  these  computations  it  is  assumed  that  the  small 
indentations  (e.  g.,  4.6/x,  5.2/1)  are  a  second  series  of  interference 
bands,  the  origin  of  which  is  undetermined.  Only  the  bands 
given  in  coltunns  2  and  6  of  Table  2  were  used. 

XABIS  2,— Refractive  Indices  of  Molybdenite  Computed  by  Fonntilas  Given  in 
Text,  Using  Transmission  Minima  or  Maiima 


• 

BUnlnui 

X 

Xi 

n 

Ni 

»i 

Xi 

n 

N^ 

ftl 

2.72 

2.94 

3.19 

3.44 

3.66« 

3.80 

4.07 

4.30 

4.53 

4.77 

4.96  a 

5.20 

5.44 

5.68a 

5.94 

6.18 

6.40 

6.65 

6. 93 

7.20 

7.45 

2.72 
2.94 
3.19 
3.44 

2.64 
2.89 
2.88 

14.5 
13.5 
12.5 
11.5 

2.82 
2.83 
2.85 
2.83 

2.85 
3.07 
3.30 

2.98 
2.96 

14 
13 
12 

2.85 
2.83 
2.83 

3.60 

2.70 

U 

2.83 

3.80 

2.66 

10.5 

2.85 

4.00 
4.42 

2.77 
2.88 

10 
9 

2.85 
2.84 

4.22 

2.59 

9.5 

2.86 

4.79 

2.74 

8.5 

2.91 

' 

4.99 

2.81 

8 

2.85 

5.41 

2.85 

7.5 

2.90 

5.70 

2.88 

7 

2.85 

6.30 

2.93 

6^5 

2.92 

6.65 

6 

2.8S 

7.35 

5.5 

2.89 

f 

' 

1 

a— Missinc. 

Using  consecutive  bands  gives  values  of  n  which  increase  in 
value  to  n=»i4  at  X«7/a.  This  is  inconsistent  in  view  of  the 
constancy  of  the  absorption  and  reflection  data.  The  region  of 
anomalous  dispersion  is  at  0.5/1,  beyond  which  point  the  refrac- 
tive index  should  decrease. 

These  data  are  somewhat  different  from  those  published  by 
Crandall.**  It  is  to  be  noticed  that,  comparing  data  obtained  on 
samples  having  practically  the  same  thickness,  twice  as  many 
interference  bands  were  observed  in  the  present  examination. 
The  common  difference  between  these  bands  is  about  0.23M, 
whereas  Crandall's  curves  show  bands  separated  by  about  0.45  n 
to  0.5/x  or  multiples  of  this  number. 

>*  Cnmdall,  Fhys.  Rev.  (a),  2,  p.  356;  19x3. 
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V.  VARIATION  OF  FHOTOBLBCTRIC  CURRENT  WITH  TIMB 

OF  EXPOSURE 

It  is  well  known  that  the  photoelectric  response  of  selenium 
lags  considerably  more  for  infra-red  rays  than  for  visual  rays. 
Molybdenite  is  much  quicker  than  selenium  in  its  photoelectric 
response  (change  in  electrical  conductivity)  when  exposed  to 
radiation,  irrespective  of  wave  length. 

In  view  of  the-far  greater  range  of  sensitivity  in  the  infra-red 
than  heretofore  observed,  it  is  of  interest  to  give  the  response- 
time  curves  of  molybdenite  for  various  wave  lengths. 

Fig.  14,  curve  A,  gives  the  spectral  photoelectric  sensitivity  of 
molybdenite  when  exposed  for  10  seconds,  while  cm^e  B  gives 


T — J — 9 — 7i — m — A — 3» — 7i — sr 

Fig.  5. — VariaUon  of  photoelectric  CHtreni  with  time  of  exposure  to  radiaiion 

the  corresponding  curve  for  unlimited  exi>osure;  that  is,  exposure 
until  there  is  no  further  increase  in  the  galvanometer  deflection. 

At  X«o.76m  the  difference  in  photoelectric  current  (galvanom- 
eter deflection)  for  limited  exposure  and  for  unlimited  exposure 
(which  at  this  point  was  about  30  seconds)  was  very  small.  On 
the  other  hand,  beyond  X*  1.4/1  the  response  is  so  slow  that,  on 
a  lo-second  exposure,  the  photoelectric  sensitivity  appears  to  be 
inappreciable. 

In  Fig.  5  a  series  of  response-time  curves  are  given,  showing 
the  variation  in  conductivity  (photoelectric  cturent)  with  time  of 
exposure  to  the  radiation  stimulus  and  the  rate  of  recovery  of  the 
sample  to  its  original  resistance.  The  data  show  that  in  the 
yellow  part  of  the  spectrum  equilibrium  in  electrical  conduc- 
tivity is  attained  after  5  to  10  seconds  exposture.    This  exposure 
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time  increases  very  rapidly  after  passing  beyond  X  =«o.75/i  where 
an  exposure  of  about  30  seconds  is  required.  The  time  for  recov- 
ery is  prolonged  to  about  two  times  the  exposure  time  for  equi- 
librium. In  making  the  observations,  twice  the  exposure  time  was 
therefore  allowed  for  recovery  of  the  original  conductivity. 

Experiments  '^  show  that  at  low  temperatures  the  increase  in 
conductivity  of  selenium  when  exposed  to  light,  and  the  recovery 
after  exposure,  is  markedly  slower  than  at  ordinary  temperatures. 
It  is  of  interest,  therefore,  to  notice  the  behavior  of  molybdenite 
at  low  temperatures.  As  shown  in  Fig.  6,  lowering  the  tempera- 
ture has  no  marked  influence  upon  the  rate  of  response  (conduc- 
tivity) of  molybdenite  when  exposed  to  radiation;  nor  is  the  time 
of  recovery  markedly  different  from  that  observed  at  room  tem- 
perature. By  a  marked  difference  in  response  and  recovery  is 
meant  a  factor  of  two  or  three  times  the  time  (8  to  12  minutes) 
indicated  in  Fig.  5.  A  delay  of  one  to  three  minutes  for  recovery 
at  liquid-air  temperatures,  as  compared  with  room  temperatures/ 
is  not  to  be  considered  in  view  of  the  very  rapid  change  in  dark 
current  (zero  shift  of  scale  reading)  owing  to  a  slight  change  in 
temperature,  which  could  not  be  maintained  constant  closer  than 
about  0.03®  C. 

From  a  casual  inspection  of  Fig.  5  it  might  be  inferred  that  it 
required  a  longer  time  of  expostue  to  radiations  of  wave  length 
X»  1.784  M  than  for  X "2.033  M  in  order  to  obtain  conductivity 
equilibrium.  In  reality  the  upward  trend  of  the  curve  for 
X»  2.033  M  shows  that  equilibrium  had  not  yet  been  attained 
after  10  minutes  exposure,  and  that  a  longer  exposure  should 
have  been  made.  However,  for  practical  ptuposes  it  was  better 
to  terminate  the  exposure  at  this  point  in  view  of  the  possibility 
of  losing  by  zero  ^lif t  (temperatiue  change)  what  might  have 
been  gained  in  conductivity  change  by  fmther  exposure  of  the 
sample  to  radiation. 

In  Fig.  6  the  scale  of  galvanometer  deflections  for  X  =  1.357  M  is 
magnified  four  times. 

In  practice  it  was  the  custom  to  allow  twice  the  exposure  time 
for  recovery.  The  fact  that  in  making  a  series  of  observations 
there  was  no  continuous  zero  shift  in  one  direction  would  indicate 
that  allowing  twice  the  exposure  time  for  recombination  was 
sufficient  for  complete  recovery  to  the  original  dark  resistance. 

'  ^  McDowdl,  Fhys.  Rev..  SS,  p.  5^4, 1910.  • 

111676<»— 19 3 
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VI.  SPECTRAL  RANGE  OF  PHOTOELECTRIC  SEHSrriVlTY 

The  first  tests  of  photoelectric  sensitivity  of  molybdenite  were 
made  by  using  wide  bands  of  spectral  energy  obtained  by  using 
glass  screens,"  residual  rays,  etc.  By  this  means  it  was  possible 
to  obtain  radiant  energy  stimuli  of  wave  lengths  ranging  from 
X= 0.365  fi  in  the  ultra-violet  to\==9  fiva  the  remote  infra-red. 

When  using  the  transmission  glasses  the  source  of  light  -was 
either  a  Nemst  glower  or  a  quartz  mercury  vapor  lamp.  The 
energy  was  measured  by  means  of  a  thermopile. 
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Fig.  6. — Variation  af  photoelectric  current  with  time  of  exposure  to  radiation 

For  making  this  examination  the  following  regions  of  the  spec- 
trum were  utilized: 

1 .  That  part  of  the  spectrum  transmitted  through  a  5  per  cent 
solution'*  of  cupric  chloride  in  a  cell  2  cm  in  thickness  and  a 
plate  of  Coming  glass,  G55,  A62  (new  number  G586).  The  maxi- 
mum of  the  transmitted  energy  lies  in  the  ultra-violet  at  about 
X«o.36/i.  Insertion  of  a  piece  of  red  glass  showed  that  all  of 
the  observed  photoelectrical  activity  was  caused  by  the  ultra- 
violet rays  from  the  merctuy  vapor  lamp.  A  subsequent  test 
showed  conclusively  that  molybdenite  at  room  temperature,  at 
least,  is  less  sensitive  in  the  ultra-violet  (X=o.36  /x)  than  in  the 
visible  spectrum,  as  shown  in  Fig.  14. 

2.  By  using  a  2  cm  cell  of  water  and  Crookes's  sage-green  (fer- 
rous No.  30)  glass,  a  fairly  monochromatic  band  is  obtained,  hav- 
ing its  maximum  intensity  at  X  =0.53  /*. 

n  This  Bulletin,  14,  p.  653,  19x8.    Some  of  the  photoelectric  data  obtained  by  this  method  were  Biv«D 
at  the  Pittsburgh  meeting.  Amer.  Assn.  Adv.  Sd..  Dec..  19x7  (see  Phys.  Rev.,  13,  p.  140, 19x9). 
It  Bulletin,  3,  p.  6x9,  X9xx;  9,  p.  ixo,  X9za. 
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3.  Ustng  a  Coming  Noviweld  glass  ** shade  30  per  cent,'*  a  2 
cm  water  cell,  and  a  Nemst  glower,  regulated  to  give  equal  ener- 
gies throughout  the  spectrum,  the  maximum  intensity  of  the  light 
stimulus  was  at  about  X  »  0.56  /x. 

4.  Using  Coming  ptuple  glass,  G55,  A62,  Schott*s  red  glass, 
2745,  and  a  2  cm  cell  of  water,  gave  a  transmission  band  having 
its  maximum  intensity  at  X =0.77  m. 

5.  Using  Coming  blue-purple  glass  G585,  Schott's  red  glass, 
2745,  and  a  2  cm  cell  of  water  (when  using  the  Nemst  glower 
below  normal  operation)  gave  a  band  of  maximum  transmission 
at  about  X =0.85  /i- 

6.  Using  three  sheets  of  electric-smoke  glass  gave  a  wide  band 
of  spectral  energy  with  a  maximum  at  about  2.2  /x. 

7.  The  radiation  from  a  Btmsen  flame  gave  an  emission  band 
with  maximum  at  4.4  fi. 

8.  The  residual  rays  obtained  by  reflection  from  two  surfaces 
of  quartz,  using  a  Nemst  glower  as  a  source,  gave  two  intense 
bands  of  selective  reflection,  8.5  /x  and  9.05  /x,  respectively,  the 
mean  value  being  about  X  =  8.8  fi. 

Using  equal  energies,  the  data  obtained  by  this  method  showed 
that  molybdenite  is  somewhat  photoelectrically  sensitive  in  the 
violet,  and  has  a  maximum  of  sensitivity  at  about  i  /x  in  the  infra- 
red. An  indentation  in  the  curve  indicated  a  possible  maximum 
(No.  I  was  used,  see  Fig.  7)  at  X=o.75  /x,  as  was  demonstrated 
conclusively  in  a  later  examination.  A  fairly  high  sensitivity  was 
indicated  at  2.2  /x.  The  Bunsen  flame  caused  a  small  change  in 
electrical  conductivity.  This  was  probably  produced  by  radia- 
tions of  wave  length  1.8  m  and  2.7  /x.  A  subsequent  examination 
using  the  spectrometer  showed  no  sensitivity  at  3  to  4  /x. 

As  indicated  elsewhere,**  the  most  important  contribution  to 
be  made  by  this  test  was  to  establish  to  what  extent  this  decrease 
in  electrical  resistance  is  caused  by  rise  in  temperature  when 
exposed  to  radiation.  The  measurements,  using  radiations  domi- 
nating at  X«8  to  9  /x  are  useful  in  settling  this  question.  Since 
the  reflection  and  absorption  of  molybdenite  is  uniform  through- 
out the  spectrum  the  application  of  equal  energies  of  diflerent 
wave  lengths  should  produce  approximately  the  same  thermal 
change,  irrespective  of  the  wave  length. 

Using  radiations  of  wave  length  X  =  8  to  9  /x,  the  photoelectric 
effect  produced  a  galvanometer  deflection  of  15.5  to  16  mm.     On 

M  This  Bulletin,  14,  p.  603. 19x8. 
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inserting  a  plate  of  clear  glass,  which  is  opaque  to  radiations  of 
wave  length  greater  than  4  fi,  the  deflection  was  14.5  mm,  indi- 
cating that  the  photoelectric  effect  is  produced  by  scattered 
radiations  of  wave  length  less  than  4  /i.  Moreover,  it  is  caused 
entirely  by  the  energy  of  wave  lengths  less  than  4  /i.  For,  cor- 
recting for  losses  by  reflection  and  absorption  which  amoimt  to 
8  to  9  per  cent  in  the  glass  plate,  the  deflection  is  increased  from 
14.5  to  15.8  mm,  which  is  in  agreement  with  the  observations 
made  without  the  glass. 

The  conclusions  to  be  drawn  from  these  experiments  are  that 
molybdenite  is  not  photoelectrically  sensitive  to  infra-red  rays  of 
wave  lengths  X  =  8  to  9  /i,  and  that  the  observations  at  the  shorter 


Pig.  7. — Spectral  photoelectric  sensitivity  of  different  parts  of  a  crystal  of 

molybdenite 

wave  lengths  were  not  affected  by  the  pixrely  thermal  changes 
produced  on  exposure  to  radiation. 

Vn.  EXPERIMENTAL  DATA  ON  VARIOUS  SAMPLES 

Unless  otherwise  stated,  the  samples  examined  were  selected 
from  material  obtained  from  Yorkes  Peninsula,  South  Australia. 
They  were  numbered  consecutively  as  investigated.  Their  dimen- 
sions and  resistances  are  given  in  Table  3.  Under  the  present 
caption  are  given  additional  particulars  and  comments  relative 
to  the  behavior  of  these  samples. 

In  all  these  illustrations,  unless  otherwise  stated,  the  samples 
were  exposed  in  the  glass  container  P,  shown  in  Fig.  2. 

In  these  illustrations  the  ordinates  represent  the  observed 
galvanometer  deflections,  which  are  proportional  to  the  change  in 
electrical  conductivity  caused  by  the  energy  stimulus. 


Digitized  by 


Google 


KaUer  J 


Physical  Properties  of  Molybdenite 


137 


TABLE  3.— Dark  Resistance  of  Molybdenite  Samples  Against  Direction  of  Current 

[Key  tosymfiols:  JL-I^encth;  H^- width;  T-thidmeas  in  centimeters;  SP.  /?»^^^^~;  R  and  ie»- 


ofamic  reaistinoe  in 
Col-Cdando.] 

opposite 

directicos. 

Source.— A—  Australia; 

Al- Alaska;  C 

-Canada; 

J- Japan; 

Na 

Source. 

R 

/?» 

R-R' 

R-R^ 
R 

L 

W 

r 

SP.R 

SP.R^ 

1 

A 

640  000 
1  340  000 

625  000 
1  135  000 

15  000 
205  000 

2.3 
15.3 

0.6 

0.4 
.4 

■ 

2 

A 

0.004 

2680 

2370 

4 

A 

457  000 

443  000 

14  000 

3.1 

.2 

.011 

1255 

1215 

5 

A 

600  000 

590  000 

590  000 
515  000 

10000 
75  000 

1.7 
12.7 

6. 

A 

.4 

.006 

2690 

2350 

7 

A 

1  670  000 
100  000 

1  640  000 
92  000 

30  000 
8000 

1.8 
8 

8. 

A 

.5 

.006 

500 

460 

9 

A 

448  000 

440  000 

8000 

1.8 

.4 

.003 

758 

751 

10 

A 

4000  000 

3900  000 

100  000 

2.5 

.35 

.006 

14  000 

13  700 

11 

A 

3300  000 

2  100  000 

1  200  000 

36.4 

.5 

.006 

16  500 

10  500 

12 

A 

540  000 

334  000 

675  000 

1050  000 

463  000 
329  000 

570  000 
1  000000 

77  000 

5000 

105  000 

50  000 

14.3 
1.5 

15.6 
4.8 

.5 
.3 
.3 
.35 

13 

A 

14 

A 

15 

A 

.007 

3220 

3060 

16 

A 

9900  000 

820  000 

54  000 

5  000  000 

790  000 

16  400 

4900  000 
30  000 
37  600 

49.5 
3.7 
69.6 

.3 

.4 
.3 

17 

A 

18 

AL 

.005 

101 

30.7 

19 

Al 

8500 

'4300 

4200 

49.4 

1.1 

.3 

.005 

11.6 

5.86 

ao» 

C 

1760 

1  760 

0 

0 

1.2 

.3 

.006 

2.6 

2.6 

2l« 

C 

9  470 

9  470 

0 

0 

1.5 

.5 

.005 

15.8 

15.8 

22» 

J 

2  875 

2  875 

0 

0 

.68 

.35 

.006 

8.9 

8.9 

23« 

C 

69  800 

69  800 

0 

0 

.9 

.12 

.001 

10 

10 

24a 

C 

20  900 

20  900 

300 

1.4 

.85 

.17 

.002 

8.5 

8.5 

25a 

Cd 

17  210 

16  980 

230 

1.3 

.87 

.12 

.004 

9.5 

9.4 

a— nonsensitive. 

Sample  No.  i. — In  Fig.  7  curve  A  gives  the  spectral  photo- 
electric sensitivity  when  this  sample  was  mounted  directly  in 
front  of  the  spectrometer  slit  5",  Fig.  2,  and  hence  observed  at  a 
somewhat  higher  intensity  than  curve  D,  which  was  observed 
when  the  sample  was  in  the  glass  container. 

The  mounting  of  this  specimen  happened  to  be  perforated, 
permitting  irradiation  of  the  rear  surface  of  the  molybdenite. 
Curves  B  and  C  show  the  change  in  electrical  conductivity  when 
an  edge  and  central  portion  of  the  rear  side  were  exposed  to 
radiation. 

As  will  be  noticed  in  subsequent  tests  of  other  samples,  the 
position  of  the  maxima  and  their  relative  intensities  as  well  as 
their  absolute  intensities  depend  upon  the  part  of  the  crystal 
exposed.  This  sample  has  maxima  at  wave  lengths  X=o.72/x, 
i.02/i4,  and  1.78/i. 

The  effect  of  temperatm^e  and  of  intensity  upon  these  maxima 
is  illustrated  in  Figs.  14  to  17. 
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Sample  No,  2. — Curves  A  and  B,  Fig.  8,  show  the  photoelectric 
sensitivity  of  two  regions  of  this  sample.  A  small  maximum 
appears  at  X  ="0.85m  and  two  maxima  of  about  equal  intensity  at 
wave  lengths  X  ^o.ggii  and  1.85/*,  respectively. 

Sample  No.  3. — Curves  C  and  £>,  Fig.  8,  illustrate  the  photo- 
electric behavior  of  two  positions  on  this  sample  which  appears 
similar  to  sample  No.  i.  There  are  maxima  at  wave  lengths 
X=o.73M,  1.03/i,  and  1.82M,  respectively. 


«        •«        /       A        #        .«        -8        a       a        iV/u 

Fig.  S.—Photoeledric  senHtivity  of  different  parts  0/  a  crystal;  also  of  different  crystals 

Sample  No.  4. — ^This  is  the  most  remarkable  sample  examined 
in  that  at  room  temperature  it  has  but  one  maximum,  occtirring 
at  about  X« 0.85/1;  Fig.  9,  curves  D  and  E,  show  the  photo- 
electric behavior  for  two  positions.  The  photoelectric  sensitivity 
seemed  to  be  confined  to  one  small  spot  (see  Fig.  19)  for  its 
behavior  at  low  temperatures. 

Sample  No.  5. — Curves  A,  B,  C,  Fig.  9,  illustrate  the  photo- 
electrical behavior  of  different  parts  of  the  surface.  This  sample 
is  conspicuous  for  the  absence  of  the  first  band  usually  observed 
at  X  «o.7M  to  0.8/i  and  Jor  the  greater  intensity  of  the  1.85M  band 
as  compared  with  the  one  at  i/i- 
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Sample  No.  6. — In  Fig.  10  the  lower  curve  shows  the  behavior 
of  sample  No.  6,  which  is  similar  to  No.  5,  with  a  possible  small 
band  at  X  =>o.8/i.    The  other  maxima  are  at  i  .02/1  and  i  .85/x. 

The  inserted  diagram  shows  the  important  spots  (indicated  by 
shaded  areas)  of  photoelectric  sensitivity.  The  black  dots  rep- 
resent points  giving  high  rectification  of  current,  which  will  be 
discussed  presently. 

Sample  No.  7. — In  Fig.  10  curve  A  illustrates  the  spectral 
photoelectric  response  of  the  central  portion  of  sample  No.  7.     In 


Fio. 


^. — PhoUf0lectric  sensitivity  of  different  parts  of  a  crystal;  also  of  different  crystals 


the  upper  rectangular  diagram  the  shaded  area  represents  the 
portion  of  the  crystal  which  was  photodectrically  sensitive, 
while  the  black  dots  represent  points  which  showed  high-current 
rectification.  There  are  maxima  at  wave  lengths  X  >=  0.85/i,  i  .o2fi, 
and  i.8s/i. 

Sample  No.  8. — In  Fig.  1 1  the  shaded  portion  of  the  rectangular 
diagram,  marked  AfoS,,  represents  the  portion  of  the  sample 
which  was  photodectrically  sensitive  as  determined  with  a  pho- 
tophone,  the  energy  stimulus  being  about  i  mm  in  diameter.    The 
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image  of  the  spectrometer  slit  (0.5  by  10  mm)  was  projected 
lengthwise,  at  the  points  marked  i4,  5,  C,  Z>,  and  E  upon  the 
crystal.  The  corresponding  sensitivity  curves  are  given  in  Figs. 
II  and  12.  These  curves  (C  is  incomplete)  are  interesting  in 
that  they  show  the  gradual  development  of  a  maximmn  at  wave 
length  X= 0.85/4,  belonging  to  a  crystal  aggregation  in  the  center 
of  the  sample,  which  differs  from  the  sensitive  material  along  the 
lower  edge  of  the  crystal,  curve  E.  The  material  along  the  lower 
edge  of  the  crystal  produced  but  two  maxima,  at  wave  lengths 
X « I.02/X  and  1.85/1,  respectively,  as  foimd  in  sample  No.  5. 

Sample  No.  9. — In  Fig.  13  is  given  the  spectral  sensitivity  curve 
of  sample  No.  9,  which  is  conspicuous  for  its  two  maxima  of  equal 


Pig.  xo. — Photoelectric  sensitivity  of  various  crystals  of  molybdenite 

intensity  at  wave  lengths  X  =  1.02/1  and  1.85/1,  and  a  small 
maxima  at  X  »  0.85/1. 

Sample  No.  10. — ^This  sample  was  quite  insensitive.  However, 
an  examination  of  two  positions,  curves  A  and  B,  Fig.  13,  shows 
a  maximum  sensitivity  at  wave  length  X  =0.86/1.  It  is  sensitive 
also  in  the  region  of  X  =  1.85/1,  as  observed  in  other  samples, 
especially  No.  4. 

Sample  No.  11. — ^The  dotted  curve  in  Fig.  12  gives  the  sensi- 
tivity curve  of  sample  No.  11,  which,  like  No.  5,  is  conspicuous 
for  the  absence  of  the  band  usually  found  at  about  0.8/1.  The 
maxima  of  sensitivity  are  at  wave  lengths  X  — 1.02/1  and  1.85/1, 
respectively. 
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Samples  No.  18,  20,  and  22. — ^These  samples  were  tested  for 
sensitivity  at  the  temperature  of  boiling  liquid  air  where,  as  shown 
in  Fig.  21 ,  they  show  sensitivity  in  the  region  of  X =0.85/*. 

At  room  temperatures  sample  No.  18  showed  slight  sensitivity 
(i  to  2  mm  deflection)  in  the  spectrum  from  0.6/i  to  i/i.  Sam- 
ples No.  20  and  22  were  not  sensitive  even  when  exposed  to  radia- 
tion of  much  higher  intensity. 

The  foregoing  results  show  that  at  room  temperatures  the 
sensitivity  maxima,  at  wave  lengths  X"  1.02/4  and  i.8o/i,  respec- 
tively,  always  occiu:  together.     Some  samples  show  an  additional 


Fig.  II. — Photoelectric  sensitivity  of  different  parts  of  molybdenite  sample  No.  8.     {See 

aUo  Fig,  12.) 

maximum  at  X-o.y/x  to  0.85/i.    Other  samples   show  only  a 
single  band  of  sensitivity  at  wave  length  X  =»  0.85/i. 

VnL  EFFECT  OF  INTENSITY  OF  RADIATION   UPON  ELEC- 
TRICAL CONDUCTIVITY 

Attempts  have  been  made  to  formulate  laws  connecting  the 
intensity  (energy  E)  of  the  exciting  light  and  the  resulting  change 
(galvanometer  deflection)  in  conductivity  of  the  seleniiun  cell. 
In  an  investigation  of  the  application  of  selenium  to  photometry 
Kund  '*  points  out  that  the  final  law  will  depend  upon  the  char- 
acter of  the  cell,  time  of  exposure,  and  the  absolute  intensity  of 
the  exciting  light.     He  made  no  attempt  to  establish  a  law  for 

^  Ffund,  Fhys.  Rev.,  t4,  p.  375, 19x3. 
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very  inteiise  or  very  weak  iUuminations.  Using  exposures  of  1 2.5 
seconds,  he  found  that  the  law  connecting  d  and  £  to  be  approxi- 
mately of  the  form  d^K  E^  where  K  and  j8  are  constant  as  long 
as  the  wave  length  of  the  exciting  light  remains  unchanged. 
The  value  of  ff  was  approximately  0.5,  or  the  conductivity  is 
approximately  proportional  to  the  squaie  root  of  the  energy 
stimulus. 

In  a  subsequent  investigation  of  the  selenium  cell,  Nichol- 
son,^ using  unlimited  expostu^,  found  the  square-root  law  to 
be  only  approximately  true;  that  instead  of  the  value  of  j3  being 


••         ••  /         A         4F         ^         ^ 

Fig.  12, ^^Photoekctric  sensiUvity  of  different  parts  of  a  crystal 

constant  there   is   an   appreciable   minimimi  at  X=o.6/i  where 
^=0.4.    Spectral  purity  does  not  explain  this  disagreement 

Using  exposures  of  10  seconds,  Elliot*^  investigated  the  law 
connecting  the  energy  of  the  exciting  light  and  the  change  in 
conductivity  induced  in  stibnite.  He  assumed  the  square-root 
law  to  hold,  and  fotmd  that  the  values  of  /3  did  not  prove  the  law. 
He  argues  that  if  imlimited  exposures  had  been  used  it  would 
be  safe  to  say  that  the  square-root  law  would  hold  for  stibnite, 
and  then  concludes  that  stibnite  obeys  the  law,  with  /3=o.5, 
approximately.  The  conclusion  to  be  drawn  from  the  foregoing 
citation  is  that  the  experimental  data  do  not  indicate  a  simple 


**  Nicholsoa.  Phys.  Rev.  (a),  %,  p.  9. 19x4. 


'^  EUiot,  Phys.  Rev.  (a),  ft.  p.  59.-  X9i5* 
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squaie-root  law,  though  for  very  rough  calculations  one  might 
assume  the  law  to  obtain. 

In  view  of  the  uncertainty  of  the  experimental  data  just  cited 
it  was  of  interest  to  make  similar  tests  of  the  effect  of  intensity 
of  the  exciting  light  upon  the  electrical. conductivity  of  molyb- 
denite at  22®  C. 

For  this  purpose  sample  No.  i  was  securely  mounted  in  front 
of  the  spectrometer  slit  5,  Fig.  2.  The  observations  are  illus- 
trated in  Fig.  14,  in  which  curve  B  gives  the  sensitivity  for  an 
intensity  F  =  2o,  while  curve  C  shows  the  change  in  conductivity 
produced  by  an  intensity  £  =  i .  The  latter  intensity  was  obtained 
by  covering  the  prism  with  a  piece  of  black  cardboard  with  a 


s       /       'A       0       ^        ^       &      •^      4^ 

Fig.  13. — Photoelectric  sensitivity  of  different  crystals  of  molybdenite 

slit  in  it,  which  happened  to  transmit  almost  exactly  one-twentieth 
of  the  initial  intensity.  The  results  show  that  on  increasing  the 
intensity  20  times  the  spectral  photoelectric  responses  are  increased 
about  10  times  in  the  region  up  to  0.75/*,  11  times  at  1.05M,  and 
20  times  at  i.S/x.  In  other  words,  on  increasing  the  intensity 
20  times  the  change  in  conductivity  produced  by  energy  of  wave 
lengths  X  =  I  .8m  is  twice  as  great  as  observed  at  X  =o.75/x.  These 
energy  stimuli  are  indicated  by  £  =  i  and  £  =  20  in  Fig.  15,  which 
gives  a  series  of  isochromatic  response  curves  for  various  wave 
lengths  and  for  much  higher  intensities  (40  times  greater)  than 
used  in  the  investigation  of  the  variotis  samples  just  described. 

In  Fig.  14  curve  A  is  for  limited  exposure  and  curve  B  for  expo- 
sure tmtil  a  steady  state  is  attained,  as  already  described. 
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Using  the  data  illustrated  in  Fig.  15,  which  are  for  unlimited 
exposure  (and  are  considered  .more  accurate  than  those  illus- 
trated in  Fig.  14),  computations  were  made  to  test  the  validity 
of  the  sqiiare-root  law.  The  computations  show  that  (see  Table 
4)  the  induced  change  in  electrical  conductivity  is  not,  as  a  gen- 
eral rule,  proportional  to  the  square  root  of  the  intensity  (energy) 
of  the  radiation  stimulus. 

For  example,  selecting  wave  length  X« 0.6252/*,  using  £«2 
and  £  =  8  (square  root  of  ratio  =  2),  the  corresponding  galvano- 
meter deflections,  d,  are  4.4  and  9.8,  or  a  ratio  of  2.23  instead 
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Fio.  •L4,^Effect  of  intensity  of  radiation  upon  spectral  photoelectric  sensitivity 

of  2.0,  as  would  be  expected  on  the  basis  of  the  alleged  square- 
root  law. 

TABLE  4.— Showing  the  Relation  Between  the  Intensity  £  of  the  Excitiag  Light 
and  the  Resulting  Change  in  Condactivityy  Galvanometer  Deflection,  d\  d^lEfi 


i-^' 

X- 0.5876m 
X- 0.62V 

X-0.6975 

X- 0.725 

X- 0.882 

X-1.44 

X-2.033 

Er 

£, 

dr 

</. 

dx 

dr 

dn 

t 

dy 

ds 

f: 

d. 

</> 

dx 

d. 

dx 

^i 

dr 

dx 

t 

4 

1 

2 

2.5 

3.0 

4 

6.6 
9.8 
11.1 
12.5 

12.1 
13.7 
15.1 
17.9 

8.5 
13.1 
15 

16.7 
19.8 

9.7 
14.9 
15.0 
19.1 
23.1 

12.4 
17.6 
20 
22.1 

14.1 

2.7 

2.44 

- 

2.7 

3.15 

3.5 

2.77 

5 

2.48 

2.35 
6     .... 

8 

19.7 
22.1 
24.4 

10 

4.4 

2.22 

5 

2.42 

5.1 

2.54 

6.1 

2.44 

6.6 

2.67 

10 

1.97 

12 

5.0 

2.21 

5.7 

2.40 

6.1 

2.46 

7.0 

2.14 

9.6 

2.08 

11.2 

1.98 

16 

5.5 

2.27 

6.5 

2.32 

7.0 

2.39 

8.0 

2.38 

10.7 

2.06 

12.1 

2.02 

- 

- 

8 

2.24 

8.5 

2.34 

9.7 

2.38 

- 
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From  the  intensities  used  and  the  spectral  range  examined,  it 
appears  that  at  low  intensities  of  the  exciting  radiation  the  change 
in  electrical  conductivity  induced  in  molydenite  is  much  greater 
than  for  higher  intensities.  For  rough  calculations  the  value  of 
P= 0.43  may  be  used. 
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Fig.  1$. — Effect  of  intensity  of  radiation  upon  photoelectric  response 

The  data  in  Table  4  were  obtained  from  Fig.  15,  in  which  the 
abscissa  represents  the  energy,  £",  to  which  the  molybdenite  was 
exposed.  Using  even  values  of  E  and  four  times  its  value  (e.  g., 
£=4  and  E=i6)  the  ratio  of  the  corresponding  galvanometer 
deflections,  d^^-^d^  should  equal  the  whole  number  2  if  the  square- 
root  law  holds.     An  inspection  of  these  coltunns  of  ratios  (;/ )  ^^^ 

different  wave  lengths  shows  that  the  value  j8  depends  upon  the 
wave  length  as  well  as  the  intensity  of  the  exciting  radiations. 
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BE.  EFFECT  OF  TEMPERATURE  ON  PHOTOELECTRIC  SEN- 
SITIVITY 

An  interesting  part  of  this  investigation  was  the  determination 
of  the  effect  of  temperature  on  photoelectrical  conductivity. 
The  electrical  conductivity  of  molybdenite  decreases  rapidly 
with  decrease  in  temperature,  so  that  at  a  temperature  of  - 140*^ 
to  -178®  C  (attained  by  cooling  with  liquid  air)  the  resistance 
is  150  to  2000  times  as  great  as  at  room  temperature.  On  the 
other  hand,  at  this  low  temperature  the  change  in  conductivity 
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Fig  16. — Effect  of  temperature  upon  photoelectric  sensitivity 

induced  in  some  samples  of  molybdenite,  when  exposed  to  radia- 
tion of  certain  wave  lengths,  is  from  50  to  200  times  as  great  as 
at  room  temperatures.  This  comparison  was  obtained  by 
increasing  the  voltage  applied  to  the  sample,  at  liquid-air  tempera- 
ture, to  produce  practically  the  same  dark  current  (galvanometer 
deflection  of  60  to  85  cm)  as  obtained  when  the  sample  was 
operated  at  room  temperature.  In  practice  the  samples  were 
operated  on  2  to  4  volts  at  room  temperature  and  on  40  to  133 
volts  (dry  cells)  at  liquid-air  temperatures.  The  dark  currents 
were  noted  and  a  factor  was  applied  to  indicate  the  deflection  that 
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wotild  have  been  obtained  if  the  sample  had  shown  the  same 
dark  current  at  these  two  temperatures.  This  does  not  affect 
the  relative  spectral  sensitivity  curves,  but  merely  gives  the 
reader  some  idea  of  the  size  of  the  deflections  that  would  be 
expected  when  the  crystal  was  examined  under  comparable 
conditions. 

Sample  No,  i, — In  one  test  the  molybdenite  sample  No.  i 
was  mounted  in  a  small  wooden  box  containing  a  thermometer  and 
a  thin  strip  of  platinimi  heated  by  a  storage  battery.  A  rock- 
salt  window  permitted  exposure  to  radiation.  The  sample  was 
mounted  at  the  exit  spectrometer  slit.     As  shown  in  Fig.  16,  using 


cm 


0^      •*      •*     7       *       ^      ^       ^       a     *       H^ 

Fio.  17. — Effect  of  temperature  upon  spectral  photoelectric  sensitivity 

the  same  intensity  (applied  voltage,  2  volts)  and  var3dng  the 
temperature  of  the  sample,  it  was  found  that  the  maxima  at 
X  =  i.5/i  and  1.78/i  decreased  very  rapidly  in  intensity,  so  that 
at  80®  C  the  photoelectric  action  produced  by  radiations  of 
these  wave  lengths  had  practically  disappeared,  whereas  the 
radiations  of  short-wave  lengths  still  produced  a  change  in 
electrical  conductivity. 

In  the  following  tests  the  sample  was  mounted  in  the  glass 
receptacle  illustrated  in  Fig.  2  and  the  temperature  changed  as 
already  described.  In  Fig.  1 7  is  illustrated  the  change  in  photo- 
electric sensitivity  of  sample  No.  i  when  operated  at  23®  C, 
0°  C,  and  -115®  C.  For  the  latter  temperature  the  observed 
galvanometer   deflections    (maximum  =  16   cm)    were   multiplied 
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by  the  factor  8,  in  order  to  show  the  approximate  sizes  of  the 
deflection  to  be  expected  for  the  same  dark  current  The 
potential  actually  applied  was  lo  volts. 

At  o^  C,  sample  No.  i  on  2  volts  gave  a  (dark-current)  gal- 
vanometer deflection  of  43  cm  and  on  4  volts  a  deflection  of  86 
cm.  Using  radiations  of  X  =0.724/*,  the  corresponding  (photo- 
electric) galvanometer  deflections  were  23.5  and  47  mm,  respec- 
tively, indicating  a  dose  proportionality  between  the  dark  current 
and  the  photoelectric  current. 


4        *       J^        J        A-^'C^a^* 
Fio.  z8. — Effect  of  temperature  upon  spectral  photoelectric  sensitmty 

These  curves  show  that  as  the  temperature  decreases  the 
radiations  of  short-wave  lengths  produce  a  greater '  change  in 
electrical  conductivity  than  do  the  long-wave  lengths.  As  a 
result,  the  maximum  of  the  sensitivity  curve  is  shifted  from 
X  =  1 .02/A  to  X  =  0.75^.     A  new  band  occm^  at  X  =  i  .2/1. 

Sample  No.  2, — In  Fig.  18  are  given  the  photoelectric  sensitivity 
curves  of  sample  No.  2  at  23®  C  and  -i72°C,  respectively.  In 
the  latter  the  scale  of  deflections  is  magnified  8  times,  to  represent 
equal  dark-current  conditions.  The  voltage  applied  at  —172®  C 
was  133  volts.  The  maximmn  of  the  sensitivity  curve  is  shifted 
to  the  short  wave  lengths,  the  ma.yima  being  at  X=o.88m,  1.20M, 
and  I.9M,  respectively. 
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Sample  No.  4. — ^The  effect  of  temperature  upon  the  photoelec- 
tric conductivity  of  sample  No.  4  is  shown  in  Fig.  19.  The 
observations  at  25^  C  confirm  the  measurements  made  some 
months  earlier,  curves  D  and  E,  Fig.  9.  At  - 178^  C  the  maxi- 
mum appears  to  be  shifted  slightly  to  the  longer  wave  lengths, 
X  =0.89/1,  and  a  second  band  appears  at  X  =  i  .23^.  The  observed 
galvanometer  deflections  (2  cm  at  X  =  i.23/*)  are  multiplied  by 
the  factor  25,  to  indicate  the  deflections  to  be  expected  for  the 
same  dark  cuirent,  at  these  two  temperatures.  The  deflections 
being  so  small  it  is  uncertain  whether  the  1.23^  band  is  present 
at  room  temperature.  At  —178^  C  this  sample  was  practically 
nonconducting,  and  133  volts  were  applied  in  making  the  exami- 
nation, as  against  2  volts  at  room  temperature. 


^3  4^.JL^^.«2>-*        *^^ 

Fio.  19. — Effed  of  temperature  upon  spectral  photoelectric  sensiUviiy 

Sample  No.  j. — In  Fig.  20  are  given  a  series  of  photoelectric 
conductivity  curves  of  sample  No.  5,  which  was  mounted  as 
shown  in  Fig.  2  and  observed  under  similar  conditions.  The 
temperature  points  38®  C,  26^  C,  0°  C,  and  — 142*^  C  were  obtained 
by  means  of  hot  water,  ice,  and  liquid  air,  as  already  explained. 
The  potentials  applied  were  2  volts  at  38°  C  and  26^  C,  4  volts  at 
o^  C,  and  40  volts  at  142^  C.  The  observed  galvanometer  deflec- 
tions are  given  in  Fig.  20.  In  order  to  make  the  observations 
comparable  (for  the  same  dark  current),  the  galvanometer  deflec- 
tions for  o®  C  would  be  17  times  greater  than  plotted  in  Pig.  20. 

These  data  are  of  interest  in  showing  the  rapid  shift  of  the 
maximum  sensitivity  toward  the  short  wave  lengths,  with 
decrease  in  temperature.  At  -142^  C  there  are  maxima  at 
X=o.88m,  I-35M,  and  1.9M,  respectively,  as  compared  with  two 
maxima  at  X  =  i.o2m  and  1.9/*,  respectively,  at  room  tempera- 
tm^. 
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In  view  of  the  long  time  required  in  order  to  obtain  the  data 
at  I. 8m,  the  irregularities  in  the  relative  intensities  and  in  the 
position  of  the  maximum  are  probably  to  be  attributed  to  experi- 
mental errors. 

Sample  No.  i8. — National  Museum  specimen  No.  61448,  from 
Shirakawa  Hidi,  Japan.  This  material  had  a  low  resistance  and 
a  low  photoelectrical  conductivity  at  room  temperatures.  At 
liquid-air  temperatures,  —178®  C,  this  sample  shows  a  band  of 


Fio.  ao. — Effect  of  temperature  upon  spectral  photoelectric  sensitivity 

photoelectrical  sensitivity  with  a  maximum  at  X«=o.85m.  (See 
Pig.  21.) 

Sample  No.  20. — ^National  Museum  specimen  No,  53046,  from 
Wakefield,  Canada.  Transmission  and  reflection  measurements 
were  also  made  on  this  material,  which  has  a  low  photoelectric 
conductivity  even  at  low  temperatures,  at  - 177®  C.  There  is  a 
single  maximtun  at  wave  length  X —o.Ssin  (lower  curve  of  Fig.  21). 

Sample  No.  22. — National  Musetun  specimen  No.  86194,  fr<^™ 
near  Chilcoot  Pass,  Alaska.  This  material  has  a  low  resistance 
and  low  photoelectric  sensitivity  at  room  temperatures.  At 
—  1 78°  C  this  material  shows  a  wide  band  of  spectral  photoelectric 
sensitivity,  with  a  maximum  at  wave  length  X  ==  0.85^.     (Fig.  21). 

A  general  survey  of  these  curves  shows  that  samples  of  molyb- 
denite which  show  but  small  photoelectrical  sensitivity  at  room 
temperatures  exhibit  considerable  photoelectrical  conductivity  at 
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the  temperature  of  boiling  liquid  air.  This,  of  course,  is  to  be 
expected  in  view  of  what  was  observed  on  samples  which  are 
quite  sensitive  at  ordinary  temperatures.  The  comparison  is  one 
of  magnitude  of  photoelectrical  sensitivity  rather  than  one  of 
quality.  For  at  low  temperatures,  where  all  samples  exhibit 
sufficient  photoelectrical  sensitivity  to  make  the  tests  trustworthy, 
the  maximum  photoelectrical  conductivity  of  samples  from  differ- 
ent localities  is  produced  by  radiations  of  wave  lengths  in  the 
spectrum  at  X  « 0,85/1*.  As  already  mentioned,  Crandcdl  ^  records 
observations  made  by  Trowbridge  which  show  that  the  trans* 
patency  of  molybdenite  is  considerably  increased  in  the  visible 


Fig.  21. — Effect  of  temperature  upon  spectral  photoelectric  scfuitivity 

Spectrum  when  the  material  is  cooled  to  liquid-air  temperature. 
Just  what  this  has  to  do  with  a  similar  shift  of  the  maximum  of 
the  photo  electric  sensitivity  ciu^e  toward  the  visible  spectrum  is 
not  known.  That  such  a  shift  occurs  appears  to  be  an  established 
fact.  That  the  greatest  photoelectrical  activity  occurs  where  the 
absorption  is  low,  and  that  this  region  of  maximum  activity  shifts 
toward  the  region  of  maximum  absorption,  is  worthy  of  notice 
even  though  no  explanation  is  offered  to  account  for  the  observa- 
tions. 

Z.  EFFECT    OF   HUMIDITY,   VACUUM,   AND    MECHANICAL 

WORKING 

In  the  early  part  of  this  investigation  the  question  arose  as  to 
the  effect  of  humidity  on  the  photoelectrical  conductivtiy  of 
molybdenite.    The  test  was  made  in  an  air-tight  glass  receptacle 

>•  Crandall,  IPhys,  Rev.  (a),  %,  p.  343;  k9X3* 
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which  replaced  the  glass  tube  G,  Pig.  2.  Provision  was  made  to 
introduce  phosphorus  pentoxide  into  the  vessel  and  sealing  it 
without  disturbing  the  adjustments.  An  interval  of  four  hours 
elapsed  after  introducing  the  dehydrating  material.  The  obser- 
vations were  made  at  25^  C  with  the  humidity  of  the  surrounding 
air  amounting  to  81  per  cent  or  12. i  g  per  cubic  meter. 

The  results  obtained  show  that  this  amount  of  moisture  had  no 
observable  effect  upon  the  photoelectrical  conductivity. 

Observations  of  the  effect  of  air  upon  photoelectrical  change  in 
conductivity  were  made,  using  the  sample  in  the  glass  receptacle 
G,  Fig.  2.  Sueeping  the  temperature  constant,  the  results  obtained 
with  the  molybdenite  in  air  and  a  vacuum  show  that  the  spectral 
photoelectric  sensitivity  curve  was  not  affected  by  the  surrounding 
air.  Recent  experiments  of  Tisdale**  indicate  that  the  photo- 
electric conductivity  (A  selenium  is  affected  by  gases  and  metallic 
vapors. 

The  conclusion  arrived  at  is  that  the  photoelectrical  conductivity 
observed  in  molybdenite  is  inherent  in  the  crystal,  and  that  this 
property  is  not  affected  by  the  ordinary  changes  in  humidity  and 
gas  pressure. 

One  line  of  investigation  which  requires  further  attention  is 
the  effect  produced  upon  the  photoelectrical  sensitivity  when  the 
surface  of  the  molybdenite  sample  is  worked  mechaiiica%. 

In  a  previous  investigation  ^  it  was  found  that  silver  sulphide 
which  had  been  prepared  in  the  laboratory  and  subjected  to 
rolling  and  hammering  was  not  very  sensitive  photo-electrically. 
On  the  other  hand,  a  sample  of  the  natural  mineral,  acanthite  Agjs, 
was  rendered  photoelectrically  insensitive  by  hammering  the 
crystals  into  a  flat  plate.  Furthermore,  in  this  preliminary  work 
there  was  evidence  that  samples  of  molybdenite  were  photo- 
electrically less  sensitive  after  rubbing  and  polishing  the  lamina. 

In  the  present  tests  the  sample  was  soldered  to  No.  26  copper- 
wire  electrode^  (see  Fig.  10)  and  a  sensitive  spot  was  located  by 
means  of  the  radiophone.  This  photoelectrically  sensitive  spot 
was  then  pressed  and  rubbed  with  a  smooth,  flat,  wooden  tooth- 
pick. On  reexamination  (using  a  radiophone) ,  the  spot  was  iound 
less  sensitive  photoelectrically  than  it  was  before  subjecting  it 
to  pressure.  No  material  having  been  removed  in  the  process  of 
rubbing  and  smoothing  the  surface,  it  would  appear  that  destruc- 
tion of  crjrstal  structure  may  have  something  to  do  with  thci  change 

»  Tisdale.  Phys.  Rev.  (a).  12.  p.  335;  1918.  »  This  Bulletin,  14,  p.  591;  igj**- 
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m  photoelectric  sensitivity.  Sometimes  laminae  of  molybdenite 
are  found  which  contain  pockets  of  fine  crystalline  material^  and 
it  is  not  mu-easonable  to  suppose  that  crystals  of  microscopic  size 
are  included  in  the  regular  lamina. 

H.  PHOTOELECTRIC   SENSITIVITY    VERSUS  CURRENT 
RECTIFICATION 

In  the  course  of  this  investigation  it  was  observed,  as  already 
mentioned,  that  samples  of  molybdenite  which  are  photo- 
electrically  sensitive  have  a  considerably  higher  electrical  resist- 
ance (see  Table  3)  than  samples  which  are  not  sensitive  to  light. 
Moreover,  the  conductivity  of  the  insensitive  samples  was  found 
to  be  quite  independent  of  the  direction  in  which  the  current 
passed  (lengthwise)  through  the  crystal. 

On  the  other  hand,  samples  of  molybdenite  which  are  sensitive 
photoelectrically  were  found  to  possess  a  much  higher  conduc- 
tivity when  the  electric  current  (from  a  4-volt  battery)  was 
passed  in  one  direction  than  when  it  was  passed  in  the  opposite 
direction  through  the  crystal.  As  shown  in  Table  3,  this  differ- 
ence in  current  leakage  (dark  current),  as  dependent  upon  the 
direction  of  the  current  through  the  crystal,  varied  from  10  to  30 
per  cent  for  different  crystals.  In  observing  the  foregoing  sen- 
sitivity curves,  the  photoelectric  current  was  therefore  propor- 
tionately increased  by  coimecting  the  crystal  into  the  battery 
circuit  in  the  propo:  direction  to  obtain  the  maximum  change  in 
photoelectric  conductivity. 

In  view  of  these  observations  it  was  of  interest  to  determine 
whether  there  is  any  ooimection  between  photoelectric  sensitivity 
and  the  rectifying  action  which  occtu^  when  the  crystal  is  placed 
in  a  high  frequency  oscillating  circuit.'^ 

For  this  purpose  crystals  (size  10  by  4  by  o.i  mm)  were  selected 
which  showed  one  or  two  small  photoelectrically  sensitive  spots, 
but  which  were  quite  insensitive  throughout  the  remainder  of  the 
surface  of  the  crystal. 

These  sensitive  spots  were  mapped  by  projecting  a  spot  of  light 
upon  the  sample,  the  change  in  conductivity  being  detected  by 
means  of  the  radiophonic  apparatus  described  elsewhere  in  this 
paper.  In  Figs.  10  and  11  the  rectangular  areas  represent  the 
sample  soldered  to  copper-wire  electrodes.    The  photoelectrically 

sensitive  spots  are  represented  by  the  cross-hatched  areas. 

— j_ — _ 

*  These  data  were  obtained  in  ooUaboratioa  with  Dr.  Ixxtise  S.  McDowell  and  reported  upon  at  the 
QRtmg  of  the  American  Phyt.  Soc.,  December.  19x8;  Phys.  Rev..  IS,  p.  154, 19x9. 
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The  rectification  tests  were  made  by  means  of  an  ordipary- 
tuned  buzzer  drcuiL  The  telephone  and  detector,  in  series,  were 
placed  in  parallel  with  the  condenser  of  the  secondary  circuit. 
The  coupling  was  adjusted  to  produce  strong  oscillations  in  the 
secondary  circuit. 

The  molybdenite  crystal  was  explored  for  rectification  by 
touching  the  surface  by  means  of  a  fine  metal  point.  In  Figs.  lo 
and  II  the  dark  points  in  the  rectangular  areas  represent  spots 
showing  current  rectification,  the  size  of  the  spot  representing  the 
magnitude  of  the  effect  observed. 

The  results  of  these  tests  show  that  tiie  low-resistance,  photo- 
electrically  insensitive  samples  of  molybdenite  are  far  more 
efficient  rectifiers  than  the  high-resistance  light-sensitive  speci- 
mens. One  specimen  which  showed  no  photoelectric  sensitive- 
ness whatever,  as  determined  by  a  sensitive  galvanometer,  pro- 
duced decided  rectification  over  almost  its  entire  surface.  In 
fact,  it  was  difficult  to  find  a  spot  which  produced  no  rectifica- 
tion. On  the  other  hand,  the  samples  of  molybdenite  having  a 
high  resistance  exhibited  the  rectifying  action  only  in  spots, 
which  usually  did  not  coincide  with  the  photoelectrically  sensitive 
spots.  These  radioelectrically  sensitive  spots  were  widely  scat- 
tered over  the  surface,  but  sometimes  comparatively  large  areas 
were  found  which  showed  no  electrical  rectification,  as  indicated 
by  the  telephone.  Only  the  most  sensitive  spots  of  the  high- 
resistance  material  produced  a  rectification  approaching  that  of 
the  specimens  having  a  low  resistance. 

In  two  instances  especially  electrically  sensitive  spots  were 
found  upon  the  light-sensitive  areas  (see  Fig.  lo,  No.  VI I),  but 
other  equally  sensitive  spots  occurred  in  the  areas  which  were 
photoelectrically  insensitive.  This  test  alone  would  seem  to  be 
sufficient  to  prove  that  the  two  phenomena  are  not  intimately 
connected. 

The  conclusions  to  be  drawn  are,  therefore,  that  (i)  the  low- 
resistance,  photoelectrically  insensitive  molybdenite  exhibits  much 
greater  rectifying  action  than  the  high-resistance  photoelectri- 
cally sensitive  specimens;  (2)  there  is  no  apparent  relation  between 
the  electrical  rectification  and  the  photoelectric  change  in  con- 
ductivity observed  in  molybdenite. 
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1.  BZUDATION  OF  A  DARK-BLUB  LIQUID 

One  of  the  numerous  questions  requiring  further  investigation  is 
the  exudation  of  a  dark-blue  liquid  from  some  samples  of  molybde- 
nite.  At  the  beginning  of  this  investigation  it  was  found  that  some 
samples  became  a  black  amorphous  mass  in  spots  when  electric 
current  was  passed  thtough  them.  The  behavior  of  one  sample 
deserves  description.  In  making  the  preliminary  sensitivity 
tests  this  sample  was  clamped  between  heavy  brass  electrodes 
and  tested  for  local  sensitivity,  using  an  audion  amplifier  and  tele- 
phone receiver.  It  was  found  that  one  end  of  this  sample,  close 
to  the  electrode,  was  unusually  sensitive,  causing  a  loud  note  to 
be  emitted  by  the  telephone  receiver.  On  examination  a  bubble 
of  liquid  was  found  in  violent  ebullition.  Exposure  of  this  bubble 
to  light  produced  a  change  in  electric  current  and  hence  a  sound 
in  the  telephone  receiver.  Other  samples  were  found  which  be- 
came dark  masses  in  spots  which  did  not  appear  to  be  markedly 
sensitive  photoelectrically. 

The  presence  of  a  dark-blue  liquid  (probably  the  "blue  oxide" 
described  by  Guichard")  on  a  surface  of  a  molybdenite  detector 
is  mention^  by  Huizinga  ''.  According  to  Guichard  the  blue 
oxide  of  molybdenum  is  a  colloid  which  is  extremely  soluble  in 
water. 

In  view  of  the  foregoing  experiments,  further  tests  were  made 
on  the  production  and  the  photoelectric  sensitivity  ot  this  dark 
substance.  In  order  to  produce  this  dark  substance,  the  end  of  a 
thin  platinum  wire  was  placed  in  contact  with  the  surface  of  a 
sample  of  molybdenite,  and  this  combination  was  joined  in  series 
with  a  dry  battery  of  10  to  75  volts  and  an  audion  amplifier.  It 
was  found  that  a  black  viscous  mass  was  formed  on  the  high- 
resistance,  photoelectrically  sensitive  samples,  but  no  blackening 
of  the  surface  occurred  at  the  point  of  contact  of  the  platinum 
wire  with  the  surface  of  samples  of  molybdenite  which  had  a  low 
resistance.  This  black  substance,  which  indicated  an  add  re- 
action when  tested  with  litmus  paper,  was  formed  irrespective  of 
the  direction  of  the  electric  current.  Tested  with  an  iron-constan- 
tan  thermocouple  of  fine  wires,  the  temperature  rise  at  the  point 
of  contact  of  the  platinum  wire  with  the  molybdenite  was  the 
higher  for  the  low-resistance  material.  T[t  would,  therefore,  seem 
that  this  is  not  a  phenomenon  resulting  alone  from  a  high  tempera- 

'Guichaid.  Ann.  Chimic  et  Physique  (7).  28,  p.  519.  1901;  Huizinga,  Froc.  K.  Akad.  Amsterdam,  19, 
P*  51a,  19x7. 
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ture.  This  blue  substance  becomes  hard  and  brittle  on  breaking 
the  electric  circuit  and  is  easily  removed  by  touching  the  stirface 
with  a  bit  of  cotton  moistened  with  water. 

For  the  photoelectric  test  a  spot  of  thin,  dark  substance,  about 
3  mm  in  diameter,  was  formed  surrounding  the  point  of  contact 
of  the  platinum  point  with  the  surface  of  a  sample  of  molybdenite 
of  average  photoelectric  sensitivity.  Light  of  high  intensity  pass- 
ing through  the  rotating  sectored  disk  was  projected  upon  this 
viscous,  bubbling  substance.  Sensitivity  tests  were  made  before 
the  formation  of  this  substance,  also  during  its  formation,  and 
again  after  its  removal.  The  results  showed  that,  if  anything,  the 
presence  of  this  substance  decreased  the  photoelectric  sensitivity 
of  the  sample.  In  other  words,  this  blue  oxide  does  not  appear 
to  be  sensitive  photoelectrically. 

A  further  observation  worth  mentioning  is  that  the  bunsen- 
flame  spectrum  of  molybdenite  shows  more  sodium  in  the  photo- 
electrically sensitive  samples  than  in  the  nonsensitive  material. 
Evidently  this  whole  subject  needs  further  investigation. 

Xn.  THEORETICAL  APPLICATIONS 

It  is  of  interest  to  notice  the  bearing  of  the  foregoing  data  upon 
theories  of  photoelectrical  conduction.  Pf imd  ••  has  proposed  a 
theory  based  on  electronic  conduction,  the  electrons  being  set  free 
by  the  incident  radiations.  Among  others,  he  has  sought  a  con- 
nection between  optica]  absorption  and  photoelectrical  activity. 
He  avoids  the  apparent  inconsistency  of  greatest  photoelectrical 
activity  in  the  region  of  the  spectrum  where  the  absorption  is  tlie 
least  by  assuming  a  critical  thickness  at  which  change  of  resistance 
sets  in.  In  the  region  of  greatest  absorption  the  rays  do  not  pene- 
trate deeply  and  the  current-carrying  layer  is  less  than  this  critical 
thickness.  In  the  more  transparent  regions  of  the  spectrum  the 
depth  of  penetration  is  greater;  the  current-carrying  ]Byei  be- 
comes greater  than  the  critical  thickness  and  hence  a  greater 
change  in  conductivity  is  possible.  It  is  assiuned  that  the  light 
is  effective  in  producing  changes  in  resistance  only  until  the 
amplitude  has  decreased  to  a  certain  minimum  value,  below  which 
its  effectiveness  is  lost.  This  agrees  with  the  resonance  theory, 
since  no  electrons  are  expelled  from  the  atom  until  the  amplitude 
due  to  resonance  exceeds  a  definite  minimum  value. 

"  Ffund,  Phys.  Rev.,  28,  p.  334, 1909. 
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On  the  basis  that  the  maximum  of  sensitivity  depends  upon  the 
depth  of  penetration  of  light,  increasing  the  intensity,  and  there- 
fore the  penetration,  should  cause  a  shift  of  the  maximum  toward 
the  shorter  wave  lengths.  Kund's  tests  seemed  to  show  this, 
though  in  a  subsequent  investigation"  he  publishes  a.  series  of 
curves,  which  might  be  interpreted  to  show,  as  found  in  the 
present  investigation,  that  with  increase  in  intensity  the  region 
of  maximum  photoelectrical  activity  shifts  towaid  the  infra-red 
and  the  sharp  bands  increase  most  rapidly  on  the  long  wave- 
length side,  with  increase  in  intensity. 

Another  theory  is  based  upon  evidence**  that  there  are 
several  forms  of  material  (selenium)  differing  widely  in  resistivity, 
and  that  the  action  of  radiation  is  to  transform  the  less  conducting 
material  into  one  having  greater  conductivity.  For  selenium. 
Brown  *•  assitmes  the  existence  of  three  forms,  and  in  subsequent 
investigations  has  formed  a  large  number  of  crystals  by  sublima- 
tion of  the  material  in  an  electrically  heated  oven.*^ 

In  the  present  paper  no  attempt  is  made  to  harmonize  the 
observations  with  these  theories.  In  this  connection,  however, 
it  is  of  interest  to  note  that  there  are  several  sulphur  compoimds 
of  molybdenum,  Mo^Sj,  M0S4,  MoSa,  and  M0S3,"  which  have  been 
made  artificially.  The  question  naturally  arises  as  to  whether 
these  observed  bands  of  spectral  photoelectrical  sensitivity  are 
connected  with  small  inclusions  of  some  of  these  sulphur  com- 
poimds. The  experimental  data  might  lead  one  to  infer  that  there 
are  several  forms  present,  causing  characteristic  bands  of  photo- 
electric sensitivity.  For  example,  the  bands  of  photoelectric 
sensitivity  at  X  =  i.o2i;i  and  i.Ssjli  always  occur  together.  Some 
samples  of  molybdenite  show  an  additional  maximum  at  X  —0.75/* 
or  o.SsjLt,  while  another  sample,  No.  4,  shows  only  a  single  band 
at  X=o.85jLt.  It  is  planned,  therefore,  to  test  the  spectral  photo- 
electrical sensitivity  of  artificial  sulphur-compounds  of  molyb- 
denum. 

The  observation  of  a  series  of  maxima  of  photoelectric  sensitivity 
is  so  novel,  and  the  data  at  hand  are  so  meager,  that  it  is  rather 
hazardous  to  attempt  to  discuss  their  theoretical  bearing.  If  we 
had  plotted  frequencies,  instead  of  wave  lengths,  it  would  be 
evident  that  these  maxima  are  separated  by  equal  intervals.     This 

*  Pfond.  Phya.  Rev.,  M,  p.  370;  X9ta. 

'^^Urc.  Die  Phys.  and  Chan.  Eigenacfa.  Metallsches  Selens.  1909;  Uljanin.  Wied.  Ann.,  t4,  p.  341,  z888. 

"  Brown,  Phys.  Rev.,  8S,  pp.  937  and  95a;  SS,  p.  x,  X91  x • 

"  Brawn.  Phys.  Rev.  (a).  4,  p.  85, 19x4. 

"  Guiciiard.  Ann.  Chixn.  et  Phyrique  (7).  9$,  p.  498.  X901. 
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is   illustrated  in  Pig.  22,  where  the  data  given  in  Pig.  17  are 
plotted,  the  abscissae  being  the  reciprocals  of  the  wave  lengths 


CM 

N'l 

r\^:tc 

8 

^ 

J     \ 

• 

4 

Jl 

A 

/^\ 

1 

iz 

■^ 

w 

/*\ 

Ul 

1 

\    \ 

/     \ 

p 

/ 

\ 

y^ 

.s. 

/ 

\^ 

/    \\ 

> 

J 

'•^ 

\\ 

^ 

^^ 

\\ 

.? 

w 

0l 

0 

1  , 

.  J . 

\\ 

Aa      fA        IH-       IX       1.0     so      ,60 

Fio  22. — Spectral  photoelectric  sensitivity  plotted  against  frequency  instead  of 
wave  length  of  the  radiation  stimulus 

(in  M-o.ooi   mm).    The  ordinates  of  the  curve  for  23^  C  are 
magnified  three  times,  in  order  to  facilitate  comparsion. 

TABLE  5.— ICuiflU  of  PhoCoelectxic  Sensitivity  and  the  Wave  Number,  n,  or  Com- 
mon  Difference  Between  the  Reciprocals  of  these  Wave  T«en^hs 


Sunplo- 

fiamylo 

Wo.  1: 

23*C 

-r^- 

No.  2: 

-172* 

C... 

•••x:lio>-« 

0*C 

•El?- 

No.  3: 
22*  C. 

-IWC... 

•lE^g 

No.    4: 

c... 

lx-2(?)>''-«^') 

As  shown  in  Table  5,  the  difference  in  the  frequency  maxima  or 
wave  number  is  n = 40  for  room  temperatiu^ ;  while  at  low  tempera- 
tures it  is  n  =  25  in  some  cases  and  n  =  30,  just  as  though  there  were 
several  kinds  of  crystals  present.    The  data  on  samples  No.  2  and 
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No.  4  would  seem  to  indicate,  as  already  noted,  that  the  great 
variation  in  photoelectric  sensitivity  seems  to  be  one  of  degree  of 
sensitivity  and  not  one  of  quality. 

It  is  to  be  noted  that  the  spectral  lines  represent  an  emission  of 
thermal  radiation  as  the  result  of  (electrical)  excitation  of  gas  ions 
or  electrons,  whereas  in  the  present  case  thermal  radiations  of 
certain  frequencies  produce  marked  changes  in  the  electrical  con- 
ductivity of  the  substance.  On  the  resonance  theory  one  would  be 
led  to  expect  fundamental  and  harmonic  frequencies  which  are 
capable  of  producing  marked  changes  in  electrical  conductivity. 
On  this  basis  one  would  expect  to  find  additional  harmonic  bands, 
which  for  sample  No.  i  should  occur  at  X«  0.56/11  and  X  —  e.SM. 
As  a  matter  of  fact  this  sample  is  quite  sensitive  in  the  visible 
spectrum  (see  Fig.  14),  but  this  question  was  not  foreseen  and  the 
energy  calibration  was  not  sufficiently  accurate  to  establish  a 
maximum  at  this  wave  length. 

Before  discussing  the  data  more  closely,  it  will  be  desirable  to 
make  a  further  examination  of  these  samples,  using  a  very  piuch 
larger  dispersion,  which  will  give  greater  purity  of  the  radiatiom 
stimulus  in  the  region  of  o.6fi  to  1.2^.  As  matters  now  stand,  it  is 
not  apparent,  in  some  cases,  why  the  band  at  0.72/A  is  absent  if  it 
is  harmonic  with  the  bands  at  1.02/i  and  1.78/1. 

Xm.  SUMMARY 

The  present  paper  gives  data  on  the  change  in  the  electrical  con- 
ductivity of  molybdenite  when  exposed  to  thermal  radiations  of 
wave  lengths  extending  from  wave  length  X  —0.36/*  in  the  ultra- 
violet to  beyond  X  =  9/i  in  the  infra-red. 

The  radiations  of  wave  lengths  extending  from  the  ultra-violet  to 
about  3/A  produce  a  change  in  the  electrical  conductivity  of  molyb- 
denite. The  effect  of  temperature,  humidity,  intensity  of  the 
exciting  light,  etc.,  upon  the  photoelectrical  sensitivity  of  molybde- 
nite was  investigated.  Atmospheric  humidity  does  not  appear  to 
affect  the  shape  of  the  spectral  photoelectric  sensitivity  curve. 

The  effect  of  increasing  the  intensity  of  the  exciting  radiations 
appears  to  be  to  produce  a  more  rapid  response  in  the  long  wave 
lengths  than  in  the  short  wave  lengths,  with  a  resultant  shift  of 
the  spectral  photoelectric  sensitivity  curve  toward  the  long  wave 
lengths. 

There  is  no  simple  law  governing  the  variation  in  the  photo- 
electric response  in  molybdenite,  with  variation  in  intensity  of  the 
radiation  stimulus. 
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At  room  temperatures  there  are  maxima  of  sensitivity  in  the 
region  of  X  —0.7M1  0.85/*,  1.02^,  and  1.8/1.  Beyond  2.5/1  the  photo- 
electric sensitivity  is  practically  nil. 

Raising  the  temperature  causes  a  rapid  decrease  in  the  spectral 
photoelectric  sensitivity,  especially  in  the  regions  of  i.o2|x  to  i.Sfi, 
At  80^  C.  the  spectral  photoelectric  sensitivity  has  practically  dis- 
appeared, only  slight  indications  being  observed  for  radiations  of 
wave  lengths  X  «o.6/*  to  0.8/1. 

The  effect  produced  by  lowering  the  temperature  is  to  greatly 
increase  the  sensitivity  curve  throughout  the  whole  spectrum  from 
the  tdtra-violet  to  2.5M  in  the  infra-red.  This  increase  in  sensi- 
tivity is  greatest  in  the  region  of  o.8m  to  0.9/1,  so  that  at  the  tem- 
perature of  boiling  liquid  air  the  maximum  sensitivity  occurs  at 
about  0.85M,  with  a  new  band  at  1.25/1  to  i.35m-  Samples  of 
molybdenite  which  are  quite  insensitive  at  room  temperatures  be- 
come fairly  sensitive,  photoelectrically ,  at  ~  1 78®  C.  At  low  tem- 
peratures the  spectral  photoelectric  sensitivity  curves  of  all  sam- 
ples are  quite  similar,  with  a  maximiun  in  the  region  of  o.8m  to 
0.9/i.  From  this  it  would  appear  that  this  photoelectric  property 
is  one  of  d^free  rather  than  one  of  quality.  The  fact  that  the 
bands  at  1.02/A  and  i.8/i  occur  together,  and  that  the  0.85/1  band 
may  occtu*  alone  suggests  the  possibility  that  they  are  character- 
istic bands  of  spectral  photoelectric  sensitivity  of  different  sulphur 
compounds  of  molybdentun. 

Using  frequency  instead  of  wave  length  to  indicate  the  spectral 
position  of  the  radiations  which  cause  the  maximum  change  in 
electrical  conductivity,  it  is  found  that  in  some  instances  there  is  a 
constant  difference  of  the  wave  numbers  analogous  to  the  series 
relations  of  spectral  Unes. 

The  time  required  for  recovery  of  equilibrium  in  electrical 
conductivity  is  close  to  twice  the  time  of  exposure. 

Mechanical  working  of  the  material  appears  to  lower  the  photo- 
electric sensitivity.       , 

There  appears  to  be  no  close  connection  between  photoelectric 
sensitivity  and  current  rectification  in  molybdenite. 

Measurements  of  reflecting  power  show  that  molybdenite  has  a 
high  reflectivity  in  the  violet,  which  decreases  to  a  tmiform  value 
beyond  i/i.  Similarly,  the  transmission  is  high  and  uniform 
beyond  i/i  in  the  infra-red.  Using  these  data  refractive  indices 
were  computed,  indicating  a  value  of  n  =  3  for  wave  lengths  greater 
than  i/c. 

The  greatest  photoelectrical  activity  occurs  in  the  region  of  the 
spectrum,  where  there  is  a  rapid  decrease  in  spectral  absorption. 
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Appendix  1.— PHOTOSLBCTRIC  ACTXVITY  nVDUGBD  IN  UinLLUMIlf ATBD 
PARTS  OF  A  CRYSTAL 

It  was  shown  by  Brown  and  Si^  ^  that  light  falling  upon  one  part  of  a  crystal  of 
selenium  produced  a  change  in  conductivity  throughout  the  crystal.  In  one  sample 
this  effect  was  produced  by  illtuninating  the  crystal  at  a  distance  of  8  to  lo  mm  from 
the  point  of  contact  of  the  electrodes.  Subsequent  tests  by  Brown  ^  did  not  disclose 
^ftether  this  light  action  is  transmitted  as  a  result  of  change  in  crystalline  structure, 
elastic  vibration,  or  merely  by  diffusion. 

This  observatioa  of  a  change  in  conductivity  in  portions  of  a  crystal  not  directly 
illuminated  has  been  tested  also  on  cuprous  oxide,  by  Pfimd.^^  He  found  that  if 
cuprous  oxide  shows  this  transmitted  effect  at  all,  it  is  infinitesimal  in  comparison 
with  that  observed  in  selenitun. 

It  was  of  interest,  therefore,  to  determine  whether  one  part  of  a  crystal  of  molyb- 
denite undergoes  a  change  in  conductivity  when  another  part  of  this  same  crystal  is 
exposed  to  radiation.  This  test  is  best  performed  by  illtuninating  a  portion  of  the 
crystal  uriiich  extends  beyond  the  point  of  contact  of  the  electrodes.  In  one  test  a 
platinum  wire  touching  the  surface  of  the  molybdenite  was  used  for  one  of  the  elec- 
trodes. When  this  platinum  point  was  placed  so  that  the  exciting  light  fell  between 
the  two  electrodes,  the  sample  of  molybdenite  changed  in  conductivity,  as  indicated 
by  the  sound  in  the  radiophone.  On  placing  this  platinum  point  so  that  the  exciting 
light  fell  outside  of  these  two  electrodes  no  sotmd  was  produced  in  the  radiophone. 
Various  tests  showed  that  illuminatitig  one  portion  of  a  sensitive  sample  of  molyb- 
denite does  not  induce  a  change  in  oonductivity  in  an  unilltuninated  (but  equally 
sensitive)  portion  of  this  same  crystal.  In  other  words,  no  change  in  conductivity 
appears  to  be  produced  by  diffusion,  internal  reflection,  etc.,  in  molybdenite. 

Appendix  2.--POLARIZATION  BY  REFLECTION  FROM  HOLYBDBIVITE 

Pfund  ^  has  shown  that  a  selenium  mirror  provides  an  excellent  means  for  pro- 
ducing polarized  radiations.  In  view  of  the  fact  that  molybdenite  has  a  higher 
reflecting  power  than  selenium,  it  was  of  interest  to  determine  its  polarizing  proper- 
ties. For  this  purpose  two  thin  plates  of  molybdenite  were  mounted  upon  glass 
plates,  as  already  described  in  the  reflectivity  measurements.  The  one  was  used  as 
a  polarizer  and  the  other  as  an  analyzer.  These  two  mirrors  were  placed  in  an  appa- 
ratus which  permitted  rotation  of  the  analyzer.  The  source  of  (undispersed)  radiation 
was  a  Nemst  glower.  The  intensities  were  meastured  with  a  thermopile  and  gal- 
vanometer. 

The  galvanometer  deflections  were  noted  (i)  when  the  planes  of  the  polarizer  and 
analyzer  were  parallel  and  (2)  when  they  were  crossed.  Using  mirrors  of  selenium, 
the  ratio  of  the  galvanometer  deflections  for  these  two  positions  (parallel:  crossed) 
was  of  the  order  of  800:1;  for  maximum  polarization. 

*  Brawn  and  Sicg,  Phil.  Mag.  (6),  S8,  p.  497;  19x4.  ^  Pfund,  Phys.  Rev.  (a),  7,  p.  296;  19x6. 

*  Brown,  Phys.  Rev.  (a),  ft,  p.  404;  X9xs.  '  Pfond,  Aatrophys.  Jr.,  24,  p.  19;  X906. 
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Using  mirrors  of  molybdenite  for  maximum  polarization,  the  ratio  of  the  galva- 
nometer deflections  for  these  two  positions  (parallel:  crossed)  was  only  about  8:i. 
Evidently  molybdenite  is  not  suitable  for  producing  plane  polarized  light. 

In  view  of  the  high  reflecting  power  of  molybdenite  it  was  of  interest  to  determine 
whether  it  transforms  plane  into  elliptically  polarized  light,  as  is  true  of  a  metal. 
The  test  was  made  with  plane  polarized  radiations  from  a  selenium  mirror,  which 
were  reflected  from  the  molybdenite  minor  in  the  manner  described  by  Pfund. 

Preliminary  tests  with  radiations  transmitted  by  red  glass  showed  that,  for  the 
spectral  region  from  x  to  4/t,  calcite  reflects  vitreously  (i.  e.,  does  not  transform  plane 
into  elliptically  polarized  light),  as  previously  observed. 

Similar  tests  on  molybdenite,  MoSj,  showed  that  plane  polarized  radiations  (X=  i/i 
to  4ft)  are  elliptically  polarized,  the  elliptidty  (ratio  of  axes)  being  about  3:1.  Simi- 
larly, a  very  flat  cleavage  surface  of  stibnite,  Sb,^,  produced  an  ellipticity  of  about  12:1. 

These  ratios  are  of  course  not  very  accurate,  but  they  are  consistent  in  that  molybde- 
nite is  more  metallic  (judged  by  its  elliptic  polarization)  than  stibnite;  also  in  having 
a  higher  reflecting  power  and  especially  a  higher  absorption  coefficient.  An  investi- 
gation of  the  optical  properties  of  substances  like  the  above,  which  lie  on  the  border- 
land between  metals  and  nonmetals,  would  no  doubt  prove  profitable. 

Washington,  December  18,  1918. 


Digitized  by 


Google 


DEPARTMENT  OF  COMMERCE 


Scientific  Papers 

OPTHX 

Bureau  of  Standards 

S.  W.  STRATTON.  Dirkctor 


No.  339 


STANDARDIZATION  OF  THE  SULPHUR 
BOILING  POINT 


BY 


K  F.  MUELLER,  Aasociate  Physiciat 

and 

H.  A.  BURGESS,  Laboratory  Assistant 
Burwau  of  Standards 


ISSUED  OCTOBER  4,  1919 


PRICE,  5  CERTS 

Sold  only  by  the  Superintendent  of  Documents,  Qavetiuuent  Printing  Offlcc, 

Waihhigtnn,  D.  C. 

WASmNGTOM 

GOVERNMENT  PRINTING  OFFICE 

1»9 


Digitized  by 


Google 


Digitized  by 


Google 


STANDARDIZATION  OF  THE  SULPHUR  BOILING  POINT 


By  E.  F.  Mueller  and  R  A  Buigett 


coKTBirrs 

Page 

I.  I&tfDdhictJOii 263 

IL  Appaxatus  tiaed t 166 

III.  DescriiytiQn  of  ezperiments z68 

s.  Comparison  of  xadiation  iliielda z6ft 

a.  Influence  of  type  of  sulphur  boiling  apparatus 277 

3.  Purity  of  sulphur 179 

4.  The  relation  between  the  vapor  pressure  of  sulphur  and  tem- 

perature   180 

IV.  Summary 181 

Appendix. — Fzoposed  standardization  of  the  sulphtur  boilingpoint 183 

I.  INTRODUCTION 

The  sulphur  boifing  point  occupies  a  position  of  unusual  im- 
portance among  the  thermometric  fixed  points  on  account  of  the 
care  and  accuracy  with  which  its  temperature  has  been  determined, 
the  precision  with  which  this  temperature  may  be  reproduced^ 
but  most  of  all  on  account  of  tiie  very  general  practice  of  using 
it  to  determine  one  of  the  fundamental  calibration  constants  of 
the  platinum  resistance  thermometer,  which  serves  as  the  most 
precise  and  convenient  means  now  available  for  defining  the 
temperature  scale  in  the  range  —50^  to  +500®  C.  The  best 
measurements  available  are  insufficient  to  show  that  the  scale 
so  defined  differs  from  the  thermodynamic  scak  in  any  part  of 
this  range. 

The  results  of  the  best  determinations  of  the  temperature  of  the 
sulphur  boiling  point  on  the  thermodynamic  scale  are  stmunaiized 
in  Table  i  which,  with  the  exception  of  the  last  entry,  is  abbre- 
viated from  that  given  by  Day  and  Sosman.' 

'  Am.  Jour,  of  Science  IV.8S,  p.  530;  19x9.  Abo  Jour.  Wash.  Acad,  of  Sdcncca,  i,  p.  174;  19x9.  Alio  Ann. 
d.  Fbyrik  JV,  tS,  p.  S6s;  i9z«* 
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TABLB  1 .— DetermfaatfonB  of  the  Tempcntim  of  the  Sulphur  Boiling  Point 


Author 


1890 
1902 
1908 
1911 
1912 
1914 


CaDndar  and  OtiAflM. . 


Bolbom  md 
Day  md  Sonun, 


444.91 
444.80 
444.93 
444.51 
444.55 
444.61 


•  Proc.  Roy.  Soc.  X«ot>doii,  A.  A,  p.  189:  i9i4« 

Prom  the  data  of  Table  i  it  appears  that  any  value  which  may 
be  selected  as  representing  the  temperature  of  the  aulphitr  boiHng 
point  may  be  in  error  by  o.i®  or  even  0.2^,  and  fSiat  fixing  this 
point  to  a  few  hundredths  of  a  degtee,  which  is  the  precision 
attainable  with  a  resistance  thermometer,  is  at  pceseat  a  matter 
of  definition.  On  the  grounds  that  greater  weight  should  be 
given  to  the  newer  determinations,  but  that  the  value  is  not 
known  better  than  o.i^,  there  is  a  choice  as  to  whether  444.5®  or 
444.6®  shall  be  selected.  As  none  of  the  values  is  as  low  as  444.5® 
and  all  the  older  values  are  decidedly  above  this,  the  Bureau  has 
adopted  the  value  444.6®.  For  the  purpose  of  defining  the  scale 
of  the  platinum  resistaace  thcumoiaeter,  the  temperature  of  the 
sulphur  boiling  point  under  standard  atmospheric  {Mfessiire  is 
^aken  hy  definition  9a  444.60®. 

An  analogous  procedure  has  been  f omMl  useful  in  defining  the 
electric  units  for  practical  use.  Thus  the  ohm  for  practical  use 
is  defined  as  the  resistance  of  a  oohmm  of  mercury  the  length  of 
which  is  specified  to  an  iaccuracy  of  i  part  in  100  000,  while  it  is 
known  that  the  ohm  so  defined  may  differ  from  the  cgs  unit  by 
perhaps  i  part  in  3000. 

Having  decided  upon  the  value  to  be  used  for  the  temperature 
of  the  sulphur  boiHng  point,  it  is  necessary  to  define  the  experi- 
mental conditions  so  as  to  make  the  temperature  reproducible 
with  the  highest  attainable  precision  in  order  that  the  temperature 
scale  defined  by  the  platinum  resistance  thermometer  may  also 
be  as  definite  aad  reproducible  as  possible. 

The  effect  of  the  experimental  conditions,  particularly  as  re- 
gards shielding  of  the  thermometer,  had  been  investigated  by 
Callendar  and  Griffiths/  Waidner  and  G.  K.  Burgess,*  and  by 

>  PhiL  Tnxu..  A.  Itt.  p.  143;  1891. 

*  Bull.  Bureau  of  Staodaids,  0,  p.  189;  19x0  (B.  S.  Scientific  Paper  No.  124). 
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others.  More  recently  Mfiesoer^  reported  further  experiments 
which  ^owed  that  the  temperature  assumed  by  a  resistance  ther- 
mometer m  the  sulphur  vapor  depended  upon  the  refljecting  power 
of  the  interior  of  the  shield.  His  work  raised  some  doubt  as  to 
the  adequacy  of  the  older  work,  but  was  incomplete  in  some 
respects.  It  did  not  indicate,  for  example,  to  what  extent  the 
effectiveness  of  a  given  shield  depended  upon  the  nature  of  the 
material  used  for  the  protecting  tube  of  the  tbormometer.  Waid* 
ner  and  Burgess  had  also  investigated  the  tempearatqres  in  various 
types  of  boiling  apparatus.  Apparently  there  has  been  no  in- 
vestigation of  the  effect  of  impurities  in  the  sulphur  upon  the 
observed  boiling  point.  The  variation  of  temperature  with  pres- 
sure has  been  experimentally  investigated  by  Holbom  and  Hen- 
Ding/  and  by  Harker  and  Sexton.* 

As  the  result  of  these  investigations  the  method  of  using  the 
sulphur  boiling  point  has,  to  a  certain  extent,  become  standardized. 
It  has  become  the  common  practice  to.u^e  a  boiling  tube  of  glass 
or  like  material  aboi^t  5  cm  in  diaxoeter.  Also  it  is  generally 
recognized  that  the  source  and  manner  of  heating  should  be  so 
controlled  as  not  to  superheat  the  vapor,  and  that  the  tliermometer 
must  be  suitably  protected  from  the  effect  of  loss  of  heat  by  radia- 
tbii  or  otherwise,  as  without  such  protection  the  observed  value 
may  be  a  degree  or  more  in  error. 

The  manner  of  observing  these  avowedly  necessary  precautions 
has  differed  considerably  with  different  experimenters,  apparently 
depending  upon  convenience  or  personal  preferences.  None  but 
glass  or  similar  boiling  tubes  have  been  used  since  Regnault's 
time.  Both  gas  and  electricity  have  been  used  for  heating,  and 
of  either  type  of  apparatus  there  have  been  numerous  designs. 
The  greatest  variation  has,  however,  occurred  in  the  type  of  radia- 
tion shield  employed  on  the  thermometer,  whrther  gas,  mercurial, 
or  electrical  thennometers  were  used.  These  shields  have  been 
of  many  shapes  and  sizes,  and  have  been  constructed  of  glass  and 
platintun,  iron,  asbestos,  and  aluminum.  The  tubes  incasing  the 
platinum  thennometers  have  been  either  glass,  quartz,  or  por- 
celain. 

It  is  the  purpose  of  this  paper  to  present  further  evidence  on 
the  effect  of  these  experimental  conditions  with  the  object  of  mak- 
ing this  evidence  sufficiently  complete  to  serve  as  ia  basis  for 

4  Axmalcn  d  Pbysik  IV,  S9,  p.  1930;  leia. 

•  AmuUen  d  Phsvik  IV.  26.  p.  859. 1908;  IV,  M,  p.  77«.  Z9xx* 

*  Report  British  Aaaodatian,  p.  691,  1908. 
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standard  specifications  for  the  use  of  the  sulphur  boiUng  point 
as  a  calibration  temperature.  The  work  was  therefore  planned 
so  as  to  supplement  and  complete,  in  so  far  as  possible,  the  work 
of  previous  investigators. 

n.  APPARATUS  USED 

The  greater  part  of  the  work  was  done  with  a  gas-heated  ap- 
paratus shown  in  Pig.  i.  This  apparatus  is  a  development  of  the 
gas-heated  apparatus  which  has  been  used  regularly  at  the  Bureau 
for  some  3rears.'  The  improvements  are  mainly  in  certain  details 
which  give  greater  ease  and  convenience  in  manipulation.  The 
new  apparatus  was  made  to  accommodate  two  lengths  of  boiling 
tubes  of  about  45  cm  and  70  cm,  respectively,  both  of  which  were 
used,  and  the  insulating  jacket  was  made  in  two  sections  to  suit 
the  two  lengths.  The  source  of  heat  was  a  M^er  blast  burner, 
the  flame  of  which  played  against  a  heavy  ribbed  iron  casting 
containing  a  well  about  7  cm  deep  in  which  the  lower  end  of  the 
boiling  tube  rested.  The  liquid  sulphur  surface  was  kept  about 
5  cm  above  the  top  of  this  casting  to  prevent  superheating  of  the 
vapor.  The  thermometer  was  held  in  a  specially  designed  clamp 
which  could  be  opened  or  closed  quickly  by  one  motion  and  which 
when  once  set  in  position  held  the  thermometer  always  in  align- 
ment and  concentric  with  the  boiling  tube.  This  clamp  was 
carried  on  a  rack  and  pinion  carriage  which  moved  up  and  down 
on  the  main  vertical  supporting  rod  of  the  apparatus,  which  was 
equipped  with  a  scale  for  reading  directly  the  position  of  the 
thermometer  coil  inside  the  boiling  tube.  The  heat  insulation 
was  very  efficient  and  the  sulphur  could  be  brought  to  boiling 
sufficiently  for  an  observation  in  less  than  an  hour  after  starting. 

Both  glass  and  fused  quartz  tubes  were  used,  the  latter  pro- 
vided with  a  narrow  fused-in  window  of  transparent  quartz  near 
the  top  through  which  the  line  of  condensation  could  be  observed. 
Ample  opening  was  left  in  the  cover  of  the  boiling  tube  for  equal- 
ization of  pressure  inside  and  outside  the  tube. 

The  apparatus  is  so  arranged  that  the  ribbed  casting  and  the 
burner  can  be  removed  and  an  electric  heater  substituted.  This 
heater  consists  of  a  porcelain  tube,  15  cm  long,  having  an  inside 
diameter  5  to  10  mm  larger  than  that  of  the  boiling  tubes  used. 
The  heating  coil  is  of  nichrome  tape  woimd  on  the  porcelain.    The 

*  Waidncr  and  Bufgete,  loc.  dt.,  p.  187. 
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Fig.  I. — Gas-heated  sulphur  boiling  apparatus 
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top  of  this  porcelain  tube  occupies  the  same  position  as'  the  top  of 
the  ribbed  casting,  and  the  heating  coil  covers  the  upper  8  cm  of 
it  The  boiling  tube  extends  into  this  tube  about  7  cm,  resting 
on  a  cushion  of  soft  asbestos. 

A  heater  of  this  t3rpe  had  been  improvised  for  some  special 
experiments  and  proved  so  satisfactory  that  the  heater  described 
above  was  built  and  has  superseded  the  gas  heater. 

The  resistance  thermometers  used  were  made  in  the  usual  form 
with  cylindrical  coils  and  were  inclosed  in  glass  or  porcelain  tubes. 
Some  of  the  thermometers  were  provided  with  interchangeable 
glass  and  porcelain  tubes.  The  coils  were  of  the  strain-free  type  ^ 
and  the  leads  were  so  fastened  to  the  supporting  mica  strips  that 
any  strain  on  the  leads  could  not  be  communicated  to  the  coiL 
The  connections  were  of  the  potential  terminal  t3rpe.  Resistances 
were  measured  with  a  merctuy  contact  Wheatstone  bridge 
together  with  a  commutator  according  to  the  method  previously 
described.* 

The  constants  of  the  thermometers  as  determined  at  various 
times  are  given  in  Table  2  where  Ro  is  the  resistance  in  melting  ice, 
and  F  the  increase  in  resistance  on  heating  from  o^  to  100^  C. 
The  measuring  currents  used  in  thermometers  C,,,  C„,  and  C^  were 
4  milliamperes  and  the  current  used  in  C,,  was  2  mJlBamperes. 

The  heating  effect  of  the  measuring  current  used  for  C^,  C„,  and 
C„  was  about  0^.003,  and  for  C,,  was  about  0^.002  in  both  ice  and 
steam.  It  is  known  from  the  work  of  Waidner  and  Burgess  and  of 
Smith  ^  that  for  thermometers  of  this  t3T>e  the  heating  effect  of 
the  measuring  current,  maintained  constant,  is  of  the  same  order 
of  magnitude  at  450®  as  at  o®  and  at  100®. 

The  coils  of  C^,  C,,,  and  C^  are  about  4.5  cm  long  and  the  pro- 
tecting tubes  are  5  mm  internal  and  7  mm  external  diameter. 
The  coil  of  C,,  is  about  8  cm  long  and  the  protecting  tube  is  8  mm 
internal  and  10  mm  external  diameter. 

A  Fuess  siphon-type  barometer,  which  could  be  read  to  an 
accuracy  of  0.02  to  0.04  mm,  was  used  for  the  measurements  of 
atmospheric  pressure.  All  pressures  were  expressed  in  the  equiv- 
alent millimeters  of  mercury  at  o^  and  under  standard  gravity 
(?"- 980.665). 

*  Waidner  and  BttrgCM.  loc.  dt.,  p.  115. 

•  Mueller,  thit  Bulletm,  IS,  p.  547;  1916  (B.  S.  Sdeatific  Paper  No.  aSS). 
M  P.  B.  Smith,  PhiL  Mac..  VI.  M.  p.  545;  S9xa. 
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TABLE  2.~Re8istiuice8  at  0  ''C  (R^)  and  Jhm^MSPmM  InlmiuUi  (F)  QlThomometen 

Used 


I>tte 


July  19, 1915.. 
Oct23,191S.. 
]r«r.2,191S.. 
]rof?.4.1915.. 
Kof?.  12, 1915. 
]r«r«  23, 1915. 
Jai.4,191«... 
Jan.  24, 1916.. 
fib.  28, 1916.. 
lte.9,1916.. 
Mar.  28, 1916. 
Apr.  5, 1916... 
liar  11, 1916.. 
liar  12,1916.. 
Hair  19, 1916.. 
Hair  26»  1916.. 
Jinia  20, 1916. 
Jma  23, 1916. 


Cs. 


/?. 


2.53788 
2.53785 


2  53785 


a  9924a 


.9924t 


CsT 


Ro 


2  54871 


2.54867 
2.54869 
2.54871 
2.54869 

2.54870 


2.54870 


2.54890 


2.54869 
2.54868 


a9983i 


.9983s 


253727 


2.SS72S 


2.53725 


2.53726 


2.53724 


Okm 

0.9936« 


.99361 


i?. 


215472 


25.5476 
25.5476 


025.5461 


025.5499 


9.9871 


9.9871 
9.9871 


•The  cnmpamrivdy  large  chanfM  noted  in  thia  thcrwMimf*4(r  nye  net  ■atfaJaotoHly  qplained.    Por- 
tnnately,  they  were  without  effect  on  any  of  the  results  obtained  with  it  in  this  investigation. 

m.  DESCRIPTION  OF  EXPERIMENTS 

1.  COMPARISON  OF  RADIATION  SHIBCDS 

Some  of  the  shields  used  ard  illustrated  in  Fig.  2.  The  openings 
^t  the  tops  of  the  shields  were  made  to  fit  the  thermometer  tubes 
closely.  All  the  shields  were  made  so  that  any  openings  in  the 
shields  were  at  least  2  cm  above  or  below  the  coils  of  the  ther- 
mometers. 

For  the  comparative  tests  a  thermometer,  iQclosed  in  its  shield, 
was  inserted  into  the  sulphur  vapor,  and  the  resi3tance  and  corre- 
sponding barometric  pressure  were  observed  for  four  different 
depths  of  immersion  of  the  thennometer,  with  its  attached  shield, 
these  portions  bets^  such  th^t  the  bottom  of  the  shield  was  6,  8, 
10,  and  1 2  cm»  resqpectively ,  above  the  surface  of  the  Ijquid  sidphur. 
Time  was  allowed  for  the  estabUshmetit  of  equilibrium  before  each 
reading.  In  most  of  the  experiments  the  changes  of  temperature 
observed  accompanying  the  above  displacements  were,  after 
changes  in  barometric  pressure  had  been  allowed  for,  within  the 
limits  of  observational  error  (less  than  0.02®),  and  this  constancy 
was  a  valuable  indication  of  suitable  experimental  conditions. 
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Where  such  constancy  was  not  observed  the  fact  is  noted  in  the 
tables.  In  all  cases  the  result  given  in  the  tables  is  the  one 
obtained  from  the  readings  at  the  8  cm  height. 

The  temperature  of  the  vapor  was  deduced  from  the  barometric 
pressure  by  use  of  the  formula, 

/= 444.^6 +0.0910  (/>  — 760)— 0.000049  (/>— 760)' 

which  is  based  on  data  given  later  in  this  paper. 

The  comparison  of  the  temperatures  as  observed  with  the  resist- 
ance thermometer  is  made  most  conveniently  by  computing  for 


z:\ 


^ 


Cone 


Umbrella, 
cylinder, 
anddJak 


UmbxelU  and 
doUbte  cylinder 


Complete 

lUdd. 
Fig.  2. — Types  of  radiaticn  shields 


each  observation  the  platinum  temperature,  designated  />^,  cor- 
responding to  standard  barometric  pressure. 
By  differentiating  the  Callendar  formula 


a  relation 


^      \       loo     100*/ 


is  found,  which  for  values  of  8  «=  1,495   ^nd  ^—444®  becomes 

A/)^  =  o.882A^ 

This  equation  is  applicable  for  the  entire  range  of  barometric 
pressures  and  for  aU  the  values  of  S  occmiing  in  this  series  of 
experiments. 

107247*--19 2 
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The  comparative  data  for  various  shields,  all  obtained  in  the 
gas-heated  boiling  apparatus,  are  assembled  in  Table  3,  classified 
according  to  kind  of  shield  used.  The  table  shows  the  date  of  the 
observation,  the  munber  of  the  thermometer,  the  material  of  the 
thermometer  protecting  tube,  the  type  of  shield  used,  the  platinum 
temperattue  corresponding  to  standard  barometric  pressure  as 
calctdated  from  each  observation,  and  the  amount  by  which  this 
is  lower  than  the  average  platimun  temperature  f otmd  with  all  the 
shields  which  were  adequate. 

The  experimental  work  was  planned  and  carried  out  so  that  all 
results  could  be  referred  to  a  standard  t3rpe  of  shield — that  is,  dur- 
ing each  day's  observations  an  iron  cone  or  an  iron  cylinder  with 
tunbrella  was  used  at  least  once — and  it  would  have  been  possible 
to  present  the  data  in  this  comparative  form.  On  assembling  the 
results  it  appeared  that  it  would  be  simpler  to  give  the  results  in 
the  form  shown  in  Table  3  with  the  further  advantage  of  elimi- 
nating accidental  errors  in  the  individual  observations  made  with 
the  standard  shields. 

Fortunately,  the  facts  brought  out  in  Table  3  can  be  very 
briefly  stunmarized.  It  will  be  noted  that  all  the  iron  shields, 
either  with  or  without  the  lower  disk,  gave  practically  the  same 
value  of  plf^  for  any  one  thermometer,  and  the  mean  of  all  the 
values  obtained  with  these  shields  may  be  considered  the 
standard  value.  Since  it  is  evident  that  no  shield  can  cause  the 
thermometer  to  assume  a  temperature  higher  than  that  of  the 
vapor,  it  follows  that  low  values  of  pt,^  indicate  inadequate 
shielding.  All  of  the  data  substantiate  Mdssner's  view  that  a 
shield,  the  inner  surface  of  which  is  a  good  reflector,  will  be  inef- 
fective. This  is  now  shown  to  be  true  whether  the  thermometer  is 
inclosed  in  glass  or  in  porcelain.  Thus  the  iron  shields,  the  Cal- 
lendar  Griffiths  shield,  graphite  cylinder,  asbestos  cone,  an 
aluminum  shield,  blackened  inside,  are  all  effective.  Even  an 
aluminum  cylinder,  with  the  walls  sharply  corrugated,  forming  a 
series  of  .wedges,  and  which  is  therefore  a  good  radiator,  was  as 
effective  as  the  other  shields. 

A  complete  aluminum  shield  was  nearly  realized  in  a  cylindrical 
shield  with  overhanging  tunbrella  and  the  lower  edge  of  the 
cylinder  extending  below  the  lower  disk  and  cmving  inward,  so 
that  all  direct  radiation  from  the  platinum  coil  in  any  direction 
met  the  shield,  while  a  free  circulation  of  vapor  was  possible. 
With  this  shield  the  thermometer  read  0.02°  or  0.03**  lower  than 
when  inclosed  in  the  adequate  shields  previously  mentioned. 
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TABLE  3^— OnnpaxiMiifl  of  Shieldfl  In  0«8-Heatod  Appantus 

(a)  IRON  ( 


171 


Tube 


ter 


DMCftBtim  < 
■hiWd 


Ptfm 


Lvwar- 

Ins  of 
Pirn 


Rmmfci 


Nof.  2,1915 

N0V.  8»1915 

Nof.  9,1915 

Nov.  23,1915 

Jul  4, 1916 

Mir.  9,1916 

Apr.  24.1916 

May  1,1916 

Nov.  9,1915 

Nov.  10,1915 

Nov.  12,1915 

Do 

Mty  26,1916 
JoM  20^  1916 
Jn.     5. 1916 


Nov.  12,1915 

Nov.  16,1915 

Jan.     5, 1916 

Nov.  4,1915 
Nov.  5,1915 
May  20, 1916 

Mar.    9,1916 


Do 

May  12,1916 


Vaf  20^in6 
May  12, 1916 


May  20,1916 


27 


28 


Cm 
Cn 
Cn 

ClT 
CS7 

Ctt 
Ctf 
Cn 
Cv 

Cn 

Cir 
Cn 
Cn 
Cv 
Cn 


Cn 

Cv 

Cr 

Cm 
Cm 
Cm 

Cm 

Cm 
Cm 


Cm 
Cm 


Cm 


Poroekin 
..do 

GllM.... 

..do 


Coae 

UknbroDa  tad  c 

....do 

do 


..do... 
Ohas.. 


do 

do 

do 

Umbrello,  eono,  a 


UmbroDa  and  qrHn- 
dor. 


..do 

Foioelain 

..do. 

Okas 


..do. 
.do., 
.do.. 


.do... 


UmbreUn  and  amall- 
orqrllnder,  23mm 
diamoter. 

UmbroUa,  cylinder, 
anddlak. 

do 


..do. 

..do. 
..do. 
..do. 


.do. 
.do. 


.do. 
.do. 


UmbroUa  and  double 

cylinder. 


Umbrella  and  eo» 
Umbrella  and  doable 


Umbrella  and  cyUn- 

der. 

do 

UmbroUa  and  email 

cylinder,      23mm 


....do 

Umbrella  and  cylin- 


UmbreUa  and  cylin- 
der, 83mm  diam* 
eler* 

Umbnlla  and  cylin- 
der, 32mw  dlam- 


421.65 
421.72 
42t73 
421.70 
421.69 
42L72 
421.73 
421.73 
421.69 

421.72 

42L72 
421.75 
421.73 
421.73 
421. 71 


421.73 

421.69 

421. 74 

421.67 
421.68 
42L68 

42L66 

421.67 
421.65 


421.66 
421.66 


42L68 


421.68 


aoo 

.00 
-.01 
+.02 
+.03 

.00 
+.01 
+.01 
+.03 

.00 

.00 


-.01 

+.01 


-.01 

+.03 

-.02 

.00 
-.01 
-.01 

+.01 

.00 

+.02 


+.01 
+.01 


-.01 


-.01 


Averace  lor  Cs«,  421.65 


Readlnf  unaleady. 


Do 


Average  for  Cn,  421.72 


Averace  for  C«^  421^ 
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TABLB  3— Continued 

(b)  MODOIBD  ALVWMVU,  8REBLD8 


[Vet.  IS 


J}t^ 


ObMT- 

mtton 

OttlD* 

btf 


Thsr- 

mtfli'' 
b«r 


TttlM 

idotli 
cmon 


DwcrtattuK 
•htold 


Ptm 


lug  of 


Hof?.     9, 1915 
N«v.  1(M915 


Do 

Do 

Not.  23,1915 
Jan.  4, 1916 
Nov.   16,1915 

Do. 

Nov.  10,1915 

Nov.   16,1915 
Do 

Jan.     3, 1916 


31 


Cv 


Ctr 
Cir 
Cr 


Doablo  cono  and  dMc 
ttebrallo  nd  cfOn- 


DogroM  Doffooi 


mnbrallt  md  qfHii* 


.do. 
.do. 


.do. 
.do. 


do 

Umbralla  and  oonv 

taiod  qilndor. 
TAnbrolla,  eorrntated 

qrlindor,  and  diak. 


42L70 
421.72 


42L72 


421.72 
421.73 
421.70 
421.71 

42L72 


+.02 
.00 


.00 


.00 
-.01 
+.02 
+.01 

.00 


(c)  MI8CBUANBOUS  SHIKLD6 


37 


40 


Cr 
Cr 

Ctr 


Olaaa. 

..do.. 
..do.., 

..do.. 


Graphite    tsmbrolla 
and  cylinder. 


dIak. 
CaUondar  OrtflUba. 


421. 73 


421.71 
42L71 


421. 73 


-.01 


+.01 
+.01 


(d)  BKIOHT  AI.U1IINUM  8HIBLDS  ONADBQUATB  SHDELDOIO) 


Nov.  2. 1915 
Nov.  6, 1915 

Nov.  8»  1915 
Jan.  4, 1916 

Nov.  8, 1915 

Jan.  5, 1916 

Nov.  23,1915 

Jan.  4, 1916 

Nov.  23,1915 

Jan.  4, 1916 

Nov.  4,1915 

Nov.  5.1915 

Do 


Cm 
Ctf 

Cn 

Cti 

« 
Cti 

Cn 

Cti 

Ctr 

Cff 

Cm 

Cm 

Cm 


Poroebdn. 


UmbroOa,  eono,  and 


Coooanddiflk 

UmbroOa  and  cyttn- 

d«. 
UmbroOa,  eyUndor. 


...do 

do 

ObMo 

do 

...do 

do 

...do 

Complotoflhiold.... 

...do 

do 

...do 

Cono 

Umbrolla  and  ooi 
1tebrolla,€on«,a 


42L58 

+.07 

42L70 

+.02 

421.63 

+.04 

43L51 

+.21 

42t66 

+.06 

42L60 

+.12 

421.62 

+.10 

42t60 

+.12 

421.70 

+.02 

42L69 

+.03 

421.48 

+.19 

421.49 

+.18 

421.60 

+.07 

Old,  doU  rtd^d. 


NowbfUlit 
Unateady. 


The  data  for  the  other  altiminum  shields,  with  bright  inside 
surfaces,  show  that  the  temperature  attained  by  a  thermometer 
inclosed  in  such  a  shield  depends  upon  the  form  of  the  shield, 
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primarily  upon  the  extent  to  which  the  shield  fonns  a  complete 
indosure,  upon  the  extent  to  which  the  interior  of  the  shield  has 
become  dull  or  blackened,  and  also  upon  the  material  (trans- 
parency) of  the  protecting  tube  of  the  thermometer.  The  readings 
obtained  range  from  0.2^  low,  taken  with  a  simile  cone  on  a  glass* 
inclosed  theremometer,  to  0.02^  low,  taken  with  a  nearly  closed 
shield  on  a  porcelain-inclosed  thermometer.  The  extreme  lower- 
ings  found  were  0.2^  for  a  glass-inclosed  thermometer  and  o.i^ 
for  a  porcelain-inclosed  thermometer. 

Inadequate  shielding  is  also  usually  accompanied  by  consider- 
able variations  in  temperattnre,  sometimes  amounting  to  o.i^, 
when  the  thermometer  is  displaced  vertically,  but  the  absence  of 
such  variation  is  not  necessarily  proof  of  adequate  shielding.  It 
may  also  be  remarked  in  passing  that  the  absence  of  such  varia- 
tions does  not  prove  that  there  is  no  superheating  of  the  vapor,  as 
in  one  instance  constant  temperatures  were  observed  with  a  dis- 
placement of  4  cm  where,  owing  to  insufficient  depth  of  liquid 

I       sulphur  in  the  tube,  the  vapor  was  superheated  about  0.5^. 

These  results  are  in  the  main  in  agreement  with  those  of  Meiss- 
ner,  in  so  far  as  they  cover  the  same  field.  They  differ  from  his 
in  regard  to  the  effectiveness  of  nearly  closed  aluminum  shields, 
which,  according  to  our  results,  are  more  effective  than  Meissner 
found  them  to  be.  However,  there  is  agreement  on  the  essential 
point  that  no  bright  aluminum  shield  is  completely  effective. 

TigM-FiUing  Umbrella  not  Necessary. — In  most  of  the  shields 
used,  the  hole  in  the  center  of  the  umbrella  was  made  to  fit  the 

i       thermometer  tube  rather  closely.    Some  observers  have  recom- 

!  mended  using  asbestos  string  tied  around  the  thermometer  tube 
just  above  the  umbrella.  This  was  also  tried  and  found  to  be 
unnecessary  and  on  account  of  its  mconvenience  is  regarded  as 
undesirable.  Even  entirely  omitting  the  umbrella  and  using  only 
a  cylindrical  iron  shield  open  at  both  ends  around  the  coil  pro- 
duct a  lowering  of  only  about  0.05^. 

I  Diameter  of  Cylindrical  Shields. — ^Two  thermometers,  C^  and 

C22,  were  used,  both  inclosed  in  glass  tubes  having  diameters  of 
7  and  10  mm,  respectively,  with  shields  var3ang  in  diameter  from 
1.5  cm  greater  than  the  diameter  of  the  thermometer  tube  to  the 
largest  that  the  boiling  tube  would  conveniently  admit.  Two 
series  of  observations  with  C^g  on  different  days  point  to  a  slightly 

I  higher  reading  with  increasing  diameter,  while  observations  with 
C„  point  to  an  opposite  tendency.    The  observed  effect  is,  how- 
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ever,  too  small  to  be  of  sigmficance,  if  the  diameter  of  the  shield  is 
not  more  than  about  2.5  cm  greater  than  that  of  the  thermometer 
tube,  and  the  thermometer  is  reasonably  concentric  with  the 
shield.  The  fact  that  good  results  are  obtained  with  conical 
shields  also  indicates  that  the  diameter  is  of  minor  importance. 
It  appears,  therefore,  that  shields  from  1.5  to  2.5  cm  greater  in 
diameter  than  the  diameter  of  the  thermometer  tube  are  preferable. 

Effect  of  Lower  Disk. — An  eflFedt  which  Meissner  attributed  to 
the  presence  of  the  lower  disk,  namely,  a  variable  reading  during 
which  the  resistance  varies  slowly  up  and  down  with  apparently 
various  stationary  values  was  noted  and  investigated.  It  is  true 
that  this  effect  was  noticed  mosf  often  when  the  lower  disk  was 
present.  In  order  to  determine,  if  possible,  whether  there  existed 
a  critical  distance  for  the  disk  from  the  shield  edge  to  give  maxi- 
mum unsteadiness,  an  iron  shield  was  equipped  with  a  movable 
disk,  the  position  of  which  could  be  controlled  from  outside  the 
boiling  tube.  On  one '  day  this  shield  gave  perfectly  steady 
readings  for  cdl  apertures  possible;  that  is,  from  2  mm  distance 
to  1 1  mm  between  the  disk  and  the  edge  of  the  shield.  A  few 
da3rs  later  the  use  of  this  same  shield  at  an  aperture  of  5  mm  was 
accompanied  by  fluctuations  amounting  to  o.oi^.  In  any  case, 
only  under  extreme  conditions,  such  as  raising  the  thermometer 
until  the  top  of  the  shield  reached  the  line  of  condensation,  were 
fluctuations  of  0.05°  noted.  When  the  sulphur  was  boiling 
vigorously  with  a  high  and  sharp  condensation  line,  shields  with 
lower  disks  gave  as  steady  readings  as  when  the  disks  were  absent. 
Also  continued  boiUng  sometimes  caused  waverings  to  disappear 
and  the  readings  to  become  steady,  as  noted  by  Meissner. 

It  might  be  supposed  that  fluctuations  amounting  to  o.oi^  or 
0.02^  are  of  no  serious  consequence,  and  that  the  reliability  of 
the  results  is  limited  only  by  the  accuracy  with  which  the  resist* 
ance  can  be  determined.  Several  observations,  however,  sub- 
stantiate the  conclusion  that  the  reading  when  unsteady  to  the 
extent  of  o.oi^  only  is  probably  considerably  too  low,  as  shown 
by  comparing  the  steady  readings  numbered  3  and  16  in  Table  3 
with  unsteady  readings  numbered  9  and  17  which  were  obtained, 
respectively,  with  the  same  shields.  The  lower  disk  was  aban- 
doned on  iron  shields  since  there  is  a  tendency  for  unsteady,  and 
hence  uncertain,  readings. 

Effect  of  Omitting  Shield. — ^A  thermometer  protected  only  by 
an  umbrella  above  the  coil,  assumed  temperatures  from  0.5^  to  3^ 
below  the  temperature  assumed  by  a  shielded  thermometer,  the 
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lowering  depending  upon  the  height  of  the  coil  above  the  liquid 
sulphur.  The  results  of  sunilar  experiments  previously  reported 
indicate  that  the  thennometer  under  such  circumstances  reads 
low  by  a  fairly  definite  amount,  although  it  might  be  expected 
that  the  temperature  assumed  by  the  thermometer  would  depend 
upon  a  large  number  of  factors,  such  as  depth  of  immersion  in  the 
vapor,  temperature  to  which  the  insulation  of  the  bath  has  become 
heated,  etc. 

Temperature  of  Shield. — ^Apart  from  the  effect  of  the  shield 
upon  the  temperature  assumed  by  the  thermometer,  it  is  of  some 
interest  to  determine  the  temperature  of  the  shield  itself.  If  the 
thennometer  be  inclosed  in  a  long,  close-fitting,  closed-end  metal 
tube,  the  thermometer  coil  should  assume  the  temperature  of  the 
tube,  and  the  tube  although  differing  in  form  perhaps  assumes  a 
temperature  not  differing  much  from  the  temperature  assiimied  by 
a  shield.  In  this  way  an  iron  tube  with  umbfella  above  was 
found  to  have  a  temperature  about  o.i 5^  lower  than  that  assumed 
by  an  adequately  shielded  thermomyeter,  while  an  aluminum  tube 
assumed  a  temperature  only  about  0.0;^  lower.  Without  the 
umbrella  the  iron  tube  had  a  temperature  about  0.3^  lower  and 
the  aluminum  shield  a  temperature  about  0.04^  lower  than  that 
assumed  by  a  shielded  thermometer. 

The  higher  temperature  asstmied  by  the  externally  polished 
aluminum  shield  might  have  been  predicted  from  theoretical 
considerations,  since  the  aluminum  is  a  poor  radiator.  It  would 
appear  that  the  best  single  shield  would  have  a  polished  exterior 
and  blackened  interior,  but  we  have  not  recommended  the  adop- 
tion of  such  a  shield  to  the  exclusion  of  other  forms  because  of  the 
difficulty  of  preparing  such  shields,  and  because  observation  of 
the  temperature  of  the  thermometer  inclosed  in  such  a  shield 
shows  that  the  advantage  is  purely  a  theoretical  one. 

Preferred  Type  of  Shield. — ^From  the  result  of  the  experimental 
work  described  we  have  come  to  the  conclusion  that,  in  general, 
the  best  type  of  shield  is  a  simple  sheet-iron  cylinder  from  1.5  to 
2.5  cm  larger  in  diameter  than  the  thermometer  tube  and  4  cm 
or  more  longer  than  the  coil,  open  below  and  with  an  tunbrella 
above.  This  tunbrella  should  fit  the  thermometer  tube  closely 
and  extend  beyond  the  edge  of  the  cylinder,  leaving  a  space  5  nun 
to  I  cm  high  between  umbrella  and  cylinder  for  drculation  of  the 
vapor.  For  the  material  of  the  shidd  sheet  iron  is  preferred  in 
general.  The  main  objection  to  the  iron  shield  seems  to  be  that 
the  sulphur  attacks  the  iron  and  forms  considerable  scale,  as  a 
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result  of  which  the  iron  is  consumed  and  the  bath  discolored, 
although  without  affecting  the  temperature  of  the  boiling  point. 
Practically  all  the  loose  scale  is  formed  when  the  shield  is  with- 
drawn from  the  bath,  however,  when  the  sulphur  takes  fire  spon- 
taneously, so  that  only  a  small  amount  of  scale  need  be  left  in  the 
boiling  tube  if  care  is  taken.  The  life  of  the  iron  shield  is  longer 
than  might  be  expected.  One  in  particular  that  had  been  used  a 
dozen  times  did  not  appear  appreciably  thinner  than  when  first 
made.  This  objection  to  the  iron  shield  is  not  a  serious  matter 
in  view  of  the  high  and  consistent  readii^^s  obtained  with  it. 

It  is  possible  that  the  slightly  higher  temperature  (o.oi^  or  at 
most  0.02^)  obtained  with  the  double  iron  shields  may  not  be  at- 
tributable entirely  to  experimental  error,  and  that  the  use  of  a 
single  shield  will  result  in  slightly  low  readings.  The  difference  is 
so  small,  however,  that  it  seems  desirable  to  standardize  the 
single  shield  for  use  in  the  sulphur  boiling  point  apparatus,  in  the 
interest  of  simplicity.  It  should  be  noted  that  in  the  electrically 
heated  apparatus  this  difference  was  not  found.     (See  Table  4.) 

In  cases  where  the  iron  is  objectionable,  aluminum,  blackened 
on  the  inside,  may  be  substituted,  and  in  case  it  is  desirable  to 
introduce  nothing  but  aluminum  into  the  bath,  a  corrugated 
aluminum  shield  is  satisfactory,  although  it  requires  more  time 
to  make.  Once  made,  it  is  perhaps  the  most  satisfactory  of  any. 
Any  of  the  three  shields  mentioned  have  been  shown  to  satisfy 
sufficiently  well  the  following  criteria  of  effective  shielding: 

(i)  The  reading  must  not  change  more  than  0.02^  upon  mov- 
ing the  thermometer  with  the  shield  up  and  down  in  the  vapor 
coltmm  for  at  least  6  cm;  for  example,  from  6  to  12  cm  above  the 
liquid  surface. 

(2)  The  reading  must  be  steady;  if  fluctuations  amounting  to 
even  o.oi®  are  present,  a  readjustment  should  be  made. 

(3)  The  readings  should  be  capable  of  being  repeated  from  day 
to  day  to  within  0.03**. 

(4)  The  use  of  the  shield  should  lead  to  the  same  value  of 
PtTQo  f^  ft  given  thermometer  regardless  of  the  thermometer  pro- 
tecting tube. 

(5)  The  use  of  the  shield  must  not  lead  to  different  readings 
with  age  or  repeated  use. 

(6)  Doubling  the  shield — ^that  is,  putting  a  shield  within  a  sim- 
ilar one — should  not  change  the  indications  of  the  thermometer. 

(7)  The  use  of  the  shield  should  lead  to  as  high  a  reading  as 
would  be  obtained  by  using  any  other  form  of  shield. 
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2.  INFLUENCS  OF  TYPE  OF  SULPHUR  BOILING  APPARATUS 

To  test  for  possible  effects  of  differenoes  in  xnethods  of  heating, 
in  dimensions  and  in  the  heat  insulation  around  the  tube,  several 
types  of  boiling  apparatus  were  constructed  and  experiments  were 
made  to  determine  the  e&cts  of  various  types  of  insulation  around 
the  boiling  tube. 

An  electrically  heated  boiling  apparatus  was  built  along  the 
lines  of  the  one  used  by  Meissner  and  described  in  his  paper,  the 
main  difference  being  that  the  heating  coil  did  not  extend  tmder 
the  boiling  tube  but  was  wound  on  an  outer  porcelain  tube,  the 
coil  extending  upward  from  a  point  about  on  a  level  with  the 
bottom  of  the  sulphur-containing  tube  for  a  distance  of  about 
6  cm.  The  bottom  of  the  porcelain  tube  which  extended  some- 
what below  the  Heating  coil  was  dosed  with  asbestos  board.  An 
auxiliary  heating  coil  was  woqnd  on  the  upper  part  of  the  porce- 
lain tube  to  hasten  the  boiling,  but  was  disconnected  at  least  half 
an  hour  before  observing.  The  porcdain  tube  was  30  cm  long, 
the  inner  diameter  being  about  4  mm  greater  than  the  outer 
diameter  of  the  boiling  tube,  and  thus  a  smaU  air  space  was  left 
between  the  two  similar  to  that  shown  in  Meissner's  drawing. 
This  apparatus  proved  very  effective  in  heating  up  quickly  on 
about  400  watts,  and  readings  taken  on  different  days  were  about 
as  consistent  as  those  observed  with  the  gas-heated  apparatus. 

Nine  observations  were  taken  in  this  apparatus  with  two  ther- 
mometers, Cn  and  Cjs,  the  former  having  a  glazed  pCM-celain  tube 
and  the  latter  a  glass  tube.  Comparing  these  observations  which 
are  shown  in  Table  4  with  those  made  in  the  gas-heated  apparatus, 
using  adequate  shidds  in  both  cases,  €,7  gives  a  value  for  dectric 
heating  o.oi^  higher  than  for  gas  heating,  and  Cag  gives  a  value 
for  dectric  heating  0.03^  higher  than  for  gas  heating.  The  read- 
ings were  remarkably  constant  for  displacements  of  the  ther- 
mometers up  and  down  for  a  distance  of  -more  than  10  cm,  the 
usual  variation  not  exceeding  o.oi^.  In  this  type  of  boiling 
apparatus  there  is  a  possibility  that  the  vapor  xnay  be  superheated 
owing  to  conduction  up  the  porcelain  tube,  or  to  convection  of 
highly  heated  air  in  the  space  between  the  porcelain  tube  and  the 
bdliug  tube. 

Through  the  kindness  of  Messrs.  Day  and  Sosman,  the  electrically 
heated  apparatus  was  made  available  in  which  their  direct  deter- 
mination of  the  sulphur  boiling  point  by  the  gas  thermometer  was 
carried  out.    The  boiling  tube  of  this  apparatus  is  71  mm  internal 
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diameter,  while  that  of  the  specially  cx^nstructed  apparatus  above 
described  is  42  mm.  A  direct  ccmiparison  of  the  two  was  made  by 
interchanging  thermometer  C^  from  one  to  the  other,  resulting 
in  a  value  for  the  large  tube  about  0.03^  lower  than  for  the  small 
tube.  The  temperature  observed  in  the  large  tube  was  therefore 
the  same  as  that  observed  in  the  gas-heated  apparatus  previously 
described. 

TABLE  4.— ObflervatioiiB  with  Electrically  Heated  Sulphur  Boiling  Apparatus 

(t)  MKISSNER  TTPB 


Tttb«  In- 


Type  olsktold 


Pirn 


4»  1916 
BCar.   9,1916 

Do 

lUr.  4,1916 
JoM  2,1916 
BCar.   9,1916 

Do 

.20^1916 
6,1916 


Gv 
Ctr 
Cv 
Ctr 
Ctr 
C« 
C» 
Cm 
Ca 


Pombda. 

Umbralla  oad  Imi  coae 

...do 

do 

...do 

do 

...do 

CftlteadorGfUmtas 

...do 

Uabnite  tnd  im  cyHndor... 

Obut 

do 

...do 

do 

...do 

do 

..do.. 


UmbroUt  and  double 
cyllndor. 


421.7% 
421.75 
421.73b 
421.73b 
421.72 
421.70 
421.69 
421.70 
421.70 


Avm«elKCtf421.7S.* 


Afonte  tor  Cm  42L70l^ 


(b)  DAT  AND  806ICAN  BOOJOIO  TUBS 


MjU.  20, 1916 


GlOM.. 


Umbrella  and  Iron  cylinder.. .  6421.67 


•  Avencc  lor  fao-heated  apparatus  is  491.79.  ft  Averace  for  gat  heated  appaxatus  is  4'x-67- 

A  tube  of  small  diameter  (25  mm  internal)  was  also  used  as  a 
boiling  tube.  It  was  heated  with  a  gas  burner  and  insulated  with 
sheet  asbestos.  Measurements  in  this  tube  indicated  superheat- 
ing of  the  vapor  and  considerable  differences  of  temperature  at 
different  heights  in  the  tube. 

Effect  of  Surroundings  of  Tube. — In  order  to  determine  to  what 
extent  the  heat  insulation  and  the  character  of  the  surface  next  to 
the  boiling  tube,  whether  this  surface  be  a  good  or  a  poor  re- 
flector, might  influence  the  reading  of  the  thermometer,  a  70  cm 
boiling  tube  was  used  in  a  short  jacket,  leaving  about  30  cm  of  the 
tube  extending  out  into  the  air.  By  using  a  very  large  flame,  it 
was  possible  to  raise  the  condensation  line  high  enough  to  obtain 
a  boiling-point  observation  in  that  portion  of  the  tube  surrotmded 
only  by  the  air.  Boiling-point  observations  were  xnade  tmder  this 
condition  and  with  the  tube  surroimded  with  sheet  iron,  nickel 
foil,  and  thin  sheet  asbestos.    The  results  are  given  in  Table  5. 
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TABLE  5.— Bfliect  of  Sttrrotindfaigs  of  Boiling  Tube  Upon  Indicationa  of  Thennometer 
C2,  wifli  Porcekin  Indosiiig  Tube  Shielded  with  Iron  Umbrella  and  Cylinder 


M«i«rfal  taiioaxuUiig  boilliif  tube 

Ptfm 

Air. - "- 

421.64 

Shoot  tfon     . ,     , 

421.68 

HhtelMI 

421.71 

Thht  atfrfirtw         

421.72 

Tbkir  innlaCloii 

421.72 

From  the  two  sets  of  experiments  last  described  it  appears  that 
it  would  be  well  to  set  a  lower  limit,  say  4  cm,  to  the  diameter  of 
the  tube  in  the  standard  form  of  boiling  apparatus.  While  it  is 
necessary  to  provide  some  insulation  for  the  tube  it  is  evident 
that  a  very  small  amount  is  sufficient  and  that  the  amount  used 
will  be  dictated  by  considerations  of  efficiency. 

3.  FUIUTT  OF  SULPHUR 

Small  known  quantities  of  arsenic  and  selenium  were  added  to 
boiUng  pure  sulphur  and  the  boiling  point  observed  in  the  usual 
way  after  each  such  addition.  These  xnaterials  were  selected  as 
being  the  most  probable  impurities  occuring  in  ordinary  sulphur 
and  which  might  be  expected  to  affect  the  boiling  point.  The 
results  are  given  in  Table  6. 

TABLE  6.— Effect  of  Added  Imforities  on  fhe  Boiling  Point  of  Svlpbur 


CaodttlDiialralplntf 


Part. 

WKh  0.05  per  eant  anenk  Mld«d 

WUk  0.1  per  e«nt  axMnlc  added 

WMh  0.05  per  cent  eetenhim  added  (phss  die  0.1  per  cent  eneolc). . 
Wlfh  0.1  per  eent  eelenfaim  added  (plus  fhe  0.1  per  cent  araenic)... 


Pttm 


421. 7S 
•42L73 
421.75 
42L81 
42La2 


It  is  evident  that  selenium,  even  in  small  amounts,  would  be 
objectionable.  All  previous  experience  indicates,  however,  that 
such  impurities  are  not  likely  to  be  found  in  purified  sulphur.  This 
is  further  confirxned  by  the  fact  that  the  boiling  point  of  a  sample 
of  crude  sulphtn-,  from  Louisiana,  was  fotmd  to  be  not  over  o.oi^ 
higher  than  that  of  the  purified  sulphur  used  regularly.  The 
crude  sulphtu:  was  part  of  a  specimen  exhibited  in  the  local  office 
of  the  Southern  Railway  Co.  and  was  supplied  through  the  courtesy 
of  their  local  representative. 
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4.  THE  RELATION  BSTWEEV  THE  VAPOR  PRESSURE  OF  SUXiPHUR  AHB 

TEMPERATURE 

The  excellent  agreement  between  the  results  obtained  by  Hol- 
bom  and  Henning  and  by  Harker  and  Sexton  might  be  taken  to 
indicate  that  any  repetition  of  their  work  would  be  superfluous. 
However,  in  the  present  investigation  an  extended  comparison  of 
shields  was  made  during  a  considerable  time  interval  which  in- 
volved a  range  of  barometric  pressure  of  747  to  763  mm,  and  an 
equation  was  necessary  which  would  represent  the  pressure- 
temperature  relation  of  sulphur  vapor  to  an  accuracy  of  the  order 
of  o.oi^.  An  examination  of  Holbom  and  Henning's  data  indi- 
cated that  the  excellent  agreement  of  the  two  sets  of  observations 
might  have  been  to  some  extent,  at  least,  fortuitous,  and  this, 
together  with  the  fact  that  Harker  and  Sexton's  data  could  not 
be  obtained  at  cdl,  made  it  appear  desirable  to  redetermine  the 
relation.  The  present  work  gave  results  in  agreement  with  the 
older  formulas,  but  a  considerably  higher  degree  of  precision  was 
attained  in  the  measurements. 

The  pressure-control  apparatus  is  shown  in  Fig.  3.  The  boiling 
tube  was  closed  by  a  rubber  stopper  protected  from  the  heat  and 
from  contact  with  the  sulphur  vapor  by  a  disk  of  asbestos.  Con- 
nection was  made  with  8  mm  internal  diameter  tubing  through  a 
trap  of  2  liters'  capacity  to  the  water  manDmetcr  and  to  the  pres- 
sure regulator.  The  manometer  was  made  of  11  mm  internal 
diameter  glass  tubing  and  was  equipped  with  mirror  and  milli- 
meter scale  for  reading  menisci.  The  pressure  regulator  was  an 
ordinary  5  cubic  foot  meter  prover  with  water  seal.  This  proved 
admirable  for  pressure  control,  since  it  took  up  any  fluctuations  of 
pressure.  By  means  of  levers  and  weights  any  desired  pressure  in 
the  given  range  could  be  easily  produced  and  maintained  regard- 
less of  changes  in  temperature,  etc.  Simultaneous  readings  were 
made  of  the  thermometer,  manometer,  and  barometer. 

In  each  series  of  observations  readings  were  first  taken  at  one  or 
two  pressures  very  near  to  760  mm,  then  the  pressure  was  .increased 
(or  decreased)  step  by  step  to  the  highest  (or  lowest)  attainable 
with  the  apparatus,  then  changed  step  by  step  to  obtain  points 
intermediate  between  these  previously  observed,  until  the  pressure 
of  760  mm  was  again  obtained.  Further  observations  at  pressures 
below  (or  above)  760  mm  were  then  made.  In  computing  the 
pressures  account  was  taken  of  the  density  of  the  water  in  the 
manometer,  the  expansion  of  the  manometer  scale,  and  of  the 
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Fig.  3. — Aftparatus  for  varying  and  measuring  pressure  of  boiling  sulphur 
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diffeireiices  in  kvel  between  the  thennomcter  in  tbe  sulphur  vapor, 
the  water  menisci,  and  the  barometer,  in  addition  to  the  usual 
barometric  corrections.  Ftom  the  considerable  immber  of  obser- 
vations at  pressures  near  760  nun  a  value  of  t  was  computed,  and 
in  this  way  the  curve  was  made  to  pass  through  tiie  point 
1^444^6  f  ^760  mm.  This  method  of  computation  might  in- 
volve the  use  of  a  value  of  8  diJBPering  by  one  or  two  units  in  the 
tbird  decimal  place  from  the  best  value  of  8  for  that  thermometer, 
but  insured  the  agreement  of  observed  and  calculated  values  for 
normal  pressure. 

Three  series  of  observations  were  made  and  two  thermometers 
were  used.    All  of  the  observed  points  are  reproduced  in  Fig.  4,  in 
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Flo.  4.^-'Observed  minus  cakulaied  values  cf  iemperatwm  piotUi  agointt  pressure 

X  Obtervations  with  thennometer  Qv»  May  36. 19x6. 
+  ObservatioiM  with  thennometcr.Cxr,  June  90, 19x6. 
o  ObMrvstknit  with  thennomcter  On,  Jime  93. 19x6. 
Foflitiye  ordinates  indicate  higher  temperatures  than  those  ^i^i*»*<<  from  the  eqiiatJoa. 

1—444*60  +0.09x0  (^"-760)  —0.000049  (/>— 760)*  (Mueller  and  Burgess). 
Other  equations:  •  ■ 

^-'Jw+o.o9xo  O~76o)->o.oooo43  (^^760)^  (Holbom  and  Henning ). 
P'  lw+0.0904  (^— 76o)<-^eooe5a  O—  760)*  (Hatker  and  Sexton). 

which  the  deviations  of  the  observed  temperatures  from  those 
calculated  by  means  of  the  equation 

t=-^7eo-f  0.0910  (/>  — 760) -0.000049  (/>  — 760)^ 

which  was  found  to  represent  the  observations,  are  plotted  against 
the  pressure.  The  deviations  of  Holbom  and  Henning's  equation 
and  of  Harper  and  Sexton's  equation  from  the  above  equation  are 
also  shown  in  Pig.  4. 

IV.  SUMMARY 

The  importance  of  the  sulphur  boiling  point  as  defining  a  stand- 
ard temperature  and  the  necessity  of  obtaining  further  evidence 
upon  certain  questions  concerning  the  effect  of  experimental  con- 
ditions upon  the  results  obtained  in  its  use,  are  considered. 
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The  work  of  Mdssner,  which  showed  that  the  zeflecting  power 
of  the  inner  surface  of  a  radiation  shield  may'  have  a  considerable 
effect  upon  the  temperature  assumed  by  a  resistance  thermometer 
in  the  sulphur  boiling  apparatus  has  been  confirmed  and  extended* 
A  number  of  types  of  shields  were  foimd  to  be  satisfactory. 

The  influence  of  the  type  of  boiling  apparatus  upon  the  observed 
temperature  was  found  to  be  very  small. 

The  effect  of  certain  impurities  in  the  sulphur  upon  the  observed 
boiling  point  was  investigated. 

The  change  of  vapor  pressure  with  temperature  over  the  range 
of  pressures  from  700  to  800  mm  was  redetermined. 


Digitized  by 


Google 


APPENDIX 


PROPOSED  STAlfDARDIZATION  OF  THE  SULPHUR  BOILING  POCfT 

All  experimental  nvork  published  has  been  drawn  upon  in  preparation  of  these 
speci^cations.  The  specifications  relate  to  apparatus  and  pnxsedure  suitable  for 
the  standardization  primarily  of  resistance  thennometers  and  thermocouples,  and  it 
was  therefore  considered  permissible  to  limit  the  type  of  apparatus  somewhat  closely. 
The  aim  has  been  to  impose  conditions  which  are  sufficient  to  insure  that  the  ther- 
mometer shall  assume  a  definite  temperature,  dependent  only  upon  the  pressure, 
when  placed  in  the  apparatus,  and  the  question  as  to  whether  these  conditions  are 
really  necessary  has  received  only  secondary  consideration.  Thus  the  question  as 
to  the  temperature  attained  in  tubes  larger  or  smaller  than  those  specified  need  not  be 
OQQsidered.  It  may  further  be  supposed  that  the  thermometer  or  couple  will  be 
monnted  in  a  protecting  tube  or  sheath,  and  that  the  diameter  of  such  a  tube  or 
width  of  the  sheath  will  be  less  than  s  cm. 

The  specifications  relate  to  the  following  mattm:  (z)  BQiling  apparatos,  (2)  purity 
of  sulphur,  (3)  radiation  shield,  (4)  procedure,  and  (5)  computations. 

(z)  Boiling  ApparaUis. — ^The  boiling  tube  is  of  glass,  fused  silica  or  similar  material, 
and  has  an  internal  diameter  of  not  less  than  4  nor  more  than  6  cm.  The  length  must 
be  such  that  the  length  of  the  vapor  column  measured  from  the  surface  of  the  liquid 
sulphur  to  the  level  of  the  top  of  the  insulating  material  surrounding  the  tube  shall 
exceed  the  length  of  the  thermometer  coil  by  at  least*  so  cm.^^ '  Heating  is  by  any 
anitable  heater  at  the  bottom  of  the  tube,  and  the  arrangement  must  be  such  that  the 
beating  element,  and  all  conducting  material  in  contact  with  it,  terminate  at  least 
4  cm  below  the  level  of  the  liquid  sulphur.  If  a  fiame  is  allowed  to  impinge  directly 
on  the  tube,  the  heat  insulation  must  extend  at  least  4  cm  below  the  level  of  the  liquid 
sulphur.  There  should  be  a  ring  of  insulating  material  above  the  heater,  fitting  the 
tube  closely,  to  prevent  superheating  of  the  vapor  by  convection  currents  outside 
tbe  tube.  Above  the  heater  the  tube  is  surrounded  with  insulating  material,  not 
necessarily  in  contact  with  it,  and  of  such  character  as  to  provide  heat  insulation 
equivalent  to  a  thickness  of  not  less  than  i  cm  of  asbestos.  The  length  of  this  insu- 
lation has  already  been  specified.  Any  device  used  to  close  the  top  of  the  boiling 
tube  must  allow  a  free  opening  for  equalization  of  pressure. 

(3)  Purity  of  Sulphur, — ^The  sulphur  should  contain  not  over  o.oa  per  cent  of  im- 
purities.   It  should  be  tested  to  determine  whether  selenium  is  present. 

(3)  Radiation  Shield. — ^The  radiation  shield  consists  of  a  cylinder  open  at  both  ends 
and  provided  with  a  conical  tunbrella  above.  The  cylindrical  part  is  to  be  z. 5  to 
3.5  cm  larger  in  diameter  than  the  protecting  tube  of  the  thermometer,  and  at  least 
I  cm  smaller  than  the  inside  diameter  of  the  boiling  tube.  The  cylinder  should 
extend  z. 5  cm  or  more  beyond  the  coil  at  each  end.  The  umbrella  should  fit  the 
tbermometer  tube  closely,  should  overhang  the  cylinder,  and  be  separated  from  the 
latter  by  a  space  0.5  to  z  cm  high.  The  inner  surface  of  the  cylinder  must  be  a  poor 
reflector,  such  as  sheet  iron,  blackened  aluminum,  asbestos,  or,  a  deeply  corrugated 
surface. 

u  This  kngtli  was  arrived  at  as  follows:  The  minimum  distance  from  the  liquid  surface  to  the  bottom 
of  theaUdd  was  taken  as  6  cm,  excess  ol  length  ol  shield  over  length  ol  thexmometer  coil  6  cm,  distance 
TiilnMf  fui  iliiiilat  liintlMiiniiBmtf  1  flf  m.  aiirt  mlHimiim  rtiitsnic  fniiii  toy  id  uliirlil  tolrrrl  <if  tt>n  rif  iniii 
htionscm. 
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^Jt  the  iiwulr— ifiiwi  liae  k  Aarptr  defiacd  aad  ii  1  caor  sore  j&o««  t^  Irc^  of 
fketopof  IkeiaHilad^^ailcfiaL  ThedKB—cter>if  kf  dmitsAicid,»iBB  1*1 1I 
tBto  IJk  Tjpoc*  takni^  care  Id  ksw  IJk  tiboBKHBdcr  ooil  piDpcfly  kw'Mffi  Bitk.  icsped 
to  dK  lUcld.  awl  tlK  IbcfBowtcr  awl  dneld  cotnd  ia  dK  l^^  After 

ptrttiatdicf1icr»MWBftfriBti>diCT»portiMeiPMtbeaIkiiPBdfarflieli«c€fc^^ 

h«juicbic  pffuwic  are  thai  made.    la  all  caaes  care  dHmkl  be  takca  to  p«9ve  tiiat 
T»444?6d+ou09XO  (^— 760/— ^.000049  (^—7601.* 


tf  neeewy,  aeooont  ^boidd  be  taken  of  any  difference  in  preawre  buwixn  the 
Ic^eb  at  nfhjdi  the  tfatni  wiieter  bnlb  and  the  open  end  of  the  tMwwwtrr,  respectiTely , 
are  kxatcd.  Vtumats  are  to  be  exprejKd  in  tbe  eqoiTalent  miniiiirteis  of  nMremy 
St  o*  and  under  itandafd  gfavity  (^»98o.665>. 


«MffceiriMiwlM»b«ttilluBWilto«ofcBly»tfacbottaMqtftfactrfie.fc«MBtbcwf»wliiOMthct<)p 

»^Puj<*>i»cw).^i^«««mw<itiat*wkwittthBi|)|iiwiaiit»toiiWd«»ttoetteirfii  liiiaaaniie 
of  j0*  or  kw  with  tkc  IwdsoaUl.  fo  that  the  Mlplmr  OB  idMlifyiBC  cxtoids  alov  tkc  fl^ 

I  it  acr  be  OMhcd  dowa  wkh  kv  dnfcr  ol  biciUBC  the  tiriK.    Et«b  vhca  the  pnxednic 
t  k  iriBoinid.  tiiwilif  qtf  tiA«»  — y  be  waacrf  by  CM^oDy  mdtiat  the  ariphr  fnm  the 
V  •  baaan  hamcr  bcfape  applyiiV  beat  t»  tt  !■  the  appHitm. 

Washington,  January  22,  I9i9. 
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L  INTRODUCTION 

Inquiries  which  the  Bureau  has  received  from  time  to  time 
concerning  a  standard  method  for  making  freezing-point  deter* 
minations  of  substances  such  as  naphthalene  and  parafiGn  have 
made  it  evident  that  there  is  Kttle  uniformity  in  the  methods 
used  for  such  work  in  the  industries.  This  conclusion  has  been 
confirmed  by  an  inspection  of  Treasury  Decisions,*  in  which  one 
finds  disputes  arising  out  of  a  failure  of  industrial  laboratories  to 
agree  among  themselves  or  with  the  customs  laboratories  as  to 
the  methods  that  should  be  used  in  obtaining  solidification-point 
determinations  of  naphthalene,  which  tmder  a  law  of  191 6  will 
be  admitted  free  of  duty  if  its  solidification  point  is  below  79®  C. 
Naphthalene  solidifying  at  or  above  this  temperature  is  classi- 
fied as  refined. 

The  need  for  such  a  standard  method  and  apparatus  resulted 
in  the  calling  of  a  conference  of  officials  of  the  Customs  Service  at 

1  TtCMury  DrrMont,  Si,  Oct.  04, 19x8:  No.  7  (T.  D.  37790-0.  H.  8x97),  p.  5. 
U4037**— 19  185 
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the  Btireau  of  Standards  to  discuss  this  question.  This  confer- 
ence/ held  in  December,  191 7,  at  the  Bureau,  made  certain 
recommendations  in  regard  to  a  standard  method  for  obtaining 
the  freezing  point  of  naphthalene.  The  conference  recommended 
a  method  which  has  long  been  in  use  in  physical-chemical  work, 
namely,  the  constant-temperature  method.  The  details  of  the 
method  as  applied  to  determinations  of  the  solidification  point 
of  naphthalene  and  other  substances  will  be  described  later. 

n.    PRINCIPLES  XTNDERLYING  THE  CONSTANT-TEMPER- 
ATURE METHOD 

In  general,  an  impure  substance  does  not  have  a  definite  freez- 
ing point.  For  a  pure  substance  the  melting  and  freezing  points 
are  identical  and  either  may  be  defined  as  the  temperatine  at 
which  crystals  and  liquid  will  exist  in  contact  and  in  equilibritmi 
at  standard  atmospheric  presstire.  If  a  pure  liquid  is  allowed  to 
cool  slowly  enough,  the  temperature  will  be  observed  to  become 
constant  as  soon  as  crystals  begin  to  separate  out  and  will  remain 
constant  tmtil  all  or  a  considerable  part  of  the  substance  has 
solidified. 

This  constant  temperature  is  often  preceded  by  imdercooling, 
but  -as  soon  as  crystals  form  the  temperature  rises  sharply  to  the 
freezing  point,  which  may  thus  be  accurately  observed.  The 
amount  of  undercooling  which  takes  place  may  be  greatly  dinun- 
ished  by  stirring  the  liquid. 

The  experimental  determination  of  the  freezing  point  is,  there- 
fore, relatively  simple  if  a  sufficient  quantity  of  the  material  is 
used  so  that  the  temperature  can  be  measured  by  means  of  a 
thermometer  inserted  into  it.  Melting-point  determinations  by 
this  method  are  much  more  difficult  and  tmcertain  than  those  of 
freezing  point,  especially  for  solids  of  low  thermal  conductivity. 

If  an  impure  liquid  is  allowed  to  cool  slowly,  the  crystals  which 
separate  out  are,  in  general,  of  higher  purity  than  the  original 

*  Those  attending  this  oonlcrencc  were  T.  D.  Simons,  Baltimore;  D.  L.  Cobum,  Boston;  C.  C.  Roberts, 
Philadelphia;  J.  H.  Hines,  Chicago;  B.  R.  Pickrell.  New  York;  and  H.  L.  Barrick.  Washington,  from 
the  Treasury  Department;  and  C.  B.  Waters.  B.  P.  Moelkr,  R.  M.  Wilhehn,  and  J.  L.  Finkelstein  from 
the  Bureaa  of  Standards,  Washington. 
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material,  so  that  the  impurities  are  concentrated  in  the  liquid, 
which  results  in  a  continued  lowering  of  the  freezing  point  as  the 
freezing  progresses.  If  the  freezing  point  of  an  impure  liquid  is 
determined,  the  temperature  will,  therefore,  not  remain  constant ' 
at  any  time,  but  will  fall  slowly  after  freezing  has  b^^un.  It  will 
be  noted  that  the  initial  freezing  point — that  is,  the  temperature 
observed  just  after  crystals  are  beginning  to  form  or  immediately 
after  undercooling  ceases — ^bears  a  definite  relation  to  the  amount 
of  impurity  present.  When  the  freezing  point  is  used  as  a  criterion 
of  purity,  the  initial  freezing  temperature  is,  therefore,  the  one 
which  is  of  interest  and  is  by  definition  called  the  ''freezing"  or 
"solidification"  point.  In  dealing  with  more  or  less  indefinite 
mixtures,  such  as  paraflSn,  the  initial  freezing  point  is  also  by 
definition  taken  as  the  actual  freezing  point  of  the  substance. 

in.  THE   CAPILLARY-TUBE   METHODS 

Among  the  various  methods  used  to  determine  freezing  or  melt- 
ing points  those  which  make  use  of  a  capillary  tube  of  some  form 
are  very  cotomon.  Experiments  made  here  and  in  other  labora- 
tories have  demonstrated  that  the  capillary-tube  melting-point 
method  will  not  usually  give  so  consistent  nor  so  accurate  results 
as  the  constant-temperature  method.  In  special  cases,  however, 
when  only  a  small  quantity  of  material  is  available  or  when  speed 
rather  than  accuracy  is  desired,  it  may  be  more  satisfactory,  or 
even  necessary,  to  use  this  less-acctu-ate  method. 

IV.  PRELIMINARY  EXPERIMENTAL  WORK 

The  freezing-point  method  which  will  be  described  was  adopted 
as  the  result  of  experimental  work  done  at  several  of  the  customs 
laboratories  and  at  the  Bureau  of  Standards  dming  November  and 
December,  191 7,  on  various  types  of  apparatus  and  methods 
which  had  been  used  previous  to  that  time  in  customs  labora- 
tories. 

In  the  main,  three  t3rpes  of  freezing-point  apparatus  were 
investigated  at  this  Bureau,  and  determinations  were  made,  imder 
various  conditions,  of  the  solidification  point  of  piu*e  naphthalene. 
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ptire  naphthalene  to  which  other  substances  had  been  added,  and 
impure  samples  which  had  been  submitted  to  the  Bureau. 

The  three  tjrpes  of  apparatus  which  were  designated  as  Nos. 
I,  2y  and  3  may  be  briefly  described  as  follows : 

No.  I  was  practically  the  same  as  the  apparatus  which  will  be 
described  later  in  this  paper. 

No.  2  consisted  of  a  cylindrical  Dewar  or  vacuum  container,  20 
cm  in  depth  and  3  cm  in  internal  diameter,  in  which  the  test 
sample  was  allowed  to  cool  while  its  solidificsttion  point  was  being 
obseiVed. 

No.  3  consisted  of  a  J^-tnch  test  tube  containing  the  sample 
immersed  in  a  beaker  of  water  which  was  heated  sufficiently  to 
melt  the  naphthalene  and  then  allowed  to  cool  while  the  solidifi- 
cation point  was  being  observed. 

Comparative  measurements  made  with  the  three  types  of 
apparatus,  using  pure  naphthalene,  showed  that  consistent  and 
accurate  results  could  be  obtained  with  any  of  them  if  proper 
precautions  were  taken.  The  results  of  the  comparison  are  given 
in  Table  i. 

TABLE  1.— ATenges  of  Solidificati<m  Points  Found  for  a  Sample  of  Pure  Naphtha- 
lene with  Three  T^pes  of  Apparatua  and  with  Reaistance  and  Marcurial 
Thennometera. 


• 

rosMancd 
thennomfllar 

Mercwlal 

Ifcl                

•c 

aaio 
aaio 
aai2 

•c 

8a  08 

Ho.  2    

aaio 

Ho.  3. 

aaio 

The  choice  of  the  apparatus  can,  from  the  above  results,  be 
seen  to  depend  largely  upon  the  factors  of  simplicity,  convenience, 
availability,  and  speed. 

Apparatus  No.  i  seemed  to  possess  advantages  in  the  above 
respects  sufficient  to  warrant  its  adoption. 

In  the  experimental  work  a  platinum  resistance  thermometer,  a 
merctuial  thermometer  graduated  from  o  to  100°  C  in  0.2**  inter- 
vals, and  a  mercurial  thermometer  graduated  from  70  to  1 10°  C 
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in  0.1°  intervals  were  tised.  With  the  long  mercimal  thermome- 
ters the  stem  correction  was  large,  and  for  this  reason  the  short 
thermometer,  graduated  according  to  specifications  which  will  be 
given  later,  was  preferred.  Thermometers  graduated  for  partial 
immersion  did  not  seem  desirable. 
The  effect  of  adding  moisttue  to  the  pure  sample  is  given  below: 

•c 

Pore  sample  naphthalene,  solidification  point 8a  13 

3  per  cent  distilled  water  added,  solidification  point 79*  78 

Heated  one  hour  at  iio^,  solidification  point 8a  10 

This  experiment  shows  very  clearly  the  importance  of  desig- 
nating whether  or  not  the  sample  shall  be  dried  previous  to  mak- 
ing the  solidification  point  determination  if  consistent  results  are 
to  be  obtained. 

A  dry  sample  exposed  to  an  atmosphere  saturated  with  moisture 
in  a  closed  vessel  for  three  days  showed  no  change  in  the  freezing 
point. 

V.    DESCRIPTION    OF    STANDARDIZED     APPARATUS    AND 

METHOD 

The  following  is  a  description  of  the  apparatus  and  method 
finally  adopted  and  used  at  this  Bureau  for  the  determination  of 
the  solidification  point  of  naphthalene  and  recommended  in  the 
report  of  the  previously  mentioned  conference.  As  will  be  shown 
later,  the  method  can  be  used  satisfactorily  for  obtaining  the. 
freezing  points  of  parafl&ns  and  many  other  substances. 

Apparatus. — The  form  of  the  apparatus  shown  in  Fig.  i  con- 
sists of  a  ^-inch  test  tube,  7  inches  long  (a  stock  size)  sturotmded 
by  an  air  jacket  which  may  be  formed  by  a  bottle.  The  bottle  is 
closed  by  a  stopper  which  supports  the  test  tube.  The  test  tube 
carries  a  stopper  about  ^  inch  thick,  with  suitable  perforations 
for  thermometer  and  stirrer.  The  stirrer  consists  of  a  loop  of 
glass,  with  a  glass  stem,  the  loop  sturounding  the  thermometer. 
The  test  tube,  with  its  jacket,  is  placed  in  a  water  bath.  The 
level  of  the  water  in  the  water  bath  should  be  at  least  as  high  as 
the  level  of  the. melted  naphthalene.  A  stirrer  in  the  water  bath 
is  not  necessary. 
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Fig.  I.— Apparatus  for  determining  solidification  points 
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Thermometers. — ^The  thernjometer  used  is 
to  be  made  according  to  the  following  specifi- 
cations. The  use  of  other  suitable  thermome- 
ters— ^that  is,  thermometers  similar  to  this  but 
having  no  ice  point — ^is  permissible. 

The  general  appearance  of  the  thermome- 
ter is  shown  in  Fig.  2.  It  is  graduated  from 
-i^  to  +1^  and  from  74  to  102°  in  o°.i 
intervals. 

The  required  dimensions  are:  Total  length, 
33  to  35  cm;  diameter  of  stem,  5.5  to  6.5  mm; 
length  of  28°  interval  from  74  to  102®,  not 
less  than  18  cm;  bulb  same  diameter  as  stem, 
or  smaller,  length  not  over  4  fcm;  and  the  80® 
mark  not  less  than  14  cm  nor  more  than 
16  cm  above  bottom  of  bulb. 

The  bulb  should  be  made  of  suitable  ther- 
mometric  glass,  and  the  stem  of  enamel- 
backed  thermometer  tubing. 

The  graduation  lines  should  be  clear  and 
sharp,  and  their  thickness  should  be  not 
more  than  o.i  of  the  length  of  a  graduation 
interval.  The  longer  lines  should  preferably 
extend  equally  to, the  right  and  left  of  the 
shorter  ones.  The  numbers  should  be  placed 
as  shown  in  the  drawing.  The  bulb  shotdd 
be  thoroughly  annealed  to  prevent  change  of 
indications  with  time. 

The  manufacturer's  name  or  trade-mark 
and  a  serial  number  should  be  engraved  on 
the  thermometer. 

A  suitable  case,  preferably  of  brass,  with  a 
slip  or  screw  cap,  should  be  provided  for  the 
thermometer. 

The  correction  at  any  point  of  the  scale 
should  not  exceed  0.15°  C,  nor  should  the 
change  in  the  corrections  over  any  interval 
exceed  0.5  per  cent  of  that  interval.    These 
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requirements  apply  provided  the  thermometer  is  used  with  bulb 
and  mercury  column  at  the  same  temperature. 

Procedure. — (a)  Take  care  to  get  a  representative  portion  of  the 
sample,  break  up  lumps  or  moth  balls,  and  mix  thoroughly,  but 
avoid  loss  of  volatile  matter  as  much  as  possible.' 

(6)  Melt  the  naphthalene  by  immersing  the  test  tube  in  water 
heated  to  not  over  90°  C.  The  level  of  the  melted  naphthalene 
should  be  about  2  inches  below  the  top  of  the  tube  in  which  it 
is  contained.  If  a  large  number  of  determinations  are  to  be 
made,  a  lYater  bath  maintained  at  about  90^,  and  provided  with 
a  suitable  support  for  a  number  of  test  tubes,  will  be  found  con- 
venient. The  naphthalene  should  not  be  heated  above  90°  nor 
longer  than  necessary,  and  the  tubes  should  be  kept  closed  in 
order  to  avoid  loss  of  volatile  material. 

(c)  Transfer  the  naphthalene  to  the  apparatus  described  above. 
The  temperattu-e  of  the  water  bath  should  be  between  70  and 
75®  and  need  not  be  raised  during  the  determination.  Insert 
thermometer  and  stirrer,  which  may  have  been  previously  warmed. 
This  will  raise  the  level  of  the  melted  naphthalene  about  K  inch, 
and  the  level  should  then  be  about  K  i^ch  below  the  stopper 
(limits  of  yi  inch  to  ^  inch  permissible). 

The  bottom  of  the  thermometer  bulb  should  be  at' least  K 
inch  above  the  bottom  of  the  test  tube.  After  the  temperature 
of  the  naphthalene  reaches  81^,  take  readings  every  half  minute, 
stirring  the  naphthalene  continuously  but  not  violently.  In 
making  the  readings  estimate  to  the  nearest  oil  division  (o.oi^) 
and  take  the  usual  precautions  to  avoid  parallax.  'Readings 
may  be  more  easily  made  with  the  aid  of  a  magnifying,  glass; 
but  this  is  not  necessary.  The  solidifjong  point  corresponds  to 
the  first  series  of  five  or  more  readings,  during  which  the  tem- 
perature remains  constant  (dhange  not  over  0.02®).  Usually 
undercooling  will  occm*,  in  which  case  the  constant  temperature 
should  be  observed  immediately  after  the  tmdercooling  ceases. 
If  the  five  readings  are  not  identical,  take  the  average  of  the 
five  readings.  Apply  the  scale  and  stem  corrections.  The 
stem   correction  for  the  thermometer  specified  and   the  t)rpe 

*  In  view  ct  the  effect  ct  the  pretence  of  water  in  the  nmple  and  of  the  fact  that  the  water  can  be  easily 
removed  without  ipectal  refining  methods,  the  ooof erence  reoommended  that  the  sample  be  heed  from 
moisture  before  making  the  determination,  provided  such  procedure  %vere  permissible  under  the  law. 
In  a  recent  supplement  to  the  Manual  of  Methods  for  the  Port  of  New  York  directions  are  given  for  dry- 
ing the  naphthaknc  previras  to  the  solidificatioiKwint  determination. 
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of  apparatus  used  will  be  small  (about  0.03**)  and  may  therefore 
be  determined  once  for  all  according  to  the  following  formula: 

Stem  correction  equals  0.00016  NiT—i)  (centigrade  tempera- 
tures). 

iV= number  of  degrees  of  mercury  column  emergent. 

T- temperature  of  bulb, 
^-average  temperature  of  emergent  mercury  column. 

(d)  Repeat  the  determination  with  a  fresh  portion  of  the  sam- 
ple. The  two  determinations  should  agree  within  0.05®;  and  if 
they  do  not,  make  a  third  determination.    Average  the  results. 

It  is  to  be  noted  that  in  the  above  procedure  there  has  been 
incorporated  what  is  virtually  a  definition  of  the  solidification 
point,  namely,  the  temperature  at  wliich  solidification  begins. 
This  definition  was  adopted  by  the  conference  J[)ecause  the  deter- 
mination of  the  solidification  point  is  essentially  a  criterion  of 
purity,  and  it  is  the  depression  of  the  initial  freezing  point  below 
that  of  the  pure  substance  which  is  a  measure  of  the  amotmt  of 
impmity  present. 

Recommendations  substantially  the  same  as  the  above  were 
submitted  to  six  customs  laboratories  in  various  cities,  and  a 
cooperative  test  was  made  by  these  laboratories  and  the  Biu'eau 
on  three  samples  of  naphthalene. 

The  original  samples  were  received  at  this  Biureau,  and  sub- 
samples  were  carefully  taken  from  each.  These  subsamples  were 
then  sent  to  the  different  laboratories  along  with  thermometers 
made  according  to  the  specifications  previously  noted.  These 
thermometers  were  tested  at  the  Biu'eau  for  scale  errors  before 
sending  to  the  various  ofl&ces. 

The  solidification  points  obtained  at  the  various  laboratories 
and  at  this  Bureau  are  given  m  Table  2. 

TABLB  2.~8oliiUficatioii  Points  of  Three  Samples  of  Naphfludene  as  Meesured 
at  Six  Custonui  labontorios  and  at  the  Bnrean  of  Standards 
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It  caa  be  seen  that  the  results  obtained  at  the  various  labora- 
tories and  at  the  Biu'eau  are  in  good  agreement  except  those  re- 
ported for  laboratory  No.  I.  The  low  results  of  No.  I  may  be 
explained  by  the  fact  that  a  smaller  amount  of  naphthalene  than 
that  required  in  the  specifications  was  used.  This  laboratory 
failed  to  receive  a  copy  of  the  conference  report  and  used  a  method 
which  differed  in  some  essential  details  from  that  specified. 

The  agreement  of  the  various  laboratories  would  indicate  that 
determinations  of  the  solidification  point  of  naphthalene  in  the 
neighborhood  of  79°  C  are  reproducible  by  this  method  to  o.i  or 
0.2®  C.  The  experiments  of  the  Btureau  have  shown  that  for 
naphthalene  of  higher  purity  the  freezing  points  of  samples  can 
be  repeated  to  0.05®  or  better. 

VI,  SOLIDIFICATION  POINT  OF  PARAFFIN 

This  same  method  and  apparatus  with  slight  modifications  of 
thermometer  and  temperature  of  outer  bath  were  used  for  paraflBn 
freezing-point  determinations.     The  results  are  given  in  Table  3. 

TABLE  3.— DetMmiiuitions.  of  Solidification  Pointe  of  Tbiee  Samples  of  Pazaffin 
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a  The  average  reading  over  a  period  of  about  two  minutes,  during  whidx  temperature  remained  coasUat 
too.z*. 
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FlO.  3. — Solidification  curves  for  naphthalene 
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FhlkSlm]  Solidification  Point  Method 

The  above  results  indicate  that  the  determination  of  the  solic 
fication  point  of  paraffin  may  be  obtained  with  the  apparatuk 
described  to  an  accuracy  of  about  o.i°  or  better.  \ 

The  most  desirable  thermometer  for  paraffin  freezing-point  \ 
determinations  would  be  one  graduated  from  40  to  70°  C  or  higher  \ 
in  0.1  or  0.2®  intervals. 

If  such  a  special  thermometer  is  not  available,  consistent  and 
accurate  results  can  be  obtained  with  other  suitable  thermometers, 
provided  allowance  is  made  for  scale  error  and  error  due  to  the 
emergent  merciuy  column. 

In  paraffin  the  undercooling  preceding  solidification  is  scarcely 
observable.  The  constant-temperattu-e  phenomenon  is  also  not 
as  marked  as  in  naphthalene,  since  paraffin  is  a  mixttu-e  and  the 
composition  of  the  liquid  changes  as  solidification  proceeds. 
These  experiments,  however,  have  shown  that,  in  general,  the 
temperature  will  stay  constant  to  within  o.i®  for  about  two  min- 
utes if  the  apparatus  described  is  used. 

Some  typical  freezing-point  curves  of  naphthalene  and  paraffin 
are  shown  in  Figs.  3  and  4. 

This  method  has  been  applied  in  the  laboratory  to  the  deter- 
mination of  the  solidification  points  of  benzoic  add  and  also  of 
antifreezing  solutions,  brines,  fire-extinguishing  liquids,  etc.,  by 
the  substitution  of  a  cold  bath,  maintained  at  a  suitable  tempera- 
ture, for  the  heated  water  bath. 

Vn.  SUMMARY 

After  a  brief  treatment  of  the  definitions  of  melting  and  freezing 
points,  both  of  pure  substances  and  of  mixtures,  a  method  of 
making  soUdification-point  determinations  is  described.  This 
method,  which  is  an  adaptation  of  a  well-known  one,  was  recom- 
mended at  a  conference  of  Btueau  of  Standards  and  United 
States  customs  officials  and  was  adopted  by  the  U.  S.  Customs 
Service  for  the  determination  of  the  solidification  point  of  naph- 
thalene. The  method  has  been  applied  to  the  determination  of 
the  freezing  points  of  many  other  substances. 

Washington,  February  14,  1919. 
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I.  PURPOSE 

The  ptupos^of  this  work  was  to  obtain  general  information 
r^arding  the  effective  capacity,  effective  resistance,  true  capac- 
ity, true  inductance,  and  wave  length,  as  well  as  the  traxismit- 
ting  directional  effect  of  various  types  of  airplane  antmoas. 
In  addition  to  trailing  antennas  of  one,  two,  and  four  wires,  the 
constants  of  various  fixed  antennas  were  measured  in  an  attempt 
to  find  a  satisfactory  substitute  for  the  trailing  wire  at  short 
wave  lengths. 

n.  CAPACITT  AND  RESISTANCE  MEASUREMENTS 

U  APPARATUS 

All  measurements  were  made  in  flight,  using  a  continuous  wave 
oscillator  feeding  directly  into  the  antenna.  A  measurement  of 
the  effective  resistance  and  effective  capacity  of  each  antptitia 
was  made  at  several  different  wave  lengths,  from  which  resistance 
wave-length  and  capacity  wave-length  curves  were  drawn.  A 
wiring  diagram  of  the  test  set  tised  is  shown  in  Pig.  i.  It  may  be 
observed  that  this  is  the  familiar  Colpitts  circuit,  in  which  the 
antenna  takes  the  place  of  the  regular  coupling  condenser.  By 
changing  If  ^  from  A  to  B  a  dummy  antenna  is  substituted  for  the 

^  The  data  efrcn  in  thjt  pSDer  were  obtained  by  the  writer  while  an  officer  in  the  Signal  Corps,  United 
8tate»  Army,  and  Js  published  with  the  consent  of  tliis  ortanization. 
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one  under  test.  This  •  consisted  of  a  calibrated  straight  wire 
resistance  variable  in  steps  of  o.i  ohxp,  and  a  variable  condenser 
calibrated  for  both  capacity  and  resistance  at  various  wave  lengths 
and  angular  settings.  The  oscillator  and  dtunmy  antenna,  to- 
gether with  a  wave  meter  of  suitable  range,  were  mounted  on  the 
bakelite  panel  of  a  set  box  which  fitted  in  the  front  of  the  cockpit, 
convenient  for  reading  condensers  and  ammeters.  By  switch 
K2  the  wave  meter  could  be  open  circuited  and  thus  absorb 
no  energy.  All  condensers  were  shielded  by  grotmded  copper 
cases.  For  meastu-ements  at  short  wave  lengths  the  inductance 
was  made  by  winding  No.  14  wire  .on  a  wooden  toroidal  core, 
having  taps  every  three  turns  for  various  wave  lengths.     This 


^t=s> 


^      ^.. pi., 

o— xAAAAAAAA- 
^jmiry  Anfmnna 


<j?^*oV 


Pt/namoftyr 


Flo.  I. — Wiring  diagram  of  airplane  antenna  test  set 

eliminated  to  a  large  degree  all  stray  magnetic  fields.  Power  was 
supplied  by  a  lo-volt  storage  battery  and  a  300-volt  dynamotor, 
battery  driven.  A^,  Aj,  A^  are  ammeters  in  filament,  dynamotor, 
and  oscillating  circuits,  respectively.  A  grid  leak  of  50  000- 
ohms  shimted  the  variable  grid  condenser.  All  leads  carrying 
oscillations  were  made  as  short  as  possible  to  avoid  stray  capac- 
ities. 

2.  MAmPULATION 

The  eJBFective  capacity  was  determined  by  adjusting  the  induc- 
tance taps  and  grid  condenser  for  good  oscillation  at  approximately 
the  desired  wave  length,  with  the  antenna  in  circuit,  then  setting 
the  wave  meter  at  resonance.    The  switch  K^  is  next  turned  to 
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B  and  the  dummy  condenser  adjusted  until  the  wave  meter  is 
again  in  resonance.  From  the  condenser  calibration  the  capacity 
at  this  wave  length  may  be  obtained.  To  find  the  effective  re- 
sistance, having  set  capacities  as  above,  the  wave  meter  is  open 
circuited  l^  opening  K^  and  the  reading  of  A^  noted  with  K^  at  A; 
now  turning  K^  to  B,  R^  is  adjusted  until  the  A  2  reading  is  dupli- 
cated. From  the  calibration  of  R^  the  effective  resistance  is 
obtained.  This  ftunishes  a  very  acctu-ate  and  sensitive  means  for 
the  determination  of  effective  antenna  resistance.  By  varying  the 
grid  condenser  the  range  of  critical  sensitivity  may  be  set  at  any 


Pig.  2. — Sensitivity  cf  test  set  for  changes  in  the  resistance  of  the  oscillating  circuit 

resistance  value  desired.  Pig.  2  shows  the  effect  of  changing  the 
grid  condenser  setting,  giving  at  the  critical  range  a  change  of 
more  than  i  xmlUampere  for  o.i  ohm  change  in  resistance.  Thus 
if  the  resistance  be  first  found  approximately,  the  grid  condenser 
may  be  set  so  as  to  make  the  point  fall  at  a  sensitive  position. 

3*  THEORY 

Fig.  3  shows  typical  wave-length  capacity  and  wave-length 
resistance  ctirves.  At  longer  wave  lengths  the  effective  capacity 
becomes  asymptotic  to  a  value  which  is  the  natural  or  true 
capacity  Q.    Therefore,  since  at  the  natural  wave  length  the 
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total  reactance  of  the  antenna  is  zero  (i.  e.,  for  an  infinitesbnal 

applied  voltage  a  large  current  flows  in  the  antenna),  —^  effective 

is  zero.  But  the  effective  capacitance  at  all  times  equals  the 
difference  between  the  natural  capacitance  and  natural  inductive 
reactance,  or 

-T^effective-— ^  -La« 


^o-^^o-r^^H 


or, 

and  Xo-2tVL«Co 

The  natural  wave  length  may  be  approximated  graphically  by 
noting  the  ordinate  to  which  either  the  resistance  or  effective 


Fio.  ^.-—Constants  of  a  typical  fix^  airplam  antenna 

capacity  curves  are  asymptotic;  or,  better  still,  since  at  wave 
lengths  above  the  fundamental  the  capacity  reactance  predomi- 
nates, by  plotting  an  effective  capacitance  wave-length  curve  as 
shown  in  C,  Pig.  3,  practically  a  straight  line  is  ob]tained«  This 
may  be  extended  to  intersect  the  wave-length  axis,  thus  giving 
the  nattu-al  wave  length.     Instead  of  the  effective  capadtanoe 

-pr  effective,7T  effective  may  be  used  as  well,  since  not  actual  re- 

actance  values  but  oiily  the  intersection  of  the  Une  with  the  axis 
is  desired. 

The  curve  shown  in  B,  Fig.  3,  gives  effective  antenna  resistance. 
This,  of  course,  is  the  resultant  of  several  components.    Fig.  4 


Digitized  by 


Google 


C«*| 


Airplane  Antenna  Constants 


203 


sho^vs  tiie  manner  in  which  the  components  m^ht  be  expected 
theoretically  to  change  with  increasing  wave  length;  b  represents 
the  pure  ohmic  resistance  due  to  the  metallic  conductors.  At 
long  wave  lengths  this  is  practically  a  constant,  but  increases 
sUghtly  at  short  wave  lengths  due  to  skin  effect,  shown  by  h^. 
If  S}  denotes  the  sum  of  the  direct-current  reisistance  R^  plus  the 


additional  resistance  due  to  skin  effect,  at  very  short  wave  lengths 
an  approximate  f ormtda  for  the  variation  of  /?*  is 

But  as  X  increases,  the  approximate  formula '  becomes 

Curve  c  represents  resistance  due  to  dielectric  loss.     In  this 
respect  an  antenna  like  a  condenser  has  a  phase  angle,  and  may 

s  Flemmg,  Princif>lcs  of  Eke  Wore  Tdegraphy,  p.  137. 
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be  considered  as  a  resistance  and  a  pure  capacity  in  series,  the 
resistance  increasing  as  the  first  power  of  the  wave  length.  The 
location  of  the  dielectric  producing  the  loss  has  been  the  subject 
of  considerable  investigation.  Dr.  J.  M.  Miller  *  has  shown  that 
the  earth,  as  was  commonly  assumed,  is  rarely  the  cause,  but 
rather  dielectrics  in  the  proximity  of  the  antenna.  It  is  of  inter- 
est to  observe  that  this  effect  was  not  noted  in  any  of  the  airplane 
measurements  made. 

Curve  d  represents  any  eddy  ciurent  or  hysteresis  losses  that 
might  occiu".  It  would  be  difficult  to  separate  these  from  the 
radiation  resistance,  but  they  are  perhaps  both  entirely  n^ligible. 
They  would  increase  approximately  with  the  frequency.  Curve  a 
represents  that  part  of  the  resistance  due  to  electromagnetic 
radiation.  It  is  this  factor  which  it  is  desirable  to  have  as  large 
as  possible.  By  considering  a  grotmded  antenna  as  one-half  of  a 
Hertz  oscillator,  it  has  been  shown  that 

R^  =  i6oW  Y  )  oh^i^  approximately. 

Where  h  is  the  length  of  wire,  X  the  wave  length  and  a  represents 
the  form  factor  or  approximately  the  ratio  of  the  average  cturent 
along  the  antenna  length  to  the  value  at  the  base.     For  an  antenna 

oscillating  at  its  natural  wave  length  this  has  the  value  -,  but  for 

a  loaded  antenna  as  is  common  in  practice  the  cturent  distribution 

ctuve  is  practically  a  straight  line  and  a =~.     Then  for  an  airplane 

antenna  of  length,  say,  200  feet,  transmitting  at  a  wave  length  of 
400  meters,  /?a'=6  ohms  approximately,  and  at  1000  meters 
i?a  =  I  ohm  approximately. 

4.  RESULTS 

(a)  Fixed  Antennas. — Measurements  were  made  upon  fixed 
antennas  over  a  range  in  wave  length  from  60  to  160  meters.  In 
all  cases  the  airplane  wires  bonded  together  were  used  as  groimd. 

Fig.  5  shows  some  of  the  arrangements  of  wires  measured. 
Most  of  these  were  first  meastured  close  to  the  plane,  then  raised 
on  2-foot  and  then  4-foot  masts.  The  change  from  close  to  plane 
to  2-foot  mast  produced  a  much  larger  decrease  in  natural  capacity 
than  the  change  from  2  to  4  foot  masts.    The  raise  in  height, 

*  Bur.  of  Standards  Sdentific  Paper  Na  396. 
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however,  is  accompanied  by  an  increase  in  radiation  resistance. 
T3rpical  wave-length  capacity  and  wave-length  resistance  ciUTves 
of  the  fixed  antennas  are  shown  in  Fi?.  3.    This  is  for  an  antenna 


ffl^g). 
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Fio.  5. — Types  affixed  airplane  anUnnas 

of  the  form  D  shown  in  Pig.  5  raised  on  masts  2  feet  high.  The 
height  of  mast  used  is  determined  by  the  maximum  wind  resistance 
allowable,  as  well  as  by  the  electrical  characteristics.    Antenna 

116658^—19 2  • 
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form  D,   Fig.  3,  is  about  equivalent  in  characteristics  to  a  single 
45-foot  trailing  wire  except  that  it  is  not  so  directional  in  trans- 


FiO.  6. — Summary  cf  the  constants  for  various  lengths  cfsingle-^re  antennas 

mitting.  Using  this  antenna  and  a  single  tube  oscillator,  voice 
signals  have  been  heard  at  a  distance  of  15  miles  from  plane  to 
ground,  using  a  three-tube  receiver. 
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(b)  Trailing  Antennas. — ^Measuiements  were  made  upon  trail- 
ing wiies  over  a  wave-length  range  from  100  to  600  meters.  The 
single-wire  anteima  was  attached  by  an  insiilator  and  40-inch 


Fio.  y.-^-vStimmary  cf  the  constaHUfor  various  lengths  of  two-wire  antennas 

String  to  the  inside  strut  of  the  plane.  The  position  of  the  lead 
in  wire  is  quite  an  important  factor  in  determining  the  total 
capacity  of  the  antenna  and  should  be  kept  as  far  as  possible  from 
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the  wire  network  of  the  machine.  Various  lengths  of  wire  were 
thus  used,  and  in  Pig.  6  the  results  are  summarized  by  plotting 
capacity  length  of  wire  and  resistance  length  of  wire  curves  at 


Fto«  S,^^Summary  of  the  constants  for  various  Ungths  of  four-wire  antennas 

various  wave  lengths.  Thus  the  characteristics  for  any  wire 
length  may  be  obtained  by  taking  the  ordinates  of  the  various 
wave-lengtti  curves  at  that  abscissa.    Fig.  7  shows  a  like  sum- 


Digitized  by 


Google 


C4mk] 


Airplane  Antenna  Constants 


209 


maiy  for  a  two-wire  antenna  attached  as  shown  in  the  figure, 
using  the  wires  in  parallel  against  airplane  wires  as  ground* 
Data  were  also  obtained  using  one  wire  as  the  grotmd  and  the 
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Fig.  9 — Comparison  cf  the  constants  of  a  100-foot  trailing  antenna  of  one,  two,  and 

jour  wires 

Other  as  antenna.  The  capacity  in  this  case  is  very  greatly  re- 
duced, and  the  radiation  resistance  is  also  less.  Fig.  8  shows  a 
summary  of  a  four-wire  antenna,  using  machine  as  groimd.    This 
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antenna  has  a  very  large  capacity,  as  would  be  expected.  Pig  9 
shows  a  comparison  of  the  characteristics  of  a  100-foot  single, 
two,  and  four  wire  antenna.  The  resistance  could  in  no  case  be 
observed  to  increase  at  longer  wave  lengths  due  to  dielectric 


The  effect  of  the  same  antenna  on  different  planes  was  also 
tried.  Fig.  10  shows  a  tjrpical  trailing  wire  antenna  on  .A,  a 
DeHaviland  plane,  A^  a  Ciuiiss  training  plane^i4i  &  Curtiss  plane 
with  a  fine  network  of  wires'  in  wings  placed  there  to  improve  the 


FlG.  10.— il  comparison  of  tko  consiafUs  of  tko  samo  anionna  on  difftrent  types  of  airplams 

plane  for  radio  purposes.  While  the  capacity  of  A^  was  larger 
than  A^,  its  radiation  resistance  appeared  less  and  results  in- 
dicated that  the  unmetallized  plane  shotdd  actually  be  a  better 
transmitter  than  ^l^.  While  the  final  demonstration  of  this  was 
interrupted,  preliminary  results  with  actual  sets  in  use  seemed  to 
indicate  it. 

The  capacity  values  mentioned  herewith  are  perhaps  accurate 
to  within  10  micro-microfarads,  as  repeat  tests  did  not  differ  by 
this  amount.  The  resistance  values,  however,  may  be  in  error 
by  20  per  cent,  especially  at  the  longer  wave-length  values. 
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In  order  to  detamine  the  directional  transmitting  effect  of 
the  various  antennas,  a  receiving  set,  as  shown  in  Fig.  ii,  was 
connected  to  a  symmetrical  vertical  wire  antenna.  The  receiv- 
ing set  consisted  of  a  detector  tube  with  grid  at  positive  potential 
and  a  three-stage  audio-amplifier  with  tubes  having  a  negative 
grid  potential.  In  the  plate  circuit  of  the  last  tube  was  placed 
the  primary  circmt  of  a  transformer  with  secondary  connected 
to  the  heater  of  a  thermocouple.  The  output  emf  of  the  thermo- 
couple was  connected  to  a  sensitive  Paul  microammeter.    Then 


^^w^   Otfwefor 


Aff^ffmf^ 


Fio.  w^^-Wifing  diagram  of  receiving  set 

with  a  modulated  tmdamped  transmitter  the  plane  flew  over  a 
marked  distant  point  in  the  different  directions  of  the  compass. 
When  directly  over  the  point  the  operator  shut  off  the  trans- 
mitter, and  at  the  receiving  station  the  microammeter  reading 
just  before  dropping  to  zero  was  recorded. 

As  it  would  be  very  diflScult  to  compute  mathematically  the 
exact  relation  between  microammeter  reading  and  received 
energy,  since  it  would  necessitate  knowing  just  where  on  its 
characteristic  cmve  each  tube  was  being  worked,  the  following 
test  was  made.  The  cinrent  in  the  transmitting  antenna  was  set 
at  various  known  values,  as  /^  and  Z,,  and  the  corresponding 
micro-ammeter  readings,  Q  and  C,  taken,  wave  length  and  direc- 
tion remaining  the  same;  the  constants  should  remain  almost  the 
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same  if  the  amplitude  of  the  incoming  wave  did  not  vary  greatly. 
Thus,  assiune — 

and, 

^     log  A- log  J3 
""logCi-logC, 

This  means  then  that  if  the  microammeter  readings  are  to  be 
proportional  to  transmitted  currents,  they  must  be  raised  to  the 
a  power,  or,  if  proportional  to  energy  to  the  2  a  power. 


Fio.  xa. — Directional  effect  of  a  two  iraiUng  wire  airplane  antenna 

Making  this  correction  in  the  data,  the  trailing  wire  antenna  is 
found  to  be  quite  directional,  giving  about  twice  the  radiation  in 
the  direction  of  motion  that  it  does  in  the  reverse  direction,  as 
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shown  by  Fig.  12.    The  fixed  antennas  are  not  decidedly  direc- 
tional. 

The  directional  effect  is  probably  a  function  of  the  relation 
between  the  antenna  length  and  the  wave  length.  A  theoretical 
explanation  of  this  effect  is  quite  diflScult.  The  electrostatic 
component  of  the  electromagnetic  field  at  a  distance  r  from  a 
radiator  having  a  length  component  perpendicular  to  r  of  A  sin  a 
and  a  current  of  /g  is  * 

El  =  2  TT  Va  — ^ ~  where  F,  =3  x  io*<' 

and  the  magnetic  component  at  right  angles  and  in  the  same  phase 

- -.  hsin  al^ 

From  these  equations  ciurents  parallel. with  the  antenna  wire 
should  have  no  effect  upon  the  energy  received  at  points  directly 
in  line  with  the  wire,  forward  or  backward.  This  energy  must, 
then,  be  due  to  radiation  from  perpendicular  currents.  It  may 
be,  however,  that  the  inclination  of  the  antenna  with  the  horizon- 
tal line  of  flight  presents  a  perpendicular  radiating  component  to 
a  -point  forward,  which  would  be  less  or  entirely  lacking  to  a  point 
in  the  rear.  In  general,  any  explanation  of  the  directive  effect  of 
the  Marconi  bent  antenna  when  used  over  sea  water  would  apply 
to  the  airplane  antenna. 

This  opportimity  is  taken  to  express  thanks  to  A.  A.  Oswald,  of 
the  Western  Electric  Co.,  for  valuable  suggestions  given,  and  to 
those  ofl&cers  and  enlisted  men  of  the  Signal  Corps  by  whose 
authority  and  assistance  this  work  was  made  possible. 

Washington,  February  21,  191 9. 

*  J.  Zomeck,  Wireless  Telegraphy,  p.  35;  Feb.  ax,  19x9. 
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REFLEXmNG  POWER  OF  STELUTE  AND  LACQUERED 

SILVER 


By  W.  W.  CoblentzandR  Kahler 


I.  REFLECTIVITY  OF  STELLITE 

In  a  previous  coxmnunication  *  data  were  published  on  the  re- 
flecting power  of  stellite  which  is  reported  to  be  an  alloy  princi- 
pally of  chromium,  cobalt,  and  molybdenum.' 

The  apparatus  used  was  a  mirror  spectrometer,  fluorite  prism, 
and  a  vacuum  thermopile  of  bismuth  silver,  as  described  in  previ- 
ous papers.  The  source  of  radiation  was  a  Nemst  glower.  The 
reflectivity  data  were  obtained  by  comparison  with  silver.  In 
order  to  determine  the  absolute  reflecting  power,  the  observed 
data  were  corrected  for  absorption  by  the  silver  mirror. 

TABLE  l.-Aeflecting  Power  of  StelUte 


M*0.001  nun 

Refleettflty 

No.l 

If 0.2 

&45 

Pwoant 
62.0 

Percent 
64.0 

.SO 

63.6 

.  66iO 

.55 

64.5 

69.5 

.60 

65.2 

71.0 

.65 

65.8 

72.2 

.70 

66.5 

72.5 

.80 

67.5 

73.0 

.90 

6&3 

73L5 

1.00 

68.9 

74.0 

t20 

701 

74.5 

t40 

71.2 

710 

1.50 

7L9 

75.3 

1.75 

73.3 

76.0 

2.00 

74.7 

76.8 

2.50 

77.1 

7&6 

3.00 

79L2 

800 

3.50 

81.0 

81.4 

4.00 

82.5 

82.8 

The  sample  examined  (No.  i  in  Table  i)  was  plane,  quite  highly 
polished,  but  it  was  not  of  uniform  homogeneity.  The  new  data 
presented  herewith  were  obtained  on  a  very  homogeneous,  highly 


*  This  Bulletin,  14,  p.  3x5;  19x7. 
120127*— 19 


s  Obtainable  from  the  Haynes  Stellite  Co.,  Kokomo.  Ind. 
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polished  plane  mirror  (sample  No.  2,  Table  i),  about  3  cm.  in 
diameter.  Its  optical  properties  differ  from  those  of  the  preceding 
sample  in  that  the  reflecting  power  is  considerably  higher  in  the 
blue  and  yellow  part  of  the  spectrum.  Beyond  3  m  in  the  infra-red 
the  reflecting  power  of  these  two  samples  is  practically  the  same. 
Evidently  the  reflecting  power  will  be  greatly  affected  by  the 
composition  of  the  alloy  and,  hence,  in  exact  work  where  steUite 
mirrors  are  used,  the'  reflecting  jx>wer  of  new  samples  should  be 
determined.  However,  the  present  data  give  one  some  idea  of 
what  is  to  be  expected  in  comparing  the  reflecting  power  of  this 
xnaterial  with  that  of  other  metals  used  for  reflecting  mirrors. 

II.  REFLECTIVITY  OF  LACQUERED  MIRRORS 

Theoretically  a  lacquered  silver  mirror  should  reflect  almost  as 
much  light  as  does  an  imlacquered  surface.  In  practice,  however, 
the  reflecting  power  was 'found  to  vary  greatly  with  the  homo- 
geneity of  the  lacquered  surface. 

For  making  these  tests,  various  water-white  silver  lacquers 
such  as  "Albaline,'*  "Zapon,"  etc.,  were  diluted,  filtered,  and 
poinded  upon  freshly  polished  silver-on-glass  mirrors.  The  excess 
material  was  allowed  to  drain  off  and  the  mirror  placed  in  a  level 
position  to  dry. 

A  newly  lacquered  silver  mirror  was  found  to  reflect  from  70  to 
75  per  cent  of  the  incident  yellow  light.  In  the  red  end  of  the 
spectrum  it  reflected  from  80  to  85  per  cent,  as  against  90  to  95 
per  cent  for  unlacquered  silver.  No  doubt  by  using  an  especially 
prepared  lacquer,  which  has  been  thoroughly  filtered  to  remove 
the  discrete  particles  of  nitrocellulose,  a  higher  reflecting  power 
can  be  obtained. 

.  In  the  near  infra-red  where  nitrocellulose  is  free  from  absorption 
bands  the  reflecting  power  increased  gradually  to  about  95  per 
cent,  but  beyond  3  /x  the  reflectivity  curve  shows  deep  indentations 
owing,  to  selective  absorption  of  the  lacquer. 

Ef]ect  of  Ultra-Violet  Light. — Lacquered  silver  mirrors  can  not 
be  used  near  sources  of  ultra-violet  light  owing  to  photochemical 
action  which  occurs  in  the  lacquer.  As  a  result  the  silver  under 
the  lacquer  is  turned  brown  in  color,  following  exposure  to  a 
carbon  arc  or  a  quartz  mercury  vapor  lamp. 

For  example,  after  six  hours'  exposure  at  a  distance  of  0.5  meter 
from  a  small  (15  amp.)  carbon  arc,  it  was  found  that  a  lacquered 
silver-on-glass  mirror  had  changed  to  a  brownish  color,  which 
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greatly  increased  the  absorption  in  the  violet.     This  is  well  illus- 
trated in  the  last  column  of  Table  2. 

From  these  data  it  is  evident  that,  in  a  powerful  searchlight, 
such  a  lacquered  silver  nairror  would  be  injured  in  a  few  hours. 
A  bare  nickel-plated  glass  mirror  would  be  just  as  efficient.  A 
gold-plated  mirror  would  be  more  satisfactory. 

TABLE  2.— Reflecting  Power  of  a   Lacquered    Silver  Mirror  Before  and  After 
Exposure  to  Ultra-Violet  Light 


Wave  length  in 
M-O-OOlmm 

Reflectivity 

Before  exposure 

After  exposure 

ass 

Percent 
6&6 

Percent 
62.0 

.60 

715 

68.7 

.6S 

77.0 

73.8 

.70 

79.8 

77.5 

,1S 

81.9 

8a5 

LOO 

87.8 

.... 

1.25 

9a8 

.... 

1.S0 

912 

.... 

2.00 

95.0 

.... 

m.  SUMMARY 

The  object  of  the  present  paper  is  to  give  data  on  the  reflecting 
power  of  the  latest  production  of  stellite  and  also  of  lacquered 
silver  mirrors.  It  is  shown  that  the  reflectivity  of  stellite  varies 
somewhat  in  the  visible  spectrum  depending  upon  the  homo- 
geneity and  no  doubt  upon  the  exact  composition  of  the  alloy. 

Data  are  given  on  the  reflecting  power  of  lacquered  silver 
mirrors,  before  and  after  exposure  to  ultra-violet  light.  It  is 
shown  that  owing  to  photochemical  action  in  the  lacquer  the 
silver  is  turned  brown  in  color,  thus  reducting  its  reflecting  power. 

Washington,  April  4,  191 9. 
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L  INTRODUCTION 

One  of  the  practical  applications  of  magnetic  analysis  consists 
of  the  detection  of  flaws  in  bar  stock  used  in  the  manufacture  of 
steel  products.  At  the  request  of  the  Ordnance  Department  of 
the  Army  and  the  Winchester  Repeating  Arms  Co.,  an  investiga- 
tion was  undertaken  during  the  war  with  the  end  in  view  of  apply- 
ing this  method  of  magnetic  analysis  to  the  testing  of  rifle-barrel 
steel. 

In  view  of  the  fact  that  flaws,  generally  consisting  of  pipes  or 
slag  inclusions,  interfere  with  the  drilling  of  the  barrels  or  may 
possibly  affect  their  strength,  it  was  considered  that  a  nonde- 
structive test  which  would  detect  and  locate  such  flaws  before 
further  work  had  been  done  on  the  barrels  would  prove  to  be  of 
great  value.  Such  a  method  of  inspection  would  make  possible 
not  only  the  rejection  of  faulty  material,  but  also  the  acceptance 
of  all  the  satisfactory  bars  in  a  given  shipment  and  thus  effect  a 
great  saving  both  of  material  and  labor.  It  is  the  object  of  this 
paper  to  describe  the  apparatus  used  in  the  investigation  and  to 
present  the  results  thus  far  obtained. 

n.  THIORY 

The  method  employed  was  that  of  the  determination  of  the 
degree  of  magnetic  xmiformity  along  the  length  of  the  bars,  based 
upon  the  theory  that  if  a  bar  is  uniform  magnetically  along  its 
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length,  it  is  also  uniform  mechanically.  A  number  of  barrel 
forgings  were  first  tested  by  a  point-by-point  method  originally 
used  for  the  examination  of  bars  intended  for  magnetic  standards 
and  which  has  already  been  described.*  Pig.  i  shows  a  specimen 
curve  obtained  by  this  method,  and  Fig.  2  is  a  photograph  showing 


D15TAMCC  Atone  Bar-ck 


Fio.  I. — Magnetic  uniformity  curoe.    Piped  sample 

the  flaw  which  was  indicated  by  this  cmrve.  Since  this  method 
is  not  adapted  to  the  examination  of  very  long  bars,  and  is  too  time- 
consuming  for  a  commercial  test,  it  was  decided  to  use  a  somewhat 
different  method,  substantially  similar  to  that  used  by  Burrows  * 
for  the  examination  of  steel  rails.     In  this  method  the  magnetizing 

^  Snfofd.  The  Determinatioa  of  the  Degree  of  Unlfonmty  of  Bars  for  Magnetic  Staadanb,  Bureau  of 
Standards  Scientific  Papers  No.  395* 

>  Burrows.  Correlatian  of  the  Magnetic  and  Mechanical  Properties  of  Steel.  Bureau  of  Standards  Sctca- 
tific  Papers  No.  373,  p.  aqj. 
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Fig.  2. — Photograph  of  the  flaw  indicated  in  the  curve  of  Fig.  I 
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Fig.  3. — Apparatus  assembled  at  the  Bureau  of  Standards 
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force  is  applied  by  means  of  a  solenoid  which  surrotinds  the  bar 
and  travels  along  its  length.  Mounted  within  this  magnetizing 
solenoid  is  a  test  coil  by  means  of  which  variations  in  magnetic 
flux  within  the  bar  can  be  measured.  If  the  bar  is  magnetically 
uniform  along  its  length  its  permeability  is  constant  for  a  given 
magnetizing  force  and  the  magnetic  flux  at  each  point  as  the 
solenoid  is  moving  along  is  constant.  If  this  is  the  case,  there 
will  be  no  electromotive  force  induced  in  the  test  coil  as  the  solenoid 
travels  the  length  of  the  bar.  If,  on  the  other  hand,  the  permea- 
bility is  not  constant,  the  flux  will  vary  and  a  corresponding 
electromotive  force  will  be  induced  in  the  test  coil  which,  if  the 
coils  are  moved  at  a  constant  speed  along  the  bar,  is  proportional 
to  the  change  in  flux.  If,  instead  of  using  a  single  test  coil  in  the 
manner  just  described,  we  use  two  test  coils  connected  in  series 
opposition  we  obtain  a  result  that  is  practically  not  affected  by 
slight  variations  in  the  magnetizing  current  during  a  nm,  as  any 
variations  in  flux  linked  with  one  coil  is  neutralized  by  correspond- 
mg  changes  in  the  other. 

m.  DESCRIPTION  OF  APPARATUS  AND  PROCBDURB 

Fig.  3  is  a  photograph  of  the  apparatus  as  set  up  at  the  Bureau 
of  Standards  for  preliminary  experiments  before  it  was  taken  to 
the  Winchester  plant  at  New  Haven  for  test  imder  factory  con- 
ditions. The  bar  to  be  examined  is  clamped  at  the  centers  of  two 
triangular  end  plates  of  cast  iron.  These  end  plates  are  sup- 
ported by  three  wrought-iron  pipes  which  also  constitute  the 
return  circuit  for  the  magnetic  flux  induced  in  the  test  bar.  The 
magnetizing  solenoid,  which  is  shown  in  more  detail  in  Pig.  4, 
is  supported  between  the  pipes  by  means  of  cords  running  over 
pulleys  and  carr3ang  counterweights  which  hang  inside  the  sup- 
porting pipes.  One  of  these  cords  is  continuous  and  runs  over  a 
drum  motmted  on  the  shaft  of  a  small  electric  motor.  By  means 
of  this  arrangement  the  coils  can  be  nm  up  and  down  along  the 
length  of  the  bar.  Magnetizing  current  is  supplied  to  the  solenoid 
by  means  of  a  storage  battery  and  regulated  by  means  of  sliding 
rheostats.  The  guiding  rollers  shown  in  Fig.  4  were  later  arranged 
to  bear  on  the  test  bar  instead  of  on  the  iron  pipes,  as  it  was 
found  that  many  of  the  bars  were  not  straight.  The  test  coils 
are  mounted  on  a  separate  tube  and  their  position  is  adjustable. 
These  test  coils  have  500  tiuns  each,  and  are  connected  through 
suitable  resistances  to  the  galvanometer  shown  at  the  right  of  the 
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apparatus  in  the  photograph.  Deflections  of  the  galvanometer 
are  observed  by  means  of  a  spot  of  light  reflected  from  its  mirror 
onto  a  gromid-glass  scale.  Permanent  records  of  these  deflec- 
tions are  made  by  means  of  a  photographic  arrangement  which 
consists  of  a  long  light-tight  box  upon  one  end  of  which  is  mounted 
an  ordinary  oscillograph  dnun  which  carries  the  photographic 
film.  This  dnun  is  rotated  at  the  proper  speed  by  means  of  a 
belt  connected  to  the  driving  motor  of  the  apparatus.  By  means 
of  contacts  located  at  i-foot  intervals  on  the  driving  cord,  a  light 
is  flashed  inside  the  box  which  makes  a  record  on  the  film  for  each 
foot  of  travel,  and  thus  affords  a  means  for  locating  the  position 
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FlO.  5. — Diagram  of  ^Udrical  connections 

on  the  bar  of  any  observed  nommiformity.    A  diagram  of  the 
electrical  connections  is  given  in  Fig.  5. 

When  a  photographic  record  indicating  the  magnetic  uniformity 
of  a  bar  is  to  be  made,  the  procediu-e  is  as  follows:  The  bar  is 
clamped  in  the  apparatus,  the  galvanometer  circuit  is  then  closed, 
and  the  dnun  carrying  the  photographic  film  is  given  one  com- 
plete revolution.  The  spot  of  light  reflected  from  the  galvanome- 
ter mirror  thereby  traces  a  straight  line  which  serves  as  the  refer- 
ence axis.  The  switch  M  is  then  closed  and  the  magnetizing 
current  is  adjusted  to  the  proper  value  by  means  of  the  regulating 
rheostat  R.  With  the  galvanometer  connected  either  to  the  single 
test  coil  or  the  differential  coils  as  desired,  the  driving  motor  is 
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Fig.  4. — Magnetizing  solenoid  and  test  coils 
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then  started  and  the  coil  is  nin  the  length  of  the  specimen  with 
the  film  holder  rotating  at  a  uniform  speed.  Most  of  the  records 
have  been  made  by  running  the  coils  in  one  direction  with  the 
galvanometer  connected  to  the  single  test  coil,  and  in  the  other 


3  -f/  5 

•  Fio.  C^Rtcord  with  tingle  test  coil 

direction  with  the  galvanometer  connected  to  the  differential  coils. 
Fig.  6  shows  a  record  taken  by  the  use  of  the  single  coil,  and 
Fig.  7  shows  the  corresponding  record  taken  with  the  differential 
coils.  A  rectangle  is  drawn  on  each  of  these  records  to  show  the 
position  and  extent  of  a  strip  of  transformer  iron  which  was 
attached  to  the  bar  in  order  to  give  the  effect  of  a  flaw. 


««c^ 
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IV.  PRELIMINARY  STUDY  AND  ADJUSTMENT 

After  the  apparatus  was  completed  and  set  up  in  the  laboratory, 
it  was  necessary  to  consider  a  ntmiber  of  points  in  connection  with 
its  operation  and  to  decide  upon  the  proper  adjustment  of  the  test 
coils.  The  points  to  be  considered  included  the  proper  flux 
density,  B^  in  the  specimen,  the  proper  speed  for  the  moving  coils, 
the  period  of  the  galvanometer  and,  as  just  mentioned,  the  best 
location  of  the  test  coils.    As  a  result  of  observations  taken  under  a 
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great  variety  of  conditions,  it  was  found  that  a  flux  density  of 
approximately  15  000  gausses  gives  the  best  results.  The  speed 
of  travel  finally  adopted  was  approximately  }4  foot  per  second. 
It  is  necessary  in  order  to  insure  that  the  record  gives  a  true  indi- 
cation of  the  condition  of  the  specimens  that  the  galvanometer 
have  a  fairly  short  period.  If  the  period  is  too  long,  the  galvanome- 
ter does  not  follow  closely  the  changes  in  the  induced  electromotive 
force.  A  period  of  approximately  one  second  was  found  to  be 
satisfactory.  The  photograph  of  the  test  coils  shows  only  two  coils 
in  position.    For  convenience,  however,  a  third  coil  was  made, 
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and  the  differential  coils  were  located  10  cm.  apart  and  equidistant 
from  the  single  coil  which  was  located  at  the  middle  of  the  mag- 
netizing solenoid.  With  this  S3rmmetrical  arrangement,  records 
could  be  duplicated  by  nmning  the  coils  in  either  direction. 

A  preliminary  exploration  to  determine  the  flux  distribution 
along  the  specimen  for  different  positions  of  the  magnetizing 
solenoid  was  made  by  a  point-by-point  method,  using  the  single 
test  coil  connected  to  a  ballistic  galvanometer.  Readings  were 
taken  upon  reversal  of  the  magnetizing  cturent.  The  result  of 
this  exploration  showed  that,  for  a  given  magnetizing  current,  the 
flux  is  constant  at  different  points  along  a  uniform  bar  except  for 
the  regions  very  near  the  ends. 
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In  order  to  study  the  effect  of  flaws  varying  in  extent  and  kind, 
a  number  of  records  were  made  on  a  bar  previously  found  to  be 
uniform,  to  which  were  attached  strips  of  transformer  steel  of 
v^ous  shapes  and  sizes.  This  procedtue  was  necessary,  because 
of  the  diflSculty  of  producing  longitudinal  flaws  by  artificial  means. 
Fig.  8  shows  the  shapes  and  dimensions  of  the  strips  thus  used. 
Figs.  9  to  12,  inclusive,  are  records  obtained  in  this  way.  The 
location  and  shape  of  the  added  strip  is  indicated  in  each  case 
upon  the  record.  The  figures  show  records  taken  both  by  means 
of  the  single  test  coil  and  by  means  of  the  differential  coils.  Figs. 
13  and  14  show  the  effect  of  various  treatments  on  a  bar  originally 
uniform.  The  treatments  given,  and  the  locations,  are  indicated 
in  the  figures.  It  was  at  first  feared  that,  due  to  the  sensitiveness 
of  the  method,  spurious  indications  would  be  obtained  for  bars 
which  had  been  slightly  bent  during  shipment  and  handling  at  the 
factory.  The  result  of  this  last  test,  however,  indicates  that  such 
is  not  the  case. 

After  the  preliminary  experiments  just  described,  the  apparatus 
was  shipped  to  the  plant  of  the  Winchester  Repeating  Arms  Co., 
at  New  Haven,  and  there  set  up  for  final  trial. 

V.  EXPERIMENTAL  RESTTLTS 

The  greatest  difficulty  in  this  line  of  investigation  lies  in  the 
interpretation  of  the  results.  This  is  due  to  the  fact  that  there 
are  many  causes  which  may  produce  magnetic  inhomogeneity 
and  it  is  difficult  to  differentiate  between  them.  The  work  at 
New  Haven  was  done  with  the  end  in  view  of  obtaining  data  which 
would  establish  the  amount  of  variation  and  the  t5rpe  of  curve 
which  accompanies  a  pipe.  The  procedure  was  to  make  records 
of  bars  which  in  a  preliminary  test  showed  large  variations. 
These  bars  were  chosen  from  lots  of  steel  which  had  previously 
been  rejected  as  the  result  of  tests  in  the  drilling  shop.  It  is  an 
interesting  fact  that  even  though  this  lot  of  steel  had  previously 
been  rejected  on  account  of  pipes,  not  a  single  pipe  was  discovered 
in  the  drilling  tests  on  samples  for  which  rec(»:ds  of  the  magnetic 
uniformity  had  been  obtained.  This  is  true  of  all  the  steel 
examined  up  to  March  31,  1919. 

Figs.  15  and  16  show  records  of  the  d^^ree  of  magnetic  homo- 
geneity of  foinr  bars  of  steel.  These  records  were  made  with 
the  differential  test  coils  and  with  a  fairly  low  sensitivity  of  the 
galvanometer.    The  portions  of  these  bars  from  which  barrel 
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lengths  were  cut  axe  indicated  in  the  figure.  Barrels  A,  B,  C, 
and  D^  cut  from  bars  i  and  9  and  those  cut  from  the  entire  length 
of  bars  2  and  4  were  sent  to  the  shop  for  drilling  tests.  Barrels 
B  and  D  gave  trouble  in  drilling  and  each  destroyed  the  edge  of 


FiQ.  13 

a  drill,  thus  necessitating  the  use  of  a  new  drill  to  finish  the  bote. 
None  of  the  other  barrels  gave  trouble  and  the  inside  surfaces  of 
all  were  smooth  and  bright.  In  view  of  the  fadt  that  additional 
data  are  necessary  in  order  to  draw  satisfactory  conclusions,  the 
Winchester  Repeating  Arms  Co.  is  continuing  the  investigation* 


Flo.  Z4 
VI.  SUMICART 

This  paper  describes  an  investigation  which  was  undertaken 
for  the  purpose  of  determining  whether  an  application  of  magnetic 
analysis  was  practicable  for  the  detection  of  flaws  in  rifle-barrd 
steel.  By  means  of  apparatus  especially  constructed  for  the 
purpose  a  large  number  of  bars  were  explored  for  magnetic  uni- 
formity along  their  length.  In  spite  of  the  fact  that  these  bars 
were  taken  from  material  which  had  previously  been  rejected  as 
the  result  of  drilling  tests,  not  one  was  foimd  which  contained  a 
pipe.    The  results  obtained,   however,   demonstrated  that  the 
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method  is  amply  sensitive  to  detect  and  locate  flaws.  Further 
study  is  necessary  to  determine  to  what  degree  the  sensitivity  of 
the  apparatus  should  be  reduced  in  order  not  to  cause  the  rejection 
of  material  which  is  satisfactory  for  all  practical  purposes,  and 
also  to  determine  the  type  and  magnitude  of  the  effect  which  will 
be  produced  by  a  pipe.  For  this  reason  the  work  is  being  con- 
tinued by  the  Winchester  Repeating  Arms  Co.,  who  cooperated  in 
the  investigation  and  at  whose  plant  the  apparatus  has  been 
installed. 

The  authors  wish  to  take  this  opportunity  to  acknowledge 
their  indebtedness  to  J.  S.  Gravely,  M.  F.  Fischer,  and  J.  S. 
Becker  for  their  valtiable  assistance  in  carrying  out  this  investi- 
gation. 

Washington,  April  14,  191 9. 
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L  mXRODUCTORT  STATEMENT 

The  preceding  paper^  on  this  subject  dealt  with  the  spectral 
piiotoelectic  sensitivity  of  molybdenite,  under  various  conditiQns 
of  opemtion,  such  as  change  in  intensity  of  irradiatioii,  change  in 
temperature,  etc.  The  present  paper  gives  data  ol  a  similar 
iavfatigation  of  various  siiaerals,  some  of  which  had  previously 
been  tested'  for  photoelectrical  sensitivity  using  heterogeneous 
theriBal  radiaddons.  Further  iavestigations  should  indude  a  more 
detailed  examination  of  some  of  the  phenomena  described  in  these 
for^ieing  papers. 

As  is  well  known,  some  aubetaaces  exhibit  luminescence  only 
at  low  temperatures.  It  was,  therefore,  of  interest  to  determine 
whether,  similarly,  some  substances  (for  example,  electrically 
conducting  sulphides)  might  exhibit  the  phenomenon  of  photo- 

^  XfaiaBttlktja,  lii»  p.  sad:  X9I9«  '  "^tbiB  BuUotiii,  14,  p^  591:  1918^ 
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electrical  sensitivity  at  low  temperatures.  Iti  the  preceding 
investigation  of  molybdenite,  samples,  which  were  quite  insensitive 
photoelectrically  at  room  temperatures,  became  fairly  sensitive 
when  cooled  to  low  temperatures. 

n.  APPARATUS  AND  METHODS 

The  spectroradiometric  apparatus  was  essentially  the  same  as 
that  used  in  a  similar  investigation  of  the  photoelectrical  sensi- 
tivity of  molybdenite  to  which  reference  should  be  made  for  a 
description  of  the  general  experimental  procedure.*  Several 
minor  changes  in  experimentation  had  to  be  introduced  in  view 
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Fig.  I. — Arrangement  of  electrical  connections 

of  the  low  electrical  resistance  and  the  low  photoelectrical  sotisi-. 
tivity  of  the  material  examined. 

In  order  to  balance  the  large  dark  current  which  obtained  in 
these  minerals,  at  room  temperature,  current  from  an  auxiliary 
battery  was  passed  in  the  opposite  direction  through  the  galvan- 
ometer, G,  as  shown  in  Fig.  i.  The  preliminary  electrical  adjust- 
ments were  made  by  using  a  d'Arsonval  galvanometer,  which  was 
then  replaced  by  an  ironclad  Thomson  galvanometer/  This  was 
necessary  in  order  to  be  able  to  measure  the  small  photoelectric 
cturents  induced  in  most  of  the  crystals.  This  appears  to  be  the 
first  time  that  a  sensitive  Thomson  galvanometer  has  been  used 
in  this  type  of  photoelectric  work.  Usually  the  photoelectric 
cturents  were  sufficiently  large  so  that  a  resistance  of  lo  coo  to 
2o  coo  ohms  was  kept  in  series  with  the  galvanometer. 


t  Xhis  BuUetin,  M,  p.  zao»  Fig.  a:  19x9- 


*  Xliis  BttUcda,  U»  p.  443:  1916. 
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At  low  temperatures  tjiie  dark  current  through  the  sample  under 
examination  was  usually  so  low  that  it  was  unnecessary  to  balance 
its  effect  by  means  of  the  auxiliary  battery. 

The  nmterial  examined  was  (i)  the  natural  crystalline  mineral, 
Acanthite,  and  (2)  a  laboratory  preparation,  made  by  G.  W.  Vinal*, 
and  hammered  into  a  thin  (0.05  mm)  homogeneous  flexible  strip. 
This  is  sample  No.  IV  in  the  present  investigation.  The  crystalline 
material,  Acanthite,  Ag,S  was  obtained  from  the  United  States 
National  Museiun.  Samples  Nos.  I  and  II  came  from  Freiberg, 
Saxony.  Samples  Nos.  Ill  and  V  (U.  S.  Nat.  Mus.  No.  85162) 
came  from  Zastecas,  Mexico.  Their  dimensions  ranged  from 
12  to  18  mm  in  length  and  from  2  €0  4  mm  in  width.  Their  ends 
were  filed  flat  and  clamped  securely  between  copper  washers  by 
means  of  small  brass  screws.  This  provided  excellent  electrodes. 
This  combination  was  then  mounted  securely  upon  a  fiber  block 
and  the  crystal  was  covered  with  cardboard  with  a  slit  cut  into  it. 
to  admit  radiation  upon  a  certain  part  of  the  sample  under 
examination. 

In  the  first  tests  the  copper  lead  wires  were  attajched  by  heating 
the  wires  to  their  melting  point,  and  then  touching  them  to  the 
acanthite  crystal,  'This  made  a  good  juncture,  which,  however, 
deteriorated  very  rapidly  after  passing  electric  current  for  a  short 
time.  This  did  not  have  any  effect  upon  the  spectral  photoelectric 
sensitivity  curve,  as  found  by  actual  observation;  but  the  method 
had  to  be  abandoned  because  of  the  gradual  increase  in  resist- 
ance as  a  result  of  electrolytic  action  at  the  junctiu-e.  In  one 
case  this  difficulty  did  not  manifest  itself  until  the  following  day, 
although  the  crystal  had  not  been  attached  to  the  battery  for 
more  than  a  half  hour  on  the  preceding  day. 

The  preliminary  observations  were  always  extended  to  about 
3m.  However,  none  of  the  substances  examined  were  photo- 
dectrically  sensitive  beyond  2^.  Because  of  the  low  intrinsic 
photoelectrical  sensitivity  of  silver  sulphide,  the  intensity  of  the 
radiation  stimulus  used  throughout  this  investigation  was  nine 
times  that  used  in  the  investigation  of  molybdenite.  At  this 
btensity  the  equal  energy  spectnun — ^that  is,  the  photoelectrical 
observations — ^began  at  0.75M  (see  Fig.  6,  £=-9).  But  tests 
made  with  the  intensity  E=i,  which  was  used  on  molybdenite, 
showed  that  the  spectral  photoelectric  sensitivity  of  silver  sulphide 
is  much  less  in  the  yellow  than  in  the  red,  and  in  succeeding  parts 
of  the  spectrum. 

*  Vioal,  this  Bulletin,  14.  p.  331:  1917. 
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in.  PHOTOELECTRICAL  SENSITIVITY  OF  SILVER  SULFBIDE 

In  the  beginning  of  this  investigation  it  was  observed  that 
silver  sulphide  had  unusual  properties  not  possessed  by  the  sub- 
sltances  previously  examined.  It  was  observed  that  the  maxi- 
mum galvanometer  deflection  was  attained  in  a  few  seconds, 
after  which  the  photoelectrical  activity  decreased  to  perhaps 
only  one-fourth  its  original  effect.  There  seemed  to  be  a  large 
"fatigue,"*  though  previous  writers  have  not  described  the 
phenomenon  very  clearly,  if  at  all. 

Aside  from  this  "fatigue,"  considerable  di£Sculty  was  experi- 
enced in  making  observations  at  room  temperature.    After  a 


^     S     4—  i     9     yo    tz    m    u    78WJW 

Pig.  3. — Decrease  in  polarvtation  current  wi^i  Hme 

short  time  the  galvanometer  would  become  very  tmsteady, 
though  on  reversing  the  current  through  the  crystal  this  tmsteadi- 
ness  would  sometimes  be  eliminated  for  a  short  time.  Evidently 
electrolytic  action  was  present  and  one  of  the  first  tests  made  was 
on  the  electrolytic  action  induced  in  the  crystal. 

In  order  to  reduce  this  tmsteadiness  it  was,  therefore,  necessary 
to  pass  current  through  the  crystal  only  when  making  observations. 
In  order  to  diminish  the  effect  of  fatigue  the  maximum  throw  of 
the  galvanometer,  which  was  attained  in  about  three  seconds,  was 
observed. 

1.  ELECTRICAL  POLARIZATION  TESTS 

The  electrolytic  polarization  voltage  developed  in  the  crystal 
was  tested  very  simply  by  means  of  the  Thomson  galvanometer 
having  a  single  swing  of  about  2.5  seconds.     By  means  of  a  double- 


*  Cue,  Fhys.  Rev.  (a),  9,  p,  305.  I9i7f  meBtioBt  a  larse  fotisue. 
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fbrow  swiUliy  iStut  crystal  was  oouaected  for  a  .sliort  time  (two 
seconds  to  three  minutes)  with  a  2-volt  storage  battery,  then 
quickly  joined  to  the  galvanometer.  This  would  produce  a  lai:ge 
deflection,  which  would  gradually  return  to  the  zero  reading.  As 
shown  in  Fig.  2,  passing  current  through  the  crystal  for  two 
seconds,  and  then  connecting  to  the  galvanometer,  would  produce 
a  deflection  of  2  cm,  while  passing  the  current  for  three  minutes 
would  produce  a  deflection  of  about  12  cm.  In  other  words,  as 
shown  in  Fig.  3  (which  gives  the  maximum  deflection,  from  Fig. 
2)  the  polarization  voltage  increases  very  rapidly  during  the 
first  few  seconds,  then  gradually  assumes  a  constant  value. 

Observations  were  made  of  the  polarization  produced  when  the 
crystal  was  kept  in  the  dark  (Fig.  2,  dots,  •  •  •)  and  when  it 


Fig.  3. — Rise  of  polariaaHom  voltage  with  ,time 

was  illmninated  (Fig.  2,  crosses,  XX  X).  The  results  show 
that  with  this  rather  crude  method  of  observation  no  marked 
difference  was  observed  in  the  polarization  current. 

2.  TRANSMISSION  MSASUS£MENTS 

In  view  of  the  inter^t.in  the  question  ^whether  there  is  any 
connection  betweoi  absorption  and  photoelectrical  sensitivity, 
transmission  measurements  were  made  on  a  thin  sample  of  silver 
sulphide  prepared  by  Mr.  Vinal.  The  sample  examined  was  a 
thin  flexible  plate  about  15  by  8  by  0.05  mm.  Several  examina- 
tions were  made,  the  final  test  being  made  with  the  plate  of  silver 
sulphide  placed  directly  over  the  spectrometer  slit.  The  examina- 
tion extended  from  o.6/i  to  4/i.  Throughout  this  region  of  the 
spectrum  the  sample  appeared  to  be  entirely  opaque. 
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3.  VARIATION  OF  FHOTOELBCTUC  CURRBUT  WITH  TIMB  OF  EZPOSURB 

In  the  paper  on  molybdenite  it  was  shown  that  for  wave  lengths 
greater  than  0.75/i  the  time  of  exposme  for  equilibrimn  varies 
from  30  seconds  to  several  minutes  and  that  the  time  for  recovery 
is  twice  the  exposure  time. 

At  room  temperature  silver  sulphide  behaves  in  An  entirely 
different  manner.  As  shown  in  ciu^e  A,  Fig.  4,  on  exposing  the 
crystal  to  radiation,  the  maximum  galvanometer  deflection  is 
attained  in  3  to  5  seconds  after  which  the  photoelectric  current 
gradually  decreases,  so  that  after  15  minutes'  exposiu-e  the  de- 
flection is  perhaps  only  one-seventh  its  maximum  value.  If  the 
light  stimulus  is  then  removed,  the  galvanometer  gives  a  deflec- 
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Fio.  4. — Variation  of  photoelectric  current  with  time  of  exposure  at  room  temperature 

tion  in  the  opposite  direction  and  finally  returns  to  zero.  It  was, 
therefore,  not  possible  to  subject  the  crystal  to  unlimited  ex- 
posure (at  room  temperatiu-e)  as  was  done  with  molybdenite. 
The  system  of  observation  adopted  for  all  the  herein  recorded 
measurements,  at  room  temperature,  was  to  expose  the  crystal 
for  about  5  seconds,  read  the  maximum  throw,  and  then  close 
the  shutter.  The  galvanometer  deflection  then  returned  to  its 
zero  position,  as  shown  in  ciu^e  B  of  Fig.  4.  It  is  therefore  quite 
probable  that,  if  imlimited  exposure  could  have  been  used,  the 
sensitivity  maxima  would  occur  at  slightly  longer  wave  lengths 
than  here  recorded.  At  low  temperatures  this  electrolytic  action 
disappears,  and  the  time-response  curves,  as  shown  in  Fig.  5,  are 
somewhat  similar  to  those  observed  on  molybdenite  with  this 
difference,  that  the  time  for  recovery  is  the  same  as  the  time  of 
response. 
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4.  SFVBCT  OF  INTKJMSn'y  OF  RADIATION  UPON  ELECTRICAL 
CONDUCTIVITY 

The  effect  produced  upon  the  spectral  photoelectric  sensitivity 
of  silver  sulphide  (Acanthite,  sample  No.  I)  on  varying  the  in- 
tensity of  the  exciting  radiation  is  shown  in  Fig.  6.  Increasing 
the  intensity  nine  times  has  a  marked  effect  in  increasing  the 
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Fig.  5. — Variation  of  photoelectric  current  in  silver  sulphide  with  time  of  exposure,  at  low 

temperatures 

photoelectrical  sensitivity  in  the  long  wave  lengths,  as  previously 
observed  in  molybdenite. 

In  Fig.  7,  a  series  of  isochromatic  curves  are  given,  showing  the 
effect  of  intensity  as  well  as  temperature  upon  the  photoelectric 
response.  At  - 158®  C.  the  effect  of  electrolytic  action  is  absent 
and  it  was  possible  to  expose  the  sample  to  radiation  until  photo- 
electric equilibrium  was  attained.  The  response  curves  for  wave 
lengths  X  =  1.054  /i  and  1.357  M  are  entirely  different  from  those 
120128*'— 19 — 2 

Digitized  by 


Google 


238 


Scientific  Papers  of  the  Bureau  of  Standards  iva.  is 


obtained  at  room  temperature.  But  they  verify  the  observations 
at  room  temperature  showing  that  with  increasing  intensity  the 
photoelectrical  sensitivity  shifts  toward  the  long  wave  lengths. 
For  example,  the  ratio  of  galvanometer  deflections  at  X=- 1.0541*, 
for  £  =  5  and  £  =  20  (square  root  of  the  ratio  of  these  intensities 
-2)  is  3  while  for  X  =  1.357  /i  this  ratio  is  6.    Furthermore,  the 


Fig.  6. — Effect  of  intensity  of  energy  stimulus  upon  the  spectral  photoelectric  sensitivity 

of  acanthite 

much  discussed  '*  square  root  law  "  does  not  hold,  as  was  observed 
in  molybdenite. 

5.  PHOTOELECTRICAL  SENSITIVITT   OF   DIFFERENT   PARTS  OF   A 

CRYSTAL 

In  the  preceding  paper  it  was  shown  that  diflferent  parts  of  a 
sample  of  molybdenite  exhibit  markedly  different  photoelectrical 
sensitivity  curves,  and  attention  was  called  to  the  possibility  of 
this  phenomenon  being  asoibable  to  the  presence  of  different 
kinds  of  sulphides  of  molybdenum. 

The  spectral  photoelectric  sensitivity  cm^e  of  acanthite 
(AgjS)  at  room  temperattu-e  is  not  unlike  that  of  selenium  except 
that  its  maximmn  occurs  much  farther  in  the  infra-red ;  at  X  ==  i  .35  /i« 
There  is  a  region  of  high  sensitivity  at  0.6  ^  to  i  is  (see  Fig.  6) 
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similar  to  the  high  3ensitivity  of  selenium,  in  the  visible  spectrum. 
The  sensitivity  in  this  r^on,  relative  to  that  at  the  maximum, 
varies  somewhat  for  different  parts  of  the  crystal,  but  it  is  not 
very  conspicuous  in  comparison  with  the  observations  on  molyb- 
denite. 

In  Fig.  8  curve  A  gives  the  photoelectrical  sensitivity  of  the 
front  (smooth)  side  of  sample  No.  I,  while  curve  B  illustrates  the 


CM 
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Pig.  7. — Eff«:i  ^  intensity  cftntv^y  itimulus  upon  <1W  spectral  photoelectric  response  of 

acantkite 

sensitivity  of  the  opposite  side  of  this  crystal  which  side  was  rough 
and  uneven.  Similarly,  curves  A  and  B,  Fig.  9,  illustrate  the 
spectral  photoelectric  sensitivity  respectively  of  the  front  and  rear 
side  of  sample  No.  II,  In  Fig.  10  cin^e  A  illustrates  the  photo- 
electrical sensitivity  of  the  smooth  (front)  side,  and  curve  B  the 
rear  (rough)  side  of  sample  No.  Ill,  which  came  from  Zastecas, 
Mexico.  Curve  A  in  Fig.  13  illustrates  the  sensitivity  of  a  similar 
sample,  No,  V.  With  the  exception  of  the  latter,  all  these  spectral 
photoelectrical  sensitivity  curves  are  very  similar,  considering 
the  fact  that  in  all  cases  the  observations  are  somewhat  affected 
by  the  electrol3rtic  action.  The  observations  at  low  temperatures 
confirm  these  data,  showing  a  marked  similarity  in  the  spectral 
photoelectric  sensitivity  curves  of  the  natural  (imworked)  crystal 
of  acanthite. 
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Fig.  8. — Sptctral  photo*l*etric  ttntitiriiy  cf  difftrtnt  partt  tf  a  eryttal  <rf  acanthiU 
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Fig.  9. — PkototUctrical  sensitivity  of  different  parts  of  a  crystal  of  acantkite 
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6.  EFFECT  OF  TEMPERATURE  UPON  PHOTOELECTRICAL  SENSITIVITT 

As  already^  mentioned,  disturbances  from  electrolytic  action 
ceases  at  low  temperatures,  and  it  is  possible  to  obtain  spectral 
photoelectric  sensitivity  curves  for  unlimited  time  exposures. 

The  effect  of  lowering  the  temperature  to  — 158®  C  is  to  pro- 
duce a  sharp  symmetrical  band  of  spectral  photoelectric  sen- 
sitivity with  a  single  maximum  at  1.2/i.  This  is  illustrated 
in  Figs.  II,  12,  and  13,  for  samples  Nos.  II,  III,  and  V.  The 
intrinsic  sensitivity  is  greatly  increased  at  low  temperatxu-es, 
but  no  attempt  was  made  to  obtain  a  comparison  of  the  sensi- 
tivity at  these  two  temperatures  as  was  done  with  molybdenite. 
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Pig.  10. — PkototUctrical  sensitivity  of  different  parts  of  a  crystal  of  silver  sulphide  {acan- 

thiU) 

In  Fig.  II  the  deflections  for  —158®  C  were  four  times  the  scale 
indicated.  In  Figs.  12  and  13  the  observations  at  room  tem- 
peratures were  one-tenth  the  scale  indicated. 

It  is  of  interest  to  record  that  the  temperature  coefficient  of 
resistance  of  silver. sulphide  is  high,  so  that  at  — 158®  C  the  ham- 
mered material  is  practically  an  insulator,  and  it  is  possible  to 
connect  a  sensitive  (i  «  3  X 10 — *•  ampere)  Thomson  galvanometer 
directly  through  a  crystal  and  a  battery  of  several  volts.  For 
example,  sample  No.  IV  (Fig.  16),  which  had  a  resistance  of 
3  ohms  at  22®  C,  was  joined  directly  through  the  galvanometer 
and  2  volts,  causing  a  deflection  of  only  15  mm.  The  resistance 
was  increased  about  100  000  000  times  that  at  room  temperature. 
Sunilarly,  sample  No.  I,  after  rehammering,  was  joined  through 
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Pig.  zz. — Effect  of  itrnperaturt  upon  the  phoioeUctrical  sensitivity  ofacanMte 


Pio.  12. — Effect  of  temperature  upon  the  spectral  photoelectric  sensitivity  of  acanihite 
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19.6  volts  to  the  galvanometer,  causing  a  (dark  current)  deflec- 
tion of  only  1 7  mm.  In  other  words,  its  resistance  was  several 
hundred  meg-ohms.  That  this  is  not  a  result  of  poor  contact  at 
the  electrodes  was  shown  by  increase  in  resistance  with  hanmier- 
ing;  that  is,  decrease  in  thickness  of  the  material. 

7.  EFFECT  OF  MECHAinCAL  WORKING  UPON  SPECTRAL  PHOTOELECTRIC 

SENSITIVITY 

In  previous  commtmications '  attention  was  called  to  obser- 
vations on  a  change  in  spectral  photoelectric  sensitivity  as  a 
result  of  hammering  and  otherwise  mechanically  working  the 
crystal.    The  hammered  material  is  less  sensitive  photoelectri- 
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Fig.  13. — Effect  of  temperature  upon  the  photoelectric  sensitivity  of  acanthite 

cally  than  the  crystalline  material.  For  this  reason,  as  well  as 
difficulties  in  observing  at  room  temperatxire,  the  photoelectrical 
measurements  were  made  at  low  temperatiu-es,  —158®  C. 
Through  an  oversight  the  sensitivity  of  sample  No.  I  was  not 
determined  before  hammering.  However,  judging  from  the 
similarity  in  behavior  of  all  the  other  samples  (see  Figs.  11,  12, 
and  13),  it  is  not  unreasonable  to  suppose  that  the  maximxun 
of  the  mihammered  sample  occurs  at  1.2/t.  After  subjecting 
this  crystal  to  hammering,  the  spectral  photoelectric  sensitivity 
curve  appears  complex  with  maxima  at  0.95M  and  i.i2/i,  as  illus- 
trated in  curve  A,  Fig.  14.  On  further  hammering  the  crystal 
it  was  reduced  to  a  thin,  pliable,  noncrystalline  lamina  (about 
0.2  mm  in  thickness)  having  a  highly  metallic  luster.     As  shown 

'  Thi*  BtiOetiii.  16,  p.  130;  19x9.    Physical  Review  (a),  IS,  p.  163;  19x9. 
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in  curve  B,  Fig.  14,  the  sensitivity  curve  is  quite  symmetrical 
with  a  maximum  at  1.23^,  which  is  somewhat  greater  than  the 
maximum  1.20/t,  observed  in  the  crystalline  state  (see  Figs,  ii^ 
12,  and  13.) 

In  curve  A,  Fig.  15,  is  illustrated  the  sensitivity  curve  of 
sample  No.  Ill,  which  before  hammering  has  a  maximum  at 
1.19M.  After  hammering,  curve  5,  the  maximum  sensitivity 
appears  'slightly  shifted,  to  about  1.2^.     This  sample  was  very 


•8      /x)      .a      •^       '^       .8       2»/t 

Fio.  14. — Effect  of  mechanical  working  upon  the  photoelectrical  sensitivity  of  acanAiU 

brittle,  which  condition  did  not  permit  hammering  the  material 
into  a  pliable  noncrystalline  plate. 

In  Fig.  16  is  shown  the  spectral  photoelectric  sensitivity  curve 
of  a  laboratory  preparation  of  silver  sulphide  by  G.  W.  Vinal.' 
It  consisted  of  a  thin,  flexible,  noncrystalline  plate,  size  about 
15  by  3  by  0.05  mm. 

As  shown  in  the  lower  curve  of  Fig.  16,  at  25°  C,  this  material 
did  not  show  photoelectrical  sensitivity  for  the  spectral  radia- 
tion intensities  applied.  However,  for  these  same  intensities, 
applied  at  -158°  C,  the  intrinsic  sensitivity  is  high,  and  the 
spectral  photoelectric  sensitivity  curve  is  quite  symmetrical, 
with  a  maximum  at  i  .05/i.  This  maximum  is  at  a  much  shorta 
wave  length  than  observed  in  the  natural  mineral  acanthite. 

>  Vinal,  this  Bulletin.  14.  p.  331;  19x7. 
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From  the  data  herewith  presented,  it  appears  that  the  spectral 
photoelectrical  sensitivity  curve  of  silver  sulphide  is  influenced 
by  the  physical  condition  of  the  mineral.  It  appears  profitable 
to  continue  this  investigation  of  the  natural  mineral  as  well  as 
the  artificial  product  after  subjecting  it  to  heat  treatment, 
mechanical  working,  etc. 

IV.  PHOTOELECTRICAL  SENSITIVITY  OF  BISMUTmNITE 

In  a  previous  investigation*  it  was  shown  that  crystals  of 
bismuthinite,  BijS,,  are  sensitive  in  spots,  often  localized  at  the 
intergrdwth  of  two  btmdles  of  acicular  crystals.  The  sample 
(U.  S.  Nat.  Mus.  No.  14046,  from  Cornwall,  England)  used  in  the 


Pig.  15. — Effect  of  mechanical  working  upon  the  spectral  photoelectric  sensitivity  of  aca^ 

thite 

present  examination  was  a  straight  rod  of  fibrous  material  about 
10  by  1.5  by  0.7  mm.  The  electrodes,  which  were  of  No.  30 
copper,  were  attached  to  the  crystal  by  means  of  solder.  As 
described  in  the  paper,  just  cited,  the  solder  on  cooling  and 
solidifying  holds  the  crystals  very  securely  to  the  copper  wires. 
Tests  were  made  showing  that  dental  amalgam  is  an  excellent 
means  for  attaching  wires  to  substances  that  will  not  take  solder, 
but  this  research  was  terminated  before  this  procedure  was 
adopted  as  a  general  method  of  making  electrical  connections. 

Tests  made  at  room  temperatures  showed  that  the  highest 
spectral  intensities  attainable  were  not  sufficient  to  obtain  a  reli- 
able photoelectrical  sensitivity  curve.    Measurements  were  there- 


*  This  Bulletin,  14,  p.  599:  1918. 
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fore  made  only  when  the  bismuthinite  was  at  low  temperatures, 
— 166^  C.  But  even  at  this  temi)eratm'e  the  galvanometer  was 
very  imsteady,  owing  to  lack  of  proper  temperature  control  of 
the  sample,  the  resistance  of  which  changes  rapidly  mth  tempera- 
ture. A  change  of  a  hundredth  of  a  degree  in  temperature  is  suffi- 
cient to  cause  a  drift  in  the  galvanometer  readii^.  To  eliminate 
the  effect  of  drift  in  the  galvanometer  reading,  the  ballistic  throw 
was  tised.  In  this  manner  the  spectral  photoelectric  sensitivily 
curve,  B,  Fig.  17,  was  obtained.  It  represents  the  average  of  a 
great  many  readings,  and  shows  that  there  are  two  soisitivity 
maxima,  at  about  0.64/i  and  i.o8m»  respectively.    Curve  A  illus- 


FXG.  z6. — PhoioeUctrical  sfnsiHviiy  of  an  amorphout  piaU  of  a  laboratory  preparation  cf 

silver  sulphide 

trates  a  set  of  observations  obtained  by  using  unlimited  exposure, 
which  was  from  one  to  two  minutes.  The  galvanometer  deflec- 
tions (amounting  to  about  5  cm  at  the  maximum)  are  three  times 
the  scale  indicated  in  Pig.  17. 

V.  PHOTOELECTBICAL    SENSITIVITY   TESTS    OF  VARIOUS 

SUBSTANCES 

As  already  mentioned,  it  was  of  interest  to  determine  whether 
substances  which  are  quite  insensitive,  photoelectrically,  become 
markedly  sensitive  at  low  temperatures.  Spectral  photodectric 
sensitivity  tests  were  made  on  galena,  p3nites,  jamesonite,  and 
cylindrite.     Previous  tests**  showed  that  for  high  intensities 

M  This  Bulletin,  14,  pp.  593-595:  I9i8« 
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(T&idrite  appeared  photoelectrically  sensitive.  Case,"  tising  an 
arc  light  focussed  upon  fhe  samples  under  test,  f otmd  that  galena 
and  jamesonite  were  fairly  sensitive  to  light. 

1.  GAIBNA  (PbS) 

The  sample  examined  was  a  beautiful  regular  prism  12  by  3  by 
3  nun.  The  electrodes  were  of  thin  copper  wire  heated  to  the 
melting  point,  and  qtuckly  touched  to  the  galena,  which  is  melted, 
fomiing  a  strong  jtmcture.     Using  the  highest  obtainable  spectral 


S       ^       -6       /iO       .a      .^       vc       ^      s^ 

intensities,  this  sample  of  galena  gave  no  indications  of  photo- 
electrical sensitivity  either  at  22^  C  or  at  — 160^  C. 

2.  CYLOraUTX 

This  is  a  lead-antimony  tin  mineral  which  occurs  in  cylindrical 
iorm.  The  sample  examined  was  a  beautiful  cylinder  about  2.5 
nun  in  diameter  and  1 2  mm  long.  The  copper  lead  wires  were  at- 
tached by  heating  them  as  was  done  with  galena. 

For  the  intensities  obtainable  this  sample  showed  no  photo- 
dectrical  sensitivity  at  - 160^  C. 

3.  PTRITB8  (FeS,) 

The  sample  examined  was  a  homogeneous  fragment  of  a  crystal 
.about  9  by  3  by  3  mm.  The  electrodes  were  fine,  No.  36  copper 
wire  wound  in  grooves  filed  around  the  ends  of  the  crystal.  No 
photoelectrical  sensitivity  was  observed  at  -160^  C.  Previoixs 
tests,  using  high  intensities,  showed  that  this  mineral  is  not  sensi- 
tive at  room  temperatiu-es. 

u  CttK.  Phys.  Rev.  (a).  9,  p.  305:  1917. 
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4.  JAMESONITB  (2  Pb  S.  Sb,S,,  SMITHSOmAII  COLLBCTIOK  HO.  12  SOO, 
FROM  CORIIWALL,  EJXOhAJXD) 

The  sample  examined  was  a  bmidle  of  acicular  crystals,  10  by 
2.5  by  2  mm.  The  electrodes  were  No.  36  copper  wire  tightly 
womid  in  grooves  filed  close  to  the  ends  of  the  crystal.  This  outfit 
was  motmted  secmely  upon  a  fiber  base. 

In  the  previous  examination,  using  heterogeneous  light,  this 
mineral  was  found  to  be  only  slightly  sensitive  photodectrically. 
The  present  tests  were  disappointing  in  that  for  the  highest  spec- 
tral intensities  obtainable  no  evidence  of  photoelectrical  sensitivity 
was  found  at  — 160^  C. 

VI.  SUMMARY 

This  paper  gives  data  on  the  change  in  the  electrical  resistance 
of  the  sulphides  of  silver  and  of  bismuth,  when  exposed  to  radia- 
.tions  of  wave  lengths  extending  from  0.6/4  in  the  visible  spectrum 
to  about  3  M  in  the  infra-red.  Measurements  were  made  also  upon 
galena,  cylindrite,  pyrites,  and  jamesonite,  which,  however,  did 
not  show  photoelectrical  sensitivity  for  the  highest  spectral  radia- 
tion intensities  available. 

In  the  sulphides  of  silver  and  of  bismuth  the  radiations  extend- 
ing from  0.6/i  to  about  i.8/i  produce  a  noticeable  change  in  elec- 
trical conductivity. 

The  effect  of  temperatiu'e,  of  intensity  of  the  exciting  radiation, 
and  of  mechanical  working  upon  photoelectrical  sensitivity  of 
silver  sulphide,  was  investigated. 

Both  the  natural  mineral,  acanthiteand  a  laboratory  prepara- 
tion were  examined.  The  latter  material,  which  was  hammered 
into  a  thin  flexible  plate,  was  found  insensitive  photoelectrically 
at  room  temperature.  But  at  -i57^C  a  sharp  maximum  of 
photoelectrical  sensitivity  was  observed  for  radiations  of  wave 
length  X  =  1 .05M. 

At  room  temperattu-es  the  natural  crystalline  material  differs 
from  other  photoelectrically  sensitive  substances  studied  in  that 
the  photoelectric  response  becomes  fatigued  and,  after  an  exposure 
of  two  to  three  seconds  to  light,  the  positive  resistance  change* 
(galvanometer  deflection)  begins  to  be  effective.  For  unlimited 
exposure  the  galvanometer  deflection  returns  to  about  one-fifth 
of  its  maximum  deflection.  On  removing  the  light  stimulus  the 
galvanometer  gives  a  negative  deflection,  which  in  the  course  of 
a  few  minutes  returns  to  the  original  zero  scale  reading.  In  other 
words,  the  change  in  resistance  of  the  crystal,  when  exposed  to 
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radiation,  is  first  negative  and  then  positive,  the  resultant  change 
being  negative  and  roughly  one-fifth  the  original  change.  At 
low  temperatures,  —158®  C,  this  polarization  phenomenon  dis- 
appears, and  the  response  to  radiation  is  the  same  as  that  of  other 
substances,  for  example,  selenium  and  molybdenite.  The  spectral 
photoelectric  sensitivity  curve  of  crystalline  silver  sulphide, 
acanthite,  at  room  tempetatiu-e  is  conspicuous  for  its  high  sen- 
sitivity in  the  region  of  the  spectnun  extending  from  o.6iLt  to 
1 .2/t  followed  by  a  maximum  at  about  i  .35^.  Lowering  the  tem- 
perature to  —  1 58°  C  greatly  increases  the  photoelectrical  sensitiv- 
ity of  acanthite  throughout  the  spectrum  examined.  The  sen- 
sitivity curve  is  quite  symmetrical  with  a  maximum  oX  i.2fi 

Increasing  the  intensity  of  the  exciting  radiations  produces  a 
more  rapid  response  in  the  long  wave  lengths  than  in  the  short 
wave  lengths,  with  a  consequent  shift  of  the  maximum  of  the 
photoelectrical  sensitivity  curve  toward  the  long  wave  lengths. 

There  is  no  simple  law  governing  the  variation  in  the  photo- 
electric response  in  silver  sulphide  with  variation  in  intensity  of 
the  radiation  stimulus. 

Mechanical  working  (hammering  into  a  thin  plate)  appears 
to  lower  the  intrinsic  photoelectrical  sensitivity  of  acanthite  and 
changes  the  position  of  the  maximum  of  spectral  sensitivity. 

A  spectral  photoelectric  sensitivity  curve  of  bismuthinite, 
BijSs,  was  obtained  at  —  i66^C.  There  are  maxima  of  sensi- 
tivity at  o.64iLt  and  i  .08/4,  respectively. 

Washington,  March  4,  19 19. 
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I.  INTRODUCTION 

The  purpose  of  this  paper  is  to  record  measurements  of  the 
wave  lengths  of  lines  in  the  red  and  infra-red  spectral  regions  of 
krypton  and  xenon.  The  present  measurements  were  made  in 
continuation  of  considerable  work  upon  the  spectra  of  the  rare 
gases  already  done  by  the  Bureau  of  Standards.* 

The  rare  gases  are  as  follows: 

Atomic  wdght 

Helium 4.  o 

Neon 20. 2 

Aigon 39. 9 

Krypton 82. 9 

Xenon 13a  2 

1  ^Tbis  BttOetin,  14,  pp.  159  and  765:  X9<S,  (Sckntific  Papcn  Nos.  30a  and  j«o}. 
12U«1*-10  952 
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Published  tables  of  wave  lengths  contain  no  xenon  lines  in 
the  infra-red  region  and  only  two  krypton  lines.  Thus  these 
spectra  have  been  practically  imknown  beyond  the  limits  6456  A 
for  loypton  and  6198  A  for  xenon.  Thanks  to  Baly,'  the  spectra 
are  quite  well  observed  throughout  shorter  wave  lengths.  The 
other  rare  gases  have  been  more  thoroughly  investigated.  Since 
all  of  these  elements  are  of  particular  interest  to  the  spectroscopist 
it  is  desirable  to  complete  our  knowledge  of  them  as  rapidly  as 
possible.  Not  only  are  their  spectral  lines  suitable  for  working 
standards  for  wave  length  determinations  of  high  accuracy, 
but  they  are  important  for  theoretical  reasons  on  account  of  the 
relative  simplicity  of  their  spectra,  and  because  of  certain  very 
interesting  numerical  relations  already  discovered. 

n.  MBTHODS  OF  mbasusembut 

The  spectra  were  obtained  with  a  concave  grating  giving  a 
dispersion  of  10  angstroms  per  millimeter.  The  second  order 
iron  comparison  spectrum  gave  the  nearly  normal  dispersion  curve 
from  which  the  rare-gas  wave  lengths  were  interpolated.  Owing 
to  the  long  exposures  and  to  the  fact  that  there  was  no  means  of 
introducing  the  comparison  spectrum  during  the  exposure, 
several  of  the  plates  showed  small  S3rstematic  shifts.  The  result- 
ing wave  lengths,  therefore,  are  not  of  a  very  high  order  of  accu- 
racy; the  values  based  on  three  or  more  determinations  should 
be  within  0.02  or  0.03  A  of  the  truth.  In  the  tables  which  fol- 
low, those  Unes  for  which  the  uncertainty  appears  to  be  more 
thaii  this  are  indicated  by  raising  or  omitting  the  second  decimal 
figure. 

m.  RSSULTS 
1.  KRYPTON 

Table  i  shows  the  krypton  lines  of  longer  wave  length  meas- 
ured in  the  first  order.  The  two  strongest  lines  in  this  region, 
7587.40  A  and  7601.55  A,  appear  in  Kayser's  Handbuch  as  the 
two  longest  lines  of  the  spectrum.  In  reality  they  are  the  begin- 
ning of  a  group  of  lines  extending  toward  longer  wave  lengths, 
the  laypton  spectrum  being  analogous  in  this  respect  to  that  of 
argon  and  neon. 

*  Boly,  Phil.  Trans.,  A  aoa,  pp.  zflis-Ma;  1904. 
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TABLE  1.— Ex  LiiiM  MeaBond  in  First  Ord«r 
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IS 

20 


LA. 


6421.1 
6456. 9i 
6576. 4S 
66S2.a^ 

66M.1« 

6739.9 

6813.  Oi 

6846. 4 

6969. 6i 

6904.6* 

7224.0* 

7207.27 

742S.S2 

7406.83 

7493.6 

7494.1 

7Sa.9 

7514.7 

7507.40 

7601.55 


NnmlMr 
ot  n* 


BiJy 


6421.11 
6456.44 


10 


7507.20 
7601.19 


LA. 


7635.1 

7685.22 

7694.53 

7741.3 

7746.81 

7776.2 

7806.5* 

7854.79 

7913.38 

7928.5* 

7982.4 

8059.47 

8104.33 

8112.87 

8190.02 

8263.22 

8281.02 

8290.07 

8508.85 

8776.73 

8928.72 


Number 
of  ez- 


The  krypton  tubes,  which  were  furnished  by  Sir  William 
Ramsey,  contained  laypton  of  a  high  degree  of  purity.  Two 
argon  lines  are  doubtfully  present  in  the  spectrum,  while  the 
strongest  line  of  the  xenon  spectrum,  8231.62  A,  shows  faintly. 

For  the  purpose  of  comparing  the  gas  in  these  tubes  with  that 
observed  by  Baly,  one  or  two  short  exposures  were  made  in  the 
blue,  using  the  second  order  spectrum.  The  few  lines  obtained 
correspond  with  the  strongest  Unes  observed  by  Baly  ■  and  Runge,* 
while  no  extraneous  lines  appear.  The  results  are  given  in 
Table  2. 

TABIB  2.— Kr  Linos  Measuxed  in  Second  Order 


Intanritj 

LA. 

Bidy 

Rang* 

4273.95 

4273.99 

4273.93 

4318. 6^ 

4318.58 

4318.54 

4319.57 

4319.60 

4319.60 

4376.11 

4376.16 

4376.07 

4463. 7« 

4463.71 

4463.65 

•Boly^loc.  dt. 


« RanfC  Astroi»h.  JL.  10.  p.  73;  1899- 
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A  very  tirief  inspection  of  the  wave  lengths  for  numerical  r^^- 
larities  has  shown  three  new  pairs  of  constant  frequency  differences 
of  the  type  discovered  by  Paulson.*  The  data  for  all  eight  of  these 
pairs  are  given  in  Table  3. 

TABLR  3« — Fto^pioncj  JHotnocits  in  JLiypbon  Spdctfuin 


LA. 

A.*..— 

LA. 

^n.,^ 

4273.99 

945.04 

5570.28 

944.99 

4453.95 

5879.84 

4283.01 

944.95 

7601.55 

944.97 

4463.71 

8190.02 

4318.58 

945.06 

im.53 

945.00 

4502.39 

8298.07 

5562.23 

944.96 

8104.33 

945.06 

5870.90 

8776.73 

The  mean  value  of  the  frequency  difference  is  945 .00.  The  great^ 
est  divergence  from  this  value  is  o.o6»  which  is  <me  part  in  200  000 
of  the  fr^uency.  This  is  probably  not  outside  the  errors  of  meas- 
urement, especially  if  we  assume  tiie  error  of  a  difference  to  be  1.4 
times  that  of  an  individual  line.  It  would  be  of  great  interest  to 
measure  these  lines  with  a  much  higher  accuracy  to  see  whether 
the  differences  remain  constant  to  a  part  in  several  million,  as  has 
been  found  to  be  the  case  with  neon. 

2.  ZEHON 

The  xenon  as  supplied  by  the  laboratories  of  Sir  William  Ramsey 
was  very  ptne.  In  the  regions  shown  by  the  tables  to  overlap 
with  B^y's  measurements,  the  spectrum  corresponds  to  that  ob- 
served by  him.  Some  plates  taken  by  P.  M.  Walters,  jr.,  with  a 
I -prism  spectrograph  covering  a  long  range  of  the  shorter  wave 
lengths,  also  show  a  reasonable  correspondence  with  Baly 's  spectra. 
The  grating  measurements  are  contained  in  Tables  4  and  5. 

•Aflm  lender  Physik.  M,  p.  438;  19x4. 
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TABLE  4.— Ze  Uom  Measurad  in  First  Order 
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I.  A. 


5823.9* 

5824.9 
5875.01 
5895. 0» 
5931.2 
5934. 2> 
6163.8 
6178. 3S 
6179.6 
6182.44 
6198. 3» 
6318. 0« 
6469. 7« 
6472. 8« 
6487.7* 
6498.7 
6504.1 
6S8S.5« 
6666.8 

6727. 9« 
6827.1* 
6866.6 
6872.00 
6882.0' 
6976.1 
7047.2 
7U9.5> 
7257.9* 
7262.6 


Ifumber 

OlM- 


Baly 


5823.86 

5824.76 
5875.08 
5894.98 


6164.09 
6178.59 
6179.95 
6182.71 
6198.49 


0 

1 

3 

2 

2 

2 

1 

2 

3 

1 

0 

1 

0 

0 

2 

4 

1 

0 

1 

3 

2 

1 

1 

2 

15 

1 

12 

3 

4 

6 

1 

1 

0 


I.  A. 


7266.4 

7283.9* 

7285.3* 

7316.3* 

7321.4* 

7336.4* 

7355.6* 

7385.9' 

7398.8* 

7400. 4i 

7424.0* 

7472.0* 

7473.9* 

7559.7 

7584.0* 

7642.04 

7643.8* 

7664.3 

7802.7* 

7887.4* 

7967.34 

8057. 2T 

8061.3* 

8206.30 

8231.62 

8266.5* 

8280.08 

8346.76 

8409.17 

8819.38 

8952. 2S 

9045.44 

9162.7* 


number 
•iex- 


TAblrK  5.— Xe  lines  Measured  in  Second  Order 


Baly 


^ 

LA. 

IfomlMr 
of  ei- 
porarw 

Baly 

Istoostty 

LA. 

NnmlMr 

of  «I- 

pomnt 

B«ly 

0 
8 

1 
6 
0 

«<9967.6) 
4500.98 
4524.70 
4624.27* 
4624.58 

1 
2 
2 
3 
2 

8967.59 

4524.65 
4624.28 

10 
3 

1 
2 
1 
0 

4671.22' 
4671.56 
4697.02 
4734.18 
4807.06 
4807.6* 

4671.24 

4696.99 

4734.12 
4807.01 

o  Podtion  cttinutcd. 


Digitized  by 


Google 


356  Scientific  Papers  of  the  Bureau  of  Standards  {vaes 

By  far  the  strongest  lines  in  the  region  5823-9162  are  823 1 .62  and 
8280.08.  These  two  lines  seem  to  correspond  to  the  strong  lines 
which  stand  at  the  short  wave  length  end  of  groups  of  lines  of 
the  other  rare  gases.  They  are  certainly  among  the  most  im- 
portant lines  in  the  whole  spectrum,  possibly  being  those  by  which 
traces  of  the  elements  could  be  most  easily  identified.  The  line 
8231  was  meastured  three  times  on  the  krypton  photographs, 
pelding  a  value  of  8231.62,  in  exact  agreement  with  the  wave 
length  from  the  xenon  tube. 

Attention  is  called  to  the  close  companions  to  the  lines  4624, 
4671,  and  4807.  These  may  have  been  lost  in  the  over-exposed 
images  of  the  strong  lines  on  Baly's  plates. 

IV.   DISCUSSION 

Although  aU  the  principal  lines  of  the  helium  spectrum  have 
been  shown  to  fall  unmistakably  into  six  series,  no  important 
series  relationships  have  as  yet  been  found  among  the  stronger 
lines  of  the  other  rare  gases.  While  it  would  be  rash  to  say  they 
do  not  exist,  a  different  t3rpe  of  r^^larity  is  predominant  in  present 
data — ^namely,  that  of  constant  difference  pairs.  The  fotu*  gases 
of  greater  atomic  weight  possess  another  feature  in  common  which 
is  apparently  not  partaken  of  by  the  helium  spectrum.  That  is 
the  tendency  of  the  lines  to  form  groups,  the  position  of  which 
apparently  has  some  relation  to  the  atomic  weight.  Observations 
upon  neon  and  argon  had  previously  shown  that  each  spectrum 
possessed  a  group  of  very  strong  lines  in  the  red,  with  the  ftuther 
characteristic  that  the  shortest  lines  of  the  group  were  especially 
strong,  and  that  in  the  direction  of  the  violet  from  these  lines  lay 
a  r^on  containing  only  weak  lines.  As  has  already  been  remarked 
in  this  paper,  the  krypton  spectrum  exhibits  somewhat  the  same 
phenomena.  This  is  probably  also  the  case  with  xenon,  the  very 
strong  lines  8231  and  8280  b^;inning  a  group  of  strong  lines, 
which,  however,  is  not  very  conspicuous  or  greatly  extended  owing 
to  the  rapidly  decreasing  efficiency  of  the  photographic  plate  in 
this  portion  of  the  spectrum. 

Moreover,  strong  lines  or  groups  of  the  different  gases  show  a 
r^;ular  displacement  from  one  spectrum  to  another  in  the  order 
of  the  atomic  weights.  To  exhibit  this  the  writer  photographed 
the  four  rare  gases  side  by  side  upon  the  same  plate  with  a  very  small 
dispersion  spectrograph.  The  similarity  of  the  spectra  and  the 
progression  in  the  position  of  two  groups  of  lines  is  shown  by  Fig.  i , 
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Fig.  I . — Spectra  of  the  four  rare  gases  showing  similarity 
and  progression  in  ike  group  position 
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which  is  a  copy  of  this  photograph.  Bearing  in  mind  that  the  long 
wave-length  group  in  xenon  is  much  weakened  by  photographic 
effects,  and  that  the  short  wave-length  group  of  neon  fails  to 
appear  on  account  of  the  absorption  of  the  prism  used,  the  cor- 
respondence is  rather  striking.  The  correspondence  between  in- 
dividual lines  is  not  clear.  No  extended  search  for  individual 
relationships  has  as  yet  been  made.  A  few  simple  functions  of 
atomic  weight  and  number  have,  been  tried  to  represent  the 
position  of  the  lines.  The  writer  is  not  convinced  that  the  ap- 
parent success  in  a  few  cases  indicates  anything  of  importance,  as 
it  may  be  due  to  a  few  coincidences.  At  any  event  no  complete 
system  has  been  evolved  and  it  remains  to  be  seen  whether  such 
relationships  exist. 

F.  M.  Walters  made  the  photographs  to  check  the  character  of 
the  krypton  and  xenon  spectra  in  the  violet  and  ultra-violet  and 
assisted  in  some  of  the  wave-length  reductions. 

y.  SUMMARY 

This  paper  records  photographic  measurements  of  wave  lengths 
in  the  spectra  of  krypton  and  xenon,  principally  in  the  red  and 
infra-red.  In  krypton  37  new  lines  were  measured  between 
6576  A  and  8928  A;  in  xenon  52  new  lines  between  6318  A  and 
9162  A.  In  this  r^on  there  are  numerous  strong  lines  which  are 
probably  among  the  most  important  in  the  spectra  of  these  ele- 
ments. The  xenon  lines  at  8231  A  and  8280  A  are  especially 
notable.  These  and  other  lines  may  be  of  value  as  wave-length 
standards  in  the  infra-red. 

Attention  is  called  to  a  probable  analogy  between  the  spectra 
of  the  rare  gases  neon,  aiigon,  krypton,  and  xenon  which  this 
investigation  has  brought  to  light. 

Washington,  April  28,  1919. 
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I.  INTRODUCTION 

The  present  work  is  an  attempt  to  throw  some  light  on  the 
relationship,  if  any,  which  exists  between  the  method  of  deoxi- 
dation  of  a  steel  and  the  oxygen  content  as  determined  by  the 
I^debur  method  when  carried  out  as  described  by  Cain  and 
Pettijohn.^  Incidentally,  some  other  data  related  to  deoxida- 
tion  problems  are  given.  The  work  is  incomplete,  in  the  sense 
that  it  is  not,  and  does  not  purport  to  be,  a  systematic  study  of 
this  question,  since  it  represents  only  (i)  modified  commercial 
practice  at  one  plant  for  the  production  of  acid  Bessemer  steel, 
and  (2)  an  experimental  deoxidation  practice  developed  for  the 
study  of  this  particular  phase  of  steel  manufacture.  In  view  of 
the  great  variations  in  commercial  deoxidation  practice  at  different 
works  and  with  different  processes  of  steel  manufacture,  this 
present  investigation  should  be  regarded  as  no  more  than  intro- 
ductory to  the  subject. 

The  data  in  this  paper  relate  to  two  sets  of  steel  ingots,  the  one 
made  during  deoxidation  tests  carried  out  at  the  Watertown  Ar- 
senal in  1 91 5  and  the  other  made  during  a  cooperative  investiga- 
tion between  this  Bureau  and  the  Bethlehem  Steel  Co.'s  plant 
at  Sparrows  Point,  Md.,  in  191 7.  The  first-named  investigation 
was  described  by  Boylston*  and  the  original  paper  should  be 
consulted.  Only  so  much  of  the  data  from  Boylston's  paper 
is  included  here  as  is  considered  necessary  for  correlation  with 
data  obtained  in  the  present  investigation. 

1  Bnrean  of  Standards  Technologic  Paper  No.  ii8. 

'  Investlsatioa  of  the  Rehithre  Merits  of  Various  AKcnts  for  the  Deazidati|ni  of  Steel.    Carnegie  Scholar- 
diip  Memoirs,  7,  pp.  zoa-ijz,  131-171, 19x6. 
zj6iz9* — ^19 
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n.  DEOXIDATION  TESTS  MADE  AT  WATERTOWN 

ARSENAL 

Boylston's  work  was  carried  out  in  two  phases.  The  6rst  part 
was  a  preliminary  investigation  made  by  adding  to  Tropenas 
converter  steel  varying  proportions  of  the  deoxidizers  tested, 
namely,  commercial  grades  of  ferrosilicon,  ferromanganese,  alu- 
minum, ferrotitanium,  and  ferrocarbon  titanium.  The  additions 
were  made  in  a  preheated  ladle,  the  metal  held  for  a  short  time 
in  the  ladle  after  the  addition,  and  then  poured  into  ingot  molds 
which  were  made  of  sand.  The  object  of  these  preliminary 
experiments  was  to  ascertain  the  best  proportion  of  deoxidizer 
under  each  set  of  the  conditions  described  in  the  original  paper. 
The  criterion  used  in  judging  the  effect  of  the  deoxidizer  was  the 
relative  density  of  the  ingots,  which  was  roughly  determined  for 
the  whole  ingot  (these  were  20  inches  long  by  6  inches  diameter) 
by  weighing  first  in  air  and  then  in  water. 

The  best  proportions  of  each  deoxidizer  as  fixed  by  the  pre- 
liminary experiments  were  then  used  in  deoxidizing  a  heat  of  steel 
made  in  a  Tropenas  converter  and  having  the  composition  shown 
in  the  fourth  horizontal  column  of  Table  2. 

Table  i  gives  the  principal  details  of  metallurgical  interest 
concerning  this  heat,  and  Table  2  the  analjrsis  of  the  materials 
used  in  making  it. 

.    TABLB  1.— Details  of  Heat  No.  4458  Ktde  at  Watertown  Aneoal 


Time  of 


BMft 


Started  to  tdow 

Blow  ended  (7  ■eoonda  overtdowa) . 
Converter  to  2-ton  lad'e 


0 

0 

30 

40 

0 


Weiifht  of  copole  metal  edded  ta  metal  In  converter . 
Welgbtof  tenomanfuieee  added  (77  per  cent  Ma) . 

WelitbtetteiBilUoottedded(56pereeatSI) 

Welslit  of  converter  metal... 

WelgbtofitaeiandadditfonB 


425 

45 

7 

5092 

5569 
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TABLE  2.— Chemical  Composition  of  Raw  Materials  and  Steel  Used  at  Watertown 

Arsenal 


Material 

C 

Iffa 

Si 

S 

P 

f>|HTtainn 

Percent 
3.40 
.06 
.387 
.37 
6.55 
.16 

Percoit 

a47 

Tiace 

.68 

.51 

77.00 

Percoit 
L650 
.016 
.218 
.186 
.908 
56.000 

Perenit 
a047 

Percent 
0.035 

.064 
.057 
.024 

.040 

«*-^i  '^f  aiiiW* 

.037 

.185 

Table  3  gives  the  compositions  of  the  various  deoxidizers  used  in 
the  investigation  and  the  manner  of  using  these  is  shown  in  Table  4. 


TABLE  3.— Chemical  Composition  of  Deoxidizers  Used  at  Watertown  Arsenal 

Deoxidlser 

C 

Mn 

SI 

s 

p 

Al 

Tl 

Fe 

Percent 
6.55 

.16 
5.92 

Percent 
77.00 

Percent 

0.908 

56.00 

2.10 

1.30 

.87 

Percent 

a  024 

Percent 

ai85 

Percent 

Percent 

Percent 

^Iw^,ttJt^^.k^H■■^^w"' 

None 

7.61 

•99.06 

14.32 
24.00 

aos 

•  By  difTerence. 

TABLE  4.— Time  of  Pouring  Ingots  and  Details  as  to  Use  of  Deoxidizers 


Ingot 

Infot 

Infot 

Ingot 

Ingot 

1.2,3 

6.5,4 

7,8,9 

12,  U.  10 

13, 14, 15 

VMKlhitola4l1f 

h.   m.   8. 
3     5   50 
3      5    56 

3     6    25 
3    09    20 
3    10    56 
0     2    55 

h.  m.  1. 
3    16    55 
3    16    56 

3    17    00 
3    19    45 

3    21    20 
0     2    45 

h.   m.  a. 
3     7    30 
3     7   30 
3     7    57 
3    10   25 
3    11    34 
0     2    28 

h.  m.  a. 
3    14   48 
3    14    48 
3    15    10 
3    17    14 
3    18    31 
0     2    04 

h.  m.  a. 
3      8    55 

iHffTMlTfir  added  .    . 

3      9    00 

lUihedpoaxingintofaidlA 

3      9    05 

Melftl  pmued  into  flnt  Iniot 

3    11    35 

^Mhifrtflnithed 

3    13    00 

0     2    30 

WdCht  of  deeiMlaer  added  (ponndi) 

WekbtofataellnladleCpoanda) 

6.98 

1054 

a095 

Fe-C-Ti 

14.32 

212 

3a4 

6.275 

1015 

a  492 

Fe-Mn 

79.65 

198 
157.7 

4.16 

1067 

a093 

•  Fe-Ti 

24.0 

125 

sao 

7.15 
1000 
a40 
F»-S1 
56.0 

229 

128 

2.02 
1395 

Kiiui^fdmildiier  added 

a  144 
Am 

Pte  cent  el  acdve  atament  fat  deoiidixer. . . . 

Ooacea  ef  daoddlasr  (calcokted)  par  ton 

otMael 

98.0 

46 

ler  ton  el  itael 

45.6 

NoTB.— The  additions  were  all  made  in  small  preheated  ladles  each  of  which  had  the  appnadmate 
opadty  of  the  ingot  molds  used;  the  steel  after  addition  of  the  deosidizer  was  held  in  the  ladles  for  the 
^inus  shown  in  Table  4,  before  xxmring  into  sand  molds. 

•  Carbon  free. 

Table  5  gives  the  determinations  by  the  present  authors  of  the 
Ledebur  oxygen  content  of  the  ingots  (two  missing)  described 
in  Table  4, 
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TABLE  5.— OiTgeo  Detannlnatlimii  oa  Steels  Kftde  at  Wetertown  Aneoal 


CariMHI-fVM 


Table  6  gives  mechanical  tests  of  annealed  test  pieces  taken  from 
these  ingots. 

TABLE  6.— Teneile  Tests  of  Anneeled  Ferged  Steel  Sperfnwms  (Xade  at  Wstertoim 

Arseniilyi 


bgot 

DMSldlMT 

BiMttC 

TeBdto 
Mnogth 

iil2i]icliM 

Caatnctln 
ofax«a 

Lbc/lii.* 

LlM./l]|.> 

Pwcat 

Pweot 

17 

r    47  500 

32  500 

27.5 

49.1 

ZB 

76noculMii  ttturftniL. .  -- 

52  000 

32  000 

29.0 

5L-9 

37 

51000 

31  500 

23.5 

5L9 

57 

J    43000 
1    49  000 

33  500 

79  000 

25.5 

3a5 

46.2 

67 

54.6 

77 

r    46000 

77  000 

3L0 

57.2 

87 

Ciflmi-mt  fffroHtiiiiiini ... 

43  500 
50500 

73  000 
34  000 

3t5 
26.5 

57.2 

97 

46.2 

117 

7«rreil1kMi    

52500 
53  500 

82  500 

34  500 

29.0 
28.5 

54.6 

127 

5L9 

137 

[    47  000 

78  500 

29.5 

57.2 

147 

Altttnttwtfii 

43  500 

44  500 

73  000 
79  500 

31.0 
29.5 

54.6 

157 

5L9 

«  The  test  ban  were  preptfed  from  pieces  about  a  inches  square  by  7  inches  loar  cut  from  the  top  oC 
each  forged  ingot  (forged  to  a  inches  round)  after  a  3-inch  top  discard.  Tliey  were  annealed- by  heating 
at  850*  in  a  Sesni-MulBe  furnace  for  one  hour  and  cooled  in  air:  they  were  then  reheated  at  850*  for  one- 
half  hour  and  cooled  in  air;  finally,  they  were  heated  a  t&ird  fcne  at  650*  for  ooe-half  hour  and  cooled 
fa&air. 

From  an  inspection  of  Tables  5  and  6  it  is  evident  that  the 
marked  variations  in  deoxidation  treatment  of  the  same  steel,  as 
detailed  in  text  and  tables,  has  had  but  little  effect  on  the  oxygen 
content  of  the  various  ingots  as  determined  by  the  Ledebiu- 
method;  some  difference  in  mechanical  properties  is  evident,  but 
not  so  marked  as  to  be  considered  highly  important,  except 
possibly  with  reference  to  the  determinations  of  elastic  limit. 
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Fig.  4. — Ladle  test  ingots  from  heat  16661,  deoxidized  with  f err ocarbon  titanium, 
(Bottom  ingot  is  blown  metal) 
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Fig.  3. — hadU  test  ingots  from  heat  16657,  deoxidized  in  the  ladle  with  aluminum, 
{Bottom  ingot  is  blown  metal) 
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TABLE  8.— MettUiifgicd  Details  of  Hects  Hade  at  Bethlehem  Steel  Co. 


Waicht 

TIBW 

held 

attar 

addlnc 

d53r 

dliar 

TliiMaf 
iMattnc 

laimiC 

Heat 

BtHf^WA 

MInr 
motel 

Senp 

ittoo    

PMmds 
8170 
3600 
3560 
3S60 

PmuhU 
37  000 
42  000 

37  000 

38  000 

Pounds 
3500 
3500 
3000 
8500 

m. 
0 
2 
2 
2 

h.  m. 
I    4S 

16602 

1    55 

16657 

1    45 

16661 

1   se  « 

NoTS. — Size  of  incotfl  ax  by  »$  by  64  inches;  weight  of  insets  6800  pounds. 

Heat  16600  was  made  as  tisual,  being  deoxidized  with  Spiegel; 
to  each  ingot  of  this  heat  5  ounces  of  stick  altmiintun  was  added 
as  the  metal  flowed  into  the  mold.  Heat  16602  was  deoxidized 
with  ferrosilicon  added  in  the  ladle  after  the  Spiegel  addition; 
heat  16657  ^^  aluminmn  in  the  ladle  after  the  Spiegel;  and 
heat  1 6661  with  femocarbon  titanium  (15.5  per  cent  Ti)  in  the 
ladle  after  the  Spiegel.  Every  other  ingot  of  the  last  three  heats 
received  altuninum  treatment  in  the  mold  in  the  manner  described 
for  heat  16600. 

All  the  ingots  were  rolled  into  rails  after  10  per  cent  top  and 
3  per  cent  bottom  discard  and  the  Bureau  was  supplied  with  the 

front  ends  of  the  first  rail  from  each 
ingot;  one  ladle-test  ingot  per  large 
ingot  was  also  taken  at  the  time  when 
each  large  ingot  was  one-half  poured; 
these  test  ingots  were  poured  from  a 
small  spoon  which  was  filled  by  holding 
it  beneath  the  stream  of  metal  flowing 
from  the  ladle  when  the  stopper  was 
nearly  closed.  Photographs  of  the 
faces  of  the  test  ingots  on  the  medial 
longitudinal  plane  are  shown  in  Figs. 

Fio.  5. — Diagram  showing  positions  ^  f  2,  3>  ^^^  4* 

of  test  bars  in  rail  ends,  pQ^  making  the  oxygen  determina- 

tions chips  were  milled  imder  oil  (as  described  in  the  cited  paper 
by  Cain  and  Pettijohn)  from  each  split-test  ingot  and  from 
some  of  the  corresponding  rail  ends.  Oxygen  was  also  deter- 
mined in  the  blown  metal  for  each  heat.  For  additional  in- 
formation test  bars  were  machined  from  the  rail  ends  and 
their  mechanical  properties  determined.  This  series  of  experi- 
ments was  expected  to  yield  information,  (i)  as  to  variation 
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of  Ledebur  oxygen  content  corresponding  to  the  different 
deoxidizers  used  under  comparable  conditions;  (2)  the  effect  on 
Ledebur  oxygen  content  of  further  aluminum  treatment  in  the 
molds;  (3)  the  combined  effect,  if  any,  of  preheating  for  rolling 
and  of  rolling  on  Ledebur  oxygen  content;  (4)  the  physical  prop- 
erties corresponding  to  the  different  methods  of  deoxidation, 
other  factors  being  approximately  the  same;  and  (5)  the  change 
in  these  physical  properties  caused  by  the  aluminum  treatment 
in  the  molds. 

Table  8  gives  the  Ledebur  oxygen  determinations  on  these 
samples  and  some  nitrogen  determinations.  Table  9  gives  the 
physical  properties  of  the  test  bars.  Before  machining  the  test 
bars  all  the  rail  ends  were  put  into  the  same  physical  condition 
by  heating  for  three-fourths  hour  at  800^  in  a  muffle  ftunace  and 
cooling  in  the  furnace." 

'SoDicafightdiaiifeinaxygencaatcntxDay  have  been  catued  by  this  trcAtjnent.    However,  it  would 
bethe  Mme  for  all  the  raik  and  does  not  affect  the  oomparisoa  of  deoKidiicn  which  this  study  inyolves. 


Digitized  by 


Google 


266 


Scientific  Papers  of  the  Bureau  of  Standards 


{VU,t5 


TABLE  9.— Detennisatioa  of  Nitrogen  and  Oxjg«n  in  Steels  Xade  bj  the  Bethlehem 

Steel  Co. 


DeoiMiier  need 

Inaot  (order  In 
which  ponied) 

Tfeatmenttaimeld 

Omen- 

Heat 

In  ladle- 
teat 
faiiot 

Ineone- 

Httncns 

16600 

SplegeL 

1 

5otmceoAladded... 
do 

Per  cent 
0.021 
.028 
.008 
.020 
.006 
.016 
.023 
.009 
.017 
.011 
.004 
.010 
.011 
.024 
.017 
.015 
.014 

Per  cent 

a  018 

.019 
.017 

Per  out 

V^norilloan 

2 

aou5 

3 

do 

.0135 

4 

do 

.0128 

5 

do. 

.0145 

6 

do 

.019 

.0127 

Blown  metal 

No  Al  added 

SounceaAladded... 

No  Al  added 

SomeeaAladdod... 

No  Al  added 

SoonoeaAladded... 

No  Al  added 

do 

16602 

1 

.016 

.0U7 

.012 

.0097 

.010 

16657 

SoonceaAladded... 

No  Al  added 

SooneoaAladded... 
No  Al  added    . . . 

.0128 

.018 
.015 
.016 
.016 
.015 

.0104 

SoonoeaAladded... 

No  Al  added 

do..^ 

SoonoeaAladded... 

No  Al  added 

SoonceaAladded... 

No  Al  added 

SooneeeAladdod... 

No  Al  added 

do- 

.013 
.014 
.027 
.018 
.015 
.012 
.006 
.009 
.004 
.014 

6 

Blown  metal 

16661 

.017 
.011 
.018 

(*) 
.012 

.0151 

.0127 

Blown  metal 

a  The  nitrocen  detenninatioiis  were  made  by  Loois  Jordan,  ol  this  Bureau,  using  Allen's  method  (Jour. 
Iron  end  Steel  Inst.,  1880^  p.  181),  with  mofiifiratinns,  which  will  be  described  in  a  subsequent  paper. 
This  method  shres  "combined"  nitroscn;  i.  e.,  that  present  as  nitride.  The  natnre  ot  the  partkakr 
nitride  or  nitrides  usoaUy  ^aumnr  fai  iteel  ia  befaag  investieated  at  the  Bafean. 

^Notdetcnnined. 
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IV.  GENERAL  DISCUSSION 

A  study  of  the  results  given  in  Tables  5  and  9  discloses  no  rela- 
tionship between  the  Ledebur  oxygen  content  and  (i)  the  various 
methods  of  deoxidation  used  in  the  ladle;  (2)  the  aluminum  treat- 
ment in  the  molds;  and  (3)  the  effect  of  reheating  for  rolling  and 
ojf  rolling.  Nevertheless,  the  steels  in  each  case  had  physical 
characteristics  varying  somewhat  with  the  deoxidation  method, 
as  shown  in  Tables  6  and  10.  These  differences  are  not  completely 
accounted  for  by  other  factors,  such  as  heat  treatment  (which  was 
identical  for  the  steels  of  each  test)  or  by  chemical  composition, 
which  was  identical  for  all  the  ingots  made  at  Watertown,  but 
only  approximately  so  for  the  steels  made  at  Sparrows  Point. 
Evidently,  then,  the  Ledebur  method  does  not  measure  anjrthing 
which  indicates  efficiency  of  deoxidation  in  such  steels.  Some  of 
the  reasons  for  this  are  described  by  the  authors  in  their  paper 
on  the  Ledebur  method  (loc.  dt.).  A  probable  explanation  is 
that  the  slags  produced  during  deoxidation  (e.  g.,  ferrous  silicates, 
ferrotis  altuninates,  ferrous  manganous  silicates,  ferrous  titanates, 
etc.)  and  not  separated  from  the  steel  before  solidification  are 
responsible  for  some  of  the  differences  in  physical  properties 
shown;  such  slags,  in  general,  do  not  yield  their  oxygen  to  the 
Ledebur  method,  and  in  this  regard  the  method  fails.  As  shown 
in  the  cited  paper  by  the  present  authors,  the  Ledebur  method 
can  give  but  Uttle  information  on  the  gas  content  of  steel  after 
deo^dation,  and  in  this  respect,  also,  it  affords  no  help  in  studying 
the  efficiency  of  deoxidizers,  which  are  really  degasifiers. 
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TABLE  10«— Mechanical  Tests  of  Rail  Ends 

[The  (a)  and  (b)  refer  to  the  poattion  in  the  rail  from  which  the  teat  ban  were  taken,  aa  ihown  in  Fif  .  d 


Daoddlatr;  tnatmoit  of  bigMB 

Tlald 
potait 

Ummato 
itronsfli 

thmfaii 
Indioa 

Redac- 
tion tai 
ana 

Htet  No.  16600  (■ptogel): 

5  ffnnait  Al  In  mrid 

Lba./)n.s 

(a)  56  500 

(b)  57  200 

(a)  58  000 

(b)  59  800 

(a)  56  500 

(b)  58  000 

(a)  60  000 

(b)  61  500 

(a)  61  250 

(b)  58  250 
.<a)  57  500 

(b)  61  200 

(a)  58  250 

(b)  61  300 

(a)  61  500 

(b)  59  000 

(a)  59  250 

(b)  58  500 
(a)  56  500 
<b)  61  000 

(a)  58  250 

(b)  61  800 

(a)  61  750 

(b)  61  900 

(•) 

(b)  64  750 

(a)  59  500 

(b)  62  250 

(a)  60  000 

(b)  59  250 

Lbt./fai.s 
97  000 
97  700 

97  000 

98  500 
96  500 
98  750 

103  000 

102  750 
100  250 
100  250 
100  250 
100  200 

98  000 
100  800 

103  750 
102  500 
102  500 
102  000 
106  750 

106  500 

102  750 

103  600 

113  500 
113  500 
108  800 
122  500 

107  500 
112  000 
105  750 

108  250 

FMMBt 

24.5 

Pereeni 
46.5 

46.7 

Do 

26.0 
23L5 

25.0 
24.0 

23L5 

25.0 
23.0 
23.5 

25.0 
2&0 
23.0 
22.5 

24.0 
25.5 

23.0 
23.0 
23.5 
23.0 
24.0 
23.5 

l&O 
19.5 
16.5 
16.5 
12.0 
1&5 
7.5 
18.5 

410 

Do 

44.2 
47.5 

Haat  No.  16602  (fernMUIoon): 

5o«neM  A1  hi  mold 

42.5 
4Su0 

No  A 1  in  mold 

415 

44.5 

SmmwAI  hi  mold 

415 
415 

Ho  A1  In  mold    

413 
43.5 

HMftNo.l66S7s 

Ainmfanim  In  ladlo    .• 

4L2 
44.5 

No  Altai  mold 

410 

5  onnm  Al  In  mold 

43.0 

No  Al  In  meld 

415 
4L5 

5  onncoi  A 1  In  mold 

42.0 
415 

5  omooa  Altai  mold 

412 

36.0 

No  Altai  mold.. 

313 

29.6 

5  onneoo  Al  In  mold 

27.5 
15.5 

No  At  In  mold       ..  

37.0 

lao 

315 

Averaceo: 

16600 

57  600 
59  900 

59  700 
61  300 

97  800 
100  700 
103  800 
111500 

24.8 
23.9 
23L7 
15.9 

411 

16602 

44.5 

16657 

413 

16661 

215 

The  slight  variations  in  the  results  for  oxygen  on  the  various 
successive  ladle-test  ingots  of  a  heat  are  probably  due  to  segre- 
gation; the  most  unsound  test  ingots  (Figs,  i  and  4)  representing 
heats  deoxidized  with  spinel  and  ferrotitanium,  respectively,  are 
the  worst  in  this  regard ;  whereas  the  soundest  ones  (Figs.  2  and  3) , 
deoxidized,  respectively,  with  ferrosilicon  and  aluminum,  show  the 
least  oxygen  variation  in  the  successive  ladle-test  ingots. 
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The  peculiar  results  obtained  by  the  use  of  ferrotitaoium  in  the 
Bethlehem  Steel  Co.  steels  are  of  particular  interest.  They  indicate 
segregation  of  some  kind,  yet  the  analyses  of  successive  ingots  of 
this  heat  (see  Table  7)  for  constituents  other  that  oxygen  do  nof 
show  excessive  segregation,  although  they  are  not  nearly  so  uni- 
form as  the  ingots  of  the  other  heats.  In  this  connection  it  is 
interesting  that  the  successive  ingots  of  the  heat  deoxidized  at 
Watertown  with  ferrocarbon  titanium  were  quite  tmiform  as 
regards  physical  properties,  as  shown  by  the  data  in  Boylston's 
paper.  Only  0.003  per  cent  of  residual  titanium  was  found  in  the 
ladle-test  ingots  of  heat  16661,  so  that  none  of  the  properties  of 
this  steel  can  be  attributed  to  titanium  alloyed  with  it. 

The  results  communicated  by  Boylston  for  gas  content  (loc. 
ctt.)  of  the  various  ingots  made  during  the  test  at  Watertown 
could  not  be  used  by  lum  to  throw  any  light  on  the  efficiency  of 
the  various  deoxidizers.  These  results,  however,  did  not  repre- 
sent the  total  gas  content  obtained  by  melting  the  metal,  evacu- 
ating and  measuring  the  released  gases;  instead  they  were  ob- 
tained by  heating  the  steel  samples  to  1000®  for  30  hours  in 
vacuuo.  Just  what  proportion  of  the  total  gas  present  was 
obtained  in  this  way  is  not  brought  out  in  the  paper,  and  hence 
the  interpretation  of  the  results  is  difficult.  Work  is  now  in 
progress  at  this  Bureau  on  methods  for  determining  gas  in  steel 
by  melting  in  vacuuo. 

The  nitrogen  determinations  shown  in  the  last  column  of  Table 
9  are  given  in  this  paper  for  three  reasons:  First,  to  supplement 
the  determinations  of  gases  in  these  steels  made  by  Boylston, 
which  determinations  are  reported  in  his  paper.  The  nitrogen 
shown  in  Table  9  is  undoubtedly  to  be  added  to  Boylston's  results, 
since  the  method  he  used  would  probably  not  determine  this. 
Second,  to  throw  some  light  on  the  special  properties  claimed 
for  titanium  as  a  remover  of  nitrogen  in  steels.  As  far  as  the 
evidence  of  this  paper  goes — and  it  must  be  regarded  as  very 
incomplete — no  mote  nitrogen  is  removed  by  titaniiun  than  by 
the  other  deoxidizers.  Third,  to  ascertain  whether  or  not 
aluminum,  by  the  formation  of  aluminum  nitrides,  facilitates 
removal  of  nitrogen.  The  results  here,  also,  are  negative,  but 
again  the  same  caution  should  be  exercised  in  interpretation  of 
data. 
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The  authors  acknowledge  the  courtesy  of  officials  of  the  Water- 
town  Arsenal  and  of  Prof.  Boylston  for  opportunity  to  cooperate 
in  their  investigation;  and  of  the  Bethlehem  Steel  Co.,  and  par- 
ticularly P.  F.  Lines,  who  made  many  helpful  suggestions  and 
facilitated  the  work  in  every  way  possible.  They  are  indebted 
to  the  division  of  engineering  and  structural  materials  of  the 
Bureau  for  the  results  of  Table  10. 

V.  SUMMARY 

1.  The  Ledebxu-  method  for  oxygen  did  not  indicate  significant 
differences  in  oxygen  content  in  steels  with  nearly  identical 
chemical  composition  and  heat  treatment  but  having  different 
deoxidation  treatments. 

2.  No  differences  in  nitride  nitrogen  were  shown  for  such  steels. 

3.  The  work  of  Boylston  cited  in  this  paper  showed  no  distinc- 
tive differences  in  the  gas  content  of  such  steels  as  obtained  by 
heating  in  vacuuo  to  1000^  for  30  houis. 

4.  Judged  by  the  evidence  of  this  paper  and  that  of  Boylston, 
the  three  chemical  methods  just  named — ^being  those  much  used 
heretofore — ^are  inadequate  for  the  study  of  deoxidation. 

5.  Mechanical  tests  show  some  differences  in  quality  of  the 
steels  according  to  deoxidation  treatment,  but  these  differences 
are  not  marked  and  are  masked  somewhat  by  other  factors. 

Washington,  December  23,  1918. 
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L  INTRODUCTION 

The  remarkable  phenomena  exhibited  by  the  aluminum  alloy 
known  as  duralumin  were  discovered  during  the  years  i903-ri9ii 
by  A.  Wilm*'  *  and  have  been  described  by  him  and  others.  ■»  *»  •'  • 

The  unusual  feattue  of  this  alloy  is  the  fact,  as  was  shown  by 
Wilm,  that  it  can  be  hardened  quite  appreciably  by  quenching 
from  temperatures  below  its  melting  point  followed  by  aging  at 
ordinary  temperatures,  which  consists  merely  of  allowing  the 
material  to  stand  at  these  temperattues.  The  hardness  is  not 
produced  by  the  quenching  alone,  but  increases  during  the  period 

'  A.  Wilm,  Phyaical-Metal]ursical  investigations  of  ahiminum  alloys  containing  magnesium,  Metallurgie 
8>p.ta$;i9xi. 

*  A.  Wilm,  The  hardening  ol  light  aluninum  alloys,  Metallurgic,  8,  p.  650. 

*  I*.  M.  Cofan,  Dnxalumin,  Verh.  Z.  Befordering  des  GewerbefleisMs,  89,  p.  643;  x9io. 

'  I«.  M.  Cohn,  Changes  in  the  physical  properties  of  aluminum  and  its  alloys,  with  special  reference  to 
dmahimtn,  Blektrotechnik  n.  Haschinenban,  81,  p.  4^0;  X9Z3. 

*  I,.  M.  Cohn.  Duralumin,  Blektrotechnik  u.  Maadunenbau,  88,  pp.  809.  8*9;  X9X9. 

*  P.  D.  Merica,  Aluminum  and  its  light  alloys.  Circular  76  d  the  Bureau  of  Standards,  1918,  also  Chem. 
Mid  Met.  Eng.,  18,  pp.  135.  aoo,  339,  587.  «35,  7*91  780;  X918. 
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of  aging,  which  may  be  from  one  to  three  days.  Cohn  (see  notes 
3  and  5,  p.  271)  gives  data  showing  the  increase  of  hardness  of 
duralumin  during  aging,  after  quenching  in  water  from  about 
450^  C.  Upon  annealing  the  alloy  so  lutrdened  by  ^iging,  it  is 
softened  exactly  as  is  hardened  steel. 

The  composition  of  this  alloy  usually  varies  within  the  following 
limits: 

P«roent 

Copper 3-4.5 

Magnesium a  4—1.  o 

Manganese o     —a  7 

Aluminum Balance 

Iron  (as  impurities) % a  4—1 

Silioon  (as  impurities) o.  3— a  6 

Its  density  is  about  2.8.  It  is  used  only  in  the  forged  or  rolled 
condition. 

This  alloy  has  been  produced  for  some  years  commercially  and 
is  in  demand  for  the  fabrication  of  parts  for  which  both  lightness 
and  strength  are  required,  such  as  for  aircraft.  Its  tensile  strength 
will  average  50  000  to  60  000  pounds  per  square  inch  after  appro- 
priate heat  treatment,  such  as  that  described  by  Wilm. 

With  the  purpose  of  ascertaining  whether  tiie  heat  treatment 
described  by  him  actually  developed  the  best  mechanical  proper- 
ties possible  for  duralumin,  the  authors  tmdertook  a  study  of  the 
effect  of  variation  in  heat-treatment  conditions,  tljat  is,  quenching 
temperattne,  aging  temperature,  etc.,  upon  these  properties  and, 
in  connection  with  another  investigation,^  a  study  of  the  effect  of 
chemical  composition  upon  them. 

E.  Blough  had  ahieady  called  the  attention  of  one  of  the  authors 
to  the  fact  that  the  amount  of  hardening  produced  by  heat  treat- 
ment was  influenced  quite  markedly  by  the  temperature  ftx>m 
which  the  material  was  quenched,  a  most  interesting  fact  which 
was  not  brought  out  by  Wilm's  published  investigations,  which 
mentioned  merely  the  effect  of  aging  after  quenching  from  one 
temperature,  in  the  neighborhood  of  450®  C. 

An  explanation  was  sought  also  for  the  mechanism  of  hardening 
during  aging  of  this  alloy,  and  additional  data  were  obtained 
bearing  upon  this  phase  of  the  matter. 

The  experiments  here  described  were  carried  out  partly  in  the 
laboratories  of  the  Bureau  of  Standards  and  partly  in  cooperation 

T  p.  D.  Meiica.  R.  G.  Waltenberg,  and  A.  N.  Finn.  The  tensile  properties  and  resistaace  to  ooixoaion  of 
rolled  light  alloys  ol  aluminum  and  masnesium  with  copper*  with  nickel,  and  with  mancancse,  Tedmo* 
logic  Paper  No.  zja  of  the  Bureau  o£  Standards,  19x9. 
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with  the  Aluminum  Company  of  America  in  its  laboratories  at 
New  Kensington.  The  alloys  used  were  prepared  at  the  New 
Kensington  plant  of  this  company,  and  the  authors  wish  to  express 
their  appreciation  of  the  assistance  and  cooperation  which  has 
been  given  throughout  by  this  company  through  E.  Blough, 
chief  chemist.  H.  H.  Beatty  of  Mr.  Blough's  staff  was  active  in 
assisting  this  work. 

n.  COMPOSITION  AND  PREPARATION  OP  ALLOYS 

In  Table  i  are  given  the  chemical  compositions  of  the  alloys  of 
the  aluminum-copper-magnesium  series  which  were  used  in  these 
experiments.  The  ingots,  12  by  24  by  3^4  inches,  were  rolled  hot 
at  about  410^  Cta  }4  inch  thick  and  thereupon  cold  rolled  to 
o.oSi  inch  (12  B.  &  S.  gage),  atmealed  at  about  425^  C,  rolled 
cold  to  0.051  inch  (16  B.  &  S.  gage),  annealed  again  and  cold 
tolled  to  0.032  inch  (20  B.  &  S.  gage).  The  casting  and  rolling 
was  done  at  the  New  Kensington  plant  of  the  United  States 
Aluminum  Co. 

TABIiB  l.--C]i«inical  Composition  of  Alloys  « 


NmlMr 

AtanUn»- 

Mflg^^^lttwt 

CoppOT 

Inn 

Sttieon 

CI 

97.27 
96.69 
97.15 
96.65 
96.11 
96.72 
96.62 
96.68 
95.98 
95.83 
95.51 
95.74 
95.48 
96.80 
94.36 
94.47 

1.16 
2.37 

None 
2.84 

Nooe 
2.03 
1.00 
1.07 
3.50 
2.95 
1.26 
.46 
.64 
1.06 
1.08 
1.06 

0.72 

.04 

2.15 

.04 

3.19 

.72 

L80 

1.67 

.06 

.74 

2.58 

3.18 

3.22 

1.56 

3.74 

3.68 

a56 
.62 
.36 
.27 
.40 
.30 
.35 
.33 
.26 
.27 
.41 
.34 
.39 
.82 
.52 
.50 

0.29 

02...'. 

.28 

03 

.34 

C4 

.20 

C5 

.30 

06 

.23 

C7 

.23 

cs 

.23 

09 

-IB 

010 

.n 

Oil 

.22 

012 

.24 

Al-'U 

.27 

B3 

.36 

R34 

.80 

B4 

.89 

•  Altunintun  by  diffcraice. 

m.  HEAT  TREATMENT  Ain>  AGING 

Tensile  tests  and  scleroscope  measurements  were  made  upon 
specimens  taken  (i)  from  the  sheets  as  rolled,  (2)  from  the  rolled 
sheets,  annealed,  and  (3)  from  the  rolled  sheets  after  heat  treat- 
ment consisting  of  heating  to  various  temperatures  in  a  gas  or 
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electric  furnace,  quenchitig  in  water,  and  aging  at  room  or  other 
temperatures  for  different  periods.  The  results  of  these  tests  are 
given  in  Table  2. 

TABLE  2.— The  Tensile  Properties  and  Scleroscope  Hardness  of  Rolled,  of  krm^UA^ 
and  of  Heat4reaied  Alqminmn«Coppei>Magne«iiiin  Alloys 


Asroltod 

Afteri 

laiiMlias  at  422*  C 

Number 

Seteo- 

TauUe 
■tnoclh 

2inGliM 

Sctefo- 
luudnon 

Tenslto 
itreiigtii 

2iiiclMS 

42 

19 

35 

37 

34 

38 

44 
38 

38 

45 

50 
31 

49  000 
48  400 

48  600 

49  600 
25  800 
23  600 
23  600 
34900 
35  700 

34  000 
38  400 
38  600 
37  200 

35  900 
37  500 

37  700 
35  300 

38  500 
38  100 
44200 
45  500 
45  300 
38  100 
38  100 
41200 

43  200 
41200 

44  800 
44  600 
47  500 
56  700 
52  900 
58  400 
38  900 
38  600 

PwMnC 

2.0 
2.5 
2.5 
2.5 
4.0 
3.0 
3.5 
2.5 

15.5 

7.5 
7.0 

10.5 
8.0 

13.0 

17.0 
12.5 

12.0 

12.0 

15.5 
7.5 

33000 
33  100 
32  700 

PercADi 

CI.. 

15.0 

14.0 

C2 

16  600 

15  900 

16  100 
21600 
21800 
22  000 
29  200 
29  200 

29  400 
23000 
22  400 
22  800 

30  500 

29  900 

30  800 

35  300 
34  600 
34  800 

28  500 

29  100 
31600 
31200 
30500 
30600 

30  200 
30200 
34900 

36  000 

35.0 
35.0 
33.0 
31.0 
33.0 
33.5 
18.0 

C3 

1.5 

C4 

1.5 
1.5 

18.0 
21.0 
30l0 

C5 

2.5 
2.0 
1.0 
0.5 
1.5 
2.0 
2.0 

28.5 
32.5 

C6 

18.5 
16.0 
26.0 
2S.S 
25.0 

C7 

C8 

1.5 

18.5 

18.5 

C9 

1.5 
1.5 
1.5 
1.5 
1.5 
1.5 
2.0 
1.5 
2.0 
5.0 
5.0 

17.5 
17.5 

CIO 

19.0 
19.0 

CU 

17.0 
20.5 
24.0 

C12 

23  100 
23000 

24.0 

24.0 
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Aftv  hMt  treatment  coDsittliic  of  qnndiiiic  In  water  and  asiiic 

Qonchad  tram  478*0 

Qnandiad  tram  510*  C 

Itate 

Adas 

SclanMGope 

TMafla 

Sttfi* 

Aftaf 

Sdefoaoope 
hardneaa 

TenaOe 

?Sfi- 

Agd 
110* 

20* 

nagnttytag 

itrangth 

2 

Btrangfli 

2 

fnfiT— 

liammar 

Inchaa 

D«y« 

Dm* 

LlM./in.s 

P.ct 

Daya 

Daya 

LtM./ln.> 

P.ct. 

11 

36  870 

18.5 

11 

17 
27 

38  030 

17.0 

CI 

11 
11 

20 

37  080 
36  260 

17.0 
14.0 

3 

11 
8 

37  220 
48  120 

16.5 

16.0 

3 

8 

47  210 

18.5 

u 

16  830 

39.0 

11 

16  670 

34.0 

CI 

11 

8 

16  510 

38.5 

11 

8 

16  670 

33.0 

11 

16  510 

38.5 

3 

3 

8 

8 

16  510 
16  510 

28.0 
33.0 

u 

28  020 

15.5 

11 

13 

26  350 

19.0 

cs  ^ 

11 

11 

25  810 

25.0 

11 

27  690 

11.5 

11 

25  440 

25.0 

3 

8 

29  420 

20.0 

3 

8 

11 

11 
11 

27  790 
30  060 

19.5 

11 

29  300 

20.0 

23.0 

01 

n 
11 

14 

28  91^ 
30  280 

20.0 
22.0 

9 

11 
8 

29  700 
31590 

16.5 

19.0 

3 

8 

14 

31  350 

20.0 
15.5 

u 

33  220 

15.0 

11 

31960 

Gl 

u 
11 

15 

32  580 
31930 

18.5 
16.0 

3 

11 
8 

14 

30  500 

30  910 

14.0 

19.0 

3 

8 

33  970 

,,,., 

11 

81050 

20.0 

11 

15 

33  370 

17.0 

01 

u 
11 

14 

33  790 
31640 

19.0 
17.5 

3 

11 
8 

33  950 
43  190 

23.5 

18.5 

3 

8 

26 

43  560 

18.0 
18.5 

11 

42  350 

21.0 

11 

45650 

a 

It 

23.5 

42  530 

21.0 

11 

24 

45  740 

19.5 

11 

42  350 

21.0 

3 

3 

8 

8 

35 

53  970 
52  250 
44  130 

20.0 

IS 

26 

46  400 

19.5 

11 

22 

24.5 

f^ 

7 

13 
6 

28.5 

47  030 

48  900 

11 
8 

32 

44  910 
49  680 

23.0 

20.0 

3 

19.5 

7 

6 

47  650 

22.0 

3 

8 

51530 

V.o 

11 

31790 

21.5 

11 

13 

29  120 

21.0 

01 

11 
11 

15 

30  450 
30  070 

18.0 
14.0 

3 

11 
8 

14 

29  500 

30  270 

22.0 

23.0 

3 

8 

30  270 
37  430 

22.0 
24.5 

11 

38  030 

26.0 

11 

14 

CIO 

11 

14 

37  630 

25.0 

11 

37  630 

21.5 

11 

38  430 

22.5 

3 
3 

8 

8 

26 

47  690 
47  690 
51520 

21.5 
22.5 
21.0 

13 

28 

50  450 

11 

29.5 

cu 

13 

48  950 

22.0 

11 

50  870 

24.0 

7 

6 

31 

51  740 

22.0 

3 

8 

34 

54  740 

23.0 

7 

6 

50  880 

22.0 

3 

8 

55  590 

20.0 

, 

11 

38  330 

14.0 

11 

25-28 

42  370 

14.5 

ca 

11 

19-23 

38  730 

13.5 

11 

39  340 

16.5 

11 

35  910 

12.5 

3 

8 

26 

49  230 

26.5 

3 

8 

49  830 

25.5 
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TABIiB  2.— The  Tensile  Properties  and  Scleroeeepe  Hardness  of  Rolled^  ef  AnnealeJj 
)d  Aluminum-Copper-lugnesium  Alloys-— Continued 


and  of  Heat-troated 


QuandiMl  tram  520*  C 

Qmndwd  from  525*  C 

Number 

AsMl 
at  20* 

Scleroacope 
hardneaa 

hammer 

TensUa 
■traigfli 

2 

illGilM 

\        Afiiis 

hantaeaa 

nagnttyfaif 

hammaff 

Tcnalto 
atwimth 

2 
iiiclMa 

110* 

Af6d 

at 
20* 

CI 

Day. 

11 
11 

11 
11 

11 

11 

11 
11 

11 
11 

11 
11 

11 
U 

11 
11 
11 

u 
11 
u 

11 
11 

18.5 
8 

13 

12 

• 

14 
17 
25 

25.5 

13 

14.5 

LtM./ln.i 
36  870 
36  910 

P.ct 

18.5 
19.0 

Dayi 

Daya 

16 
27 

8 

13 

10.5 

12 

17 

10.5 

12 

15 

26 

16 

35 

25 

31 

13 

18 
26 

37  220 

38  130 
50  140 
49  930 
16  350 
16  870 

16  980 

17  340 
28  550 

28  640 
26800 

26  980 
29600 

29  100 
34850 
35  350 
29540 
32  490 
28  170 

27  960 
34980 
35  470 
47  580 

45  840 
46850 

46  760 
54  170 
56  110 
46520 
46  030 
53  440 
53  000 
33790 
32  510 
34  800 

34  890 

35  160 
35  430 
44  260 
46  450 

P.ct 

14.( 
17.( 

17.  ( 

17.! 

C2 

U970 
14  290 

37.0 
35.0 

35.  ( 

31.( 

30.  ( 

C3 

24  700 

25  440 

18.5 
21.0 

23.( 

17. 

20.< 

C4 

27  540 
27  150 

22.0 
20.0 

20. 
22. 

17. 

16. 

C5 

29  150 
29  580 

13.0 
16.0 

19. 
16. 

23. 

26.( 

C6 

36  140 

33  990 

21.5 
19.5 

17. 

18.( 

20.. 

16. 

C7 

42  530 
42  160 

22.5 
22.5 

ao.. 

21.( 

19.  ( 

C8 

45  160 
44  720 
44  720 
44  070 

29  500 

30  070 

26.0 
25.0 
21.0 
22.0 
22.5 
19.5 

23.( 
25.. 

C9 

21.( 
19.( 
21.< 
17.1 

17.J 

18.  ( 

CIO 

37  430 

38  230 

23.0 
22.0 

22.! 
22.( 

19.S 

20.( 

CU 

C12 

3 

11 

.11 

8 

22 
26 

42  660 
36500 

50  890 

14.( 
19.S 
23.C 
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AH  of  the  alloys  except  those  contaming  no  copper  (Nos.  C2 
C4,  and  C9)  show  an  mcrease  of  hardness  of  the  hest-treated  speci- 
mens over  that  of  the  annealed  samples.  The  increase  of  hardness 
in  those  allo3rs  contaixiing  copper,  but  no  magnesium,  is  smaller 
than  that  in  those  containing  both,  but  is  quite  definite.  This  is 
diown  in  the  following  table : 


Nmnbttolallof 

InowMOftoii- 

Bil0  ftnogUi 

oIliMt-trMted 

alley  (510*  C) 

alloy 

iMm\  II  1  1 
C2...X...... 

KOiMpper:. 

Pwcenl 

+  2 

Ol-,^ 

+  9 

Ci.1 

-  4 

a. 

IMpperbatMimii 

P— «' 

•         +30 

cs 

+96 

Cl....x^**. 

»»-*-"—- 

-«-^' 

45 

cu. 

96 

cia. 

110 

It  is  noticed  that  the  best  mechanical  properties  are  produced 
by  quenching  from  the  higher  temperatures  (500  to  525^  C) .    This 
is  shown  in  Table  3,  giving  further  data  on  two  alloys,  C8  and 
Cii,  and  will  be  shown  more  clearly  below. 
12104a<'— 19 — 2 
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A1107C8 

AltofCU 

Qoencfaliic 

Afiaf 

iyrjifi>a«ti#»i  juipoitlni 

Afiaf 

ll.rl.„>,l,..,„,«.. 

tampexatim 

20*  C 

IWC 

SctefO- 
•cope 
bard- 
neas 

Ulllmato 
tnuito 
rtranglfa 

2iiidiM 

20*C 

llO'C 

Scleni- 
neM 

s 

teta 

S71*C 

13 

13 

7 

7 

13 

13 

7 

7 

13 

13 

7 

7 

11 

11 

11 

11 

8 

8 

U 

11 

11 

11 

I      11 

11 

8 

8 

r    13 

1      13 

Dayi 

6 
6 

6 
6 

6 
6 

3 
3 

3 
3 

11 
12 
23 
23 

» 

28.5 

27 

l» 

25.5 

25 

31 

30-35 

Lbfc/ln.1 
1    27  260 
1    26  220 
J    29  130 
1    29  130 
J    39540 
I    40  160 
J    41  200 
1    41200 
1    46  400 
I    47  030 
1    48900 
1    47  650 
J    47  230 
1    47  860 
f    44  130 
I    44  910 
1    49  680 
1.51530 
45  160 
44  720 
44  720 
I    44070 
J    46  520 
1    46030 
1    53440 
I    53  000 
f    34960 

Perd. 
16.0 
18.0 
18.5 
20.0 
12.0 
13.5 
17.0 
22.0 
19.5 

20.0 
22.0 
18.5 
20.5 
24.5 
23.0 
19.5 
17.0 
26.0 
25.0 
21.0 
22.0 
23.0 
25.5 
21.0 
19.0 
5.0 
9.0 

13 
13 
7 
7 

13 
13 
7 
7 
13 
13 
7 
7 
11 
11 
11 
11 
8 
8 

Dmn 

6 
6 

6 
6 

6 
6 

3 

3 

I" 

17 
25 
24 

28 
31 
28 
29.5 

34 

r    35900 
1    36550 

j    35020 
I    35020 
f    48790 
I    43360 
1    44  010 
I    43580 
1    50450 
(    48050 
J    51  740 
1    5O880 
(    52590 
i    52590 

f  51  sao 

1    50870 
1    54  740 
1    55590 

Perd. 
I9l« 
17.0 

422*  C 

21.8 

2L8 
15.5 

18.5 

478*  C 

23.S 
24.0 

22.0 

500*  C 

22.0 
22.0 
20.S 

510*  C 

2L0 

ao 

24.0 

33.0 
20.0 

1 

520»C 

1 

525*  C 

533*C 

13 
13 

33 

r    48370 
1    47  060 

9.5 

1    40  570 

10.0 

Not  only  does  the  hardness  increase  after  heat  treatment,  but 
so  also  does  the  ductility,  as  evidenced  by  the  elongation  in  tiie 
tensile  test.  .  This  is  shown  in  Tables  2  and  3. 

1.  EFFBCT  OF  QUENCHING  TEMPERATURE 

In  Pig.  I  are  shown  the  scleroscope  hardness  values  of  Cii 
quenched  in  water  (20®  C)  from  different  temperatures  and  aged 
at  room  temperature  for  periods  of  time  from  a  few  hours  to  30 
days.  The  form  of  these  aging  curves  is  similar  to  that  shown  by 
Cohn  (see  notes  3  and  5  on  p.  271);  that  is,  the  hardness  increases 
after  quenching,  at  first  rapidly  and  then  more  slowly.    It  is  fur- 
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fher  evident  that  the  maximum  hardness  attained  increases  with 
the  temperature  up  to  approximately  520**  C. 

The  effect  of  quenching  temperature  is  also  shown  very  nicely 
in  an  experiment  of  which  the  results  are  shown  in  Fig.  2.  Two 
strips  of  0.087-inch  sheet  of  alloy  N34  were  used.  The  strip  was 
placed  in  the  furnace  for  heating  in  such  a  manner  that  a  nearly 
linear  temperature  gradient  existed  between  the  two  ends,  as 


^(/  ScSX^iiSsf/^  -  ^^9U/^ff//     9^9^^9^ 


shown  by  thermocouples  placed  along  the  strip.  Upon  attaining 
the  desired  range  of  temperatures,  the  strip  was  quenched  in 
boiling  water  and  aged  20  hours  at  110^  C.  The  scleroscope 
hardness  was  then  determined  along  the  axis  of  the  strip,  and  is 
shown  in  Fig.  2  as  a  function  of  the  distance  from  one  end  of  the 
sample.     The  distance  may  be  regarded  as  a  rough  temperature 
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scale,  the  outside  temperature  limits  having  been  determined  and 
marked  on  the  curve.  One  strip  was  quenched  when  the  two 
ends  were  at  520  and  280**  C,  respectively;  the  other,  when  the 
ends  were  at  490  and  210**  C,  respectively.  Beginning  at  about 
300^  C,  the  effect  of  increased  quenching  temperature,  other  fac- 
tors remaining  alike,  is  to  increase  the  hardness  after  aging  until 
a  temperature  of  about  520®  C  is  reached.  Beyond  that  temper- 
ature the  hardness  again  decreases;  the  material  becomes  covered 
with  a  dark  gray  oxide  coating  and  generally  also  with  blisters, 
marking  the  temperature  of  eutectic  melting.  The  effect  of  heat- 
ing to  temperatures  around  300^  C  is  chiefly  to  anneal  the  specimen 
and  to  give  lower  values  of  the  hardness  (minimum  on  the  curve) 
than  is  given  by  heating  at  lower  temperatures. 

2.  EFTBCT  OF  AGING  TEMPERATURE 

In  Table  4  are  given  results  of  tests  showing  the  effect  of  tem- 
perature of  quenching  bath  and  of  aging  carried  out  in  the  bath. 
The  samples  used  were  strips  of  Ai-i2  quenched  from  520®  C 
The  increase  of  strength  with  time  of  aging  is  evident. 


Digitized  by 


Google 


'■    X 


282 


I 


a 


•s  V 
^   I 

A   I 


9 

ll 


•s 

I 


Scientific  Papers  of  the  Bureau  of  Standards 

It] 


In 


II 


II 


8? 

II 


o 


) 


isi 


II 


ISI 


II 


IH 


n 


n\ 


ii\ 


ill 


i^^i 


S  S  8  8  is  « 


I 


«i)i 


I 


«  9  9  9  «  9 


a  a  3  9  «  9 


8  «n  m  o  O  o  o 
b   ^  fi$  ^  ^  <^   c^ 

B     n     «4     ^     V4     M     r4 


J 


9  9  Si  8  9  « 


a  a  53  s  ;s  IS 


8  ir»  o  e  w»  o  o 

I  {$  li  s«  ii  :i  !i 


! 


gs§g§§ 

9  9  «  Si  9  9 


3K  9 


ds  o; 


§g 


9  9  9  I 


o  o 


X  s  53  ;$ 


risj!$s 


o  o 


iiri 


i«  9 


ir»    O    O 


Is*;  » 


I 


s  »  » 


I^  ss  «  »  ss  s^ 


^  ::  R  ;$  ^  ^ 


§§§§§§ 

9  9  9  9  9  9 


e  o  o  o  e  o 

^  £:  {$  5^  ^  d 


e  e  o  v)  o  e 

;i  i$  !$  sj  i^  i$ 


§§§§§§ 

to    W    W    TO    TO    TO 


s  ss  s  ss  ^ 


^]«;i^ 


SS  8  S!  S{ 


e  o  o  o  o  o 

si  «  ^  Si  s  ;s 


o  o  w)  o  m  lA 

ri  S  ^  S3  Sj  $:! 


9  9  9  9  9  S 


X  :r      ^  a?  « 


«  S5  2  9  9  «  « 


Digitized  by 


Google 


Sam  J 


Heat  Treatment  of  Duralumin 


283 


A  mare  complete  picture  of  the  phenomenon  of  hardening  by 
aging  at  different  temi)eratiires  is  obtained  from  Figs.  3,  4,  and  5, 
based  upon  data  obtained  on  specimens  of  N34.  The  sclerocsope 
values  of  Fig.  3  were  obtained  upon  samples  quenched  in  boiling 
water  from  two  temperatures,  515  and  525®  C,  and  aged  at  differ- 
ent temperatures.  The  same  figures  are  replotted  in  Fig.  4  in 
different  form. 


yr^^y   /j»  Jf^yj. 


Ro.  3. — Eff€Ci  of  aqing  at  different  temperatures  on  the  scleroscope  hardness  of  samples 
quenched  from  ^ls°C  and  52S''C.    {A  Uoy  N-34) 

It  is  noted  (i)  that  the  rate  of  hardening  increases  as  the  tem- 
perature of  aging  increases^  (2)  that  the  maximimi  hardness  is 
obtained  by  aging  at  temperatures  above  100°  C,  and  (3)  that  at 
aging  temperatures  above  140^  C  the  hardness  eventually  dix>ps 
after  reaching  its  maximum. 
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Fig.  5  shows  the  results  of  .an  experiment  similar  to  that  of 
Fig.  2.  The  strips  were  quenched  from  515^  C  in  boiling  water 
and  aged  for  20  hours  thereafter  in  a  furnace  giving  a  temperature 
gradient  from  one  end  to  the  other  of  the  sample.  For  a  time  of 
aging  of  20  hours  the  hardness  first  increases  with  the  temperature 
to  a  maximum  at  about  180^  C  and  then  decreases.  Above  this 
temperature  annealing  sets  in. 


;?      ?      ^,     ^      5      §      ^      ^ 


3.  EFIBCT  OF  TBHPBRATURB  OF  QUBNCHmO  BATH 

Table  5  shows  the  effect  of  temperatture  of  the  quenching  bath 
upon  samples  of  A1-12  quenched  from  520®  C. 

It  is  noticed  that  the  tensile  strength  of  the  alloys,  as  well  as  the 
elongation,  increases  with  the  time  of  aging.  There  is  no  marked 
I2ia40<>— 19 — 3 
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effect  of  the  temperature  of  the  quenching  bath  indicated  in  these 
results.  Those  samples  quenched  to  150**  C  gave  practically  the 
same  results  as  those  quenched  to  230^  C,  although  there  is  s 
slight  improvement  in  the  tensile  properties  of  those  quenched  tc 
150^  C  over  those  quenched  to  100^  C. 

In  Table  6  are  shown  results  of  tests  to  determine  the  effect  oi 
aging  at  room  temperature  after  aging  at  the  temperature  of  the 
quenching  bath.  It  will  be  noted  that  there  is  only  a  slighl 
increase  in  the  strength  of  the  alloy  produced  by  aging  at  20^  C 
after  aging  at  the  temperature  of  the  quenching  bath. 
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Fio.  8.— Com/>aman  of  scleroscope  hardness  of  specimens  of  Alloy  N-j^,  (i)  heated  to 
quenching  temperature,  quenched  and  aged  7  days  at  130^  C,  and  (2)  heated  to  §13^  C, 
cooled  to  quenching  temperature,  quenched  and  aged  21  days  at  I2S^  C 
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EFFECT  OF  PRIOR  HEATING  AT  THE  QUENCHING  TEMPERATURE 

4g.  6  shows  the  results  of  hardness  measurements  on  samples 
i  at  the  quenching  temperature  for  varying  periods  of  time 
nched  and  aged  at  170^  C.  The  samples  held  from  5  to  180 
lutes  at  the  quenching  temperature  give  values  of  the  hardness 
ering  by  less  than  the  probable  error  of  measurement.  The 
values  found  on  the  sample  held  21  hours  are  due  probably 
he  blistering  which  was  noticed  in  the  sample. 

FFECT    OF   PREHEATING  TO   SIS*"    C   BEFORE   QUENCHING  FROM 
LOWER  TEMPERATURES 

n  Figs.  7  and  8  are  shown  the  results  of  experiments  to  deter- 
le  whether  preheating  to  a  temperatiure  higher  than  the  quench- 
one  before  quenching  gave  a  different  hardness  than  by  heating 
ely  to  the  quenching  temperature. 

Jthough  owing  to  a  slight  difference  in  the  aging  conditions  the 
Lparison  is  not  quite  definite,  it  is  obvious  (i)  that  the  hardness 
ained  by  heating  to  515°  C,  cooling  to  a  temperature,  ^(when 
;i5^  C),  and  quenching  is  always  greater  than  that  obtained 
quenching  from  t^,  and  (2)  that  whether  the  specimen  is  pre- 
ted  or  not  to  a  higher  temperature  before  quenching  from  some 
er  temperature  the  hardness  obtained  increases  with  higher 
nching  temperatures. 

IV.  MISCELLANEOUS  TESTS 

a  Table  7  are  shown  the  results  of  a  number  of  tests  of  alloy 
[,  including  determinations  of  the  proportional  limit  of  several 
t-treated  samples. 
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TABLE  7.— EffBct  of  Vaxyiog  Agixig  Temperature  and  Time  of  A^ing  on  the  Tensile 
Properties  of  Aluminum  Alloy  Sheet  a  (Alloy  N34) 


Sdero- 

No. 

Thick- 
HAM 

of 
iheet 

Heat 

trMtment 

quenched 

froni— 

^ 

Aced 

■cope 

hard- 

neas 

magnl- 

^Ef 

ham- 
mer 

Ullfanate 
■trength 

Piepor- 
ttenal 
Umtt 

Blon- 

Catkm 

to  2 

tochea 

Samaika 

Inch 

•c 

•c 

Day* 

Lba./ln.< 

Lba^hL* 

Perct. 

14 

0.034 
.034 

515 
515 

26 
26 

17  000 
17  000 

Broke  at  extanaometer  n**tyti 

15 

38  200 

Do. 

24 

.034 

515 

105 

39 

52  900 

27  000 

Do. 

25 

.034 

515 

105 

39 

54  900 

29  000 

Do. 

26 

.034 

515 

105 

39 

55  500 

27  000 

Do. 

27 
28 
29 

.034 
.034 

515 
515 
515 

105 
105 
105 

39 
38 
38 

55  200 

63  200 

26  000 

8.5 
23 

Do. 

.034' 

56  200 

29  000 

9 

30 

.034 

515 

105 

42 

61200 

30  000 

16 

facea.   Broke  at  gage  point 

31 

.034 

515 

105 

41 

60  600 

29  000 

14.5 

Do. 

32 

.034 

515 

105 

40 

62  200 

31  000 

21 

33 

.034 

515 

105 

41 

61  600 

33  000 

23 

Do. 

16 

.034 

515 

125 

41-46 

49  500 

27  000 

2.5 

17 

.034 

515 

125 

42-50 

54  500 

32  000 

3 

Do. 

18 

.034 

515 

125 

45-50 

58  200 

30  000 

3 

Do. 

19 

.034 

515 

125 

45-50 

58  500 

33  000 

4 

Do. 

20 

.034 

515 

125 

44-47 

60  000 

39  000 

4.5 

Do. 

21 

.034 

515 

125 

42-48 

58  000 

37  000 

4 

Do. 

34 

.067 

515 

125 

46-50 

61  200 

32  000 

18 

lue. 

35 

.087 

515 

125 

47-52 

62  000 

31  000 

18 

Do. 

22 

.034 

515 

125 

47-52 

64  900 

37  000 

11 

Do. 

23 

.034 

515 

125 

47-54 

61  500 

35  000 

3 

Bxtenaometer  attwdied  to  flat  aur 
ace.    Fractured  at  blister* 

.034 

515 

150 

SO 

51  110 

16 

.034 

515 

150 

49 

50  940 

16.5 

Do. 

.034 
.034 

515 
515 

ISO 
150 

SO 
SO 

59  800 
61500 

11.5 
6 

Do. 

41000 

.034 

515 

150 

50 

63  800 

6 

.034 

515 

150 

50 

62  200 

43  000 

6.5 

Broke  at  extenaometer  contact. 

.087 

515 

170 

SO 

63  900 

10 

.034 
.034 

515 
515 

170 
170 

51.5 
51.5 

51  420 
51  850 

10.5 
10 

Do. 

Do. 

10 

.034 
.034 
.034 
.034 

515 
515 

515 
515 

170 
170 
170 
170 

51.5 

44 

44 

50  760 
58  200 
55  500 

57  300 

9.5 
9.5 
5 

6 

Do. 

11 

Do. 

12 

Do. 

13 

34  000 

a  Where  two  values  of  the  hardness  are  given  the  lower  one  shows  the  hardness  of  the  end  near  the  doa 
of  the  furnace  in  which  the  sample  was  heated  for  quenching,  and  the  other  value  is  the  hardness  of  thi 
Opposite  end,  the  difference  in  hardness  being  the  result  of  a  temperature  gradient  in  the  furnace.  Tb 
specimens  in  this  conditioa  all  broke  at  the  aoft  end  and  hence  their  tensile  properties  are  hardly  as  higl 
as  can  be  expected  of  the  mateiiaL 
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lasmuch  as  so  many  of  the  tests  made  dtiring  this  investigation 
e  measurements  of  scleroscope  hardness,  a  comparison  was 
le  between  the  hardness  and  the  tensile  proportional  limit  of 
e  specimens  of  N34  during  aging  at  two  temperatures.  The 
Its  are  shown  in  Fig.  9,  and  it  is  noted  that  the  curves  in  each 
N  quite  close  parallelism. 
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(Alloy  N-S4) 

rXperiments  were  conducted  on  specimens  of  A1-12  to  ascer- 
L  whether  the  hardening  dtuing  aging  could  be  hastened  by 
ution.  The  results  of  several  such  tests  in  which  the  vibration 
produced  by  a  bell  clapper  indicated  that  there  was  no  diflEer- 
e  in  the  rate  of  hardening  between  vibrated  and  quiet  specimens. 
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The  density  was  determined  of  samples  of  N34  in  different  con- 
ditions, and  Table  8  gives  the  results  of  these  tests.  In  some  cases 
one  dimension  of  the  specimen  was  determined  also,  and  its  changes 
recorded  in  coltmm  4  of  the  same  table.  The  changes  in  densitji 
are  quite  small  as  the  material  undergoes  heat  treatment  or  anneal- 
ing, except  when  the  temperature  exceeds  from  520  to  530^  C,  the 
temperature  of  eutectic  melting,  when  a  marked  increase  in  lengtl 
is  noted. 

TABI£  8.— The  DenalCy  and  Lengfli  Cluuiges  in  Duralomin  (N34) 


Dcuity     IfOQgfh 


1134  Dl... 
H34D1... 
H34D2... 
1134  D3... 

H34D3H1. 
If34]>4... 
H34IH4. 
H34IH4. 
R34D5... 
n34DS-a. 
n34D5-a. 


QiBaiieiM4;  not  aged 

SftOM  M  above,  aflar  aginc  >t  150*  C. 

Annealed,  after  foUlnf,  at  515*  C 

Aa  felted,  0.033  inch  thick 

r  annealing  at  500*  C 

at  530*  C 

Aa  felted,  0068  hich  thick 

Same  altar  annealing  at  500*  C 

AnneatodatS30*C 

Aa  relied,  a25  Inch  thick 

Same  after  annealing  at  500*  C 

Annealed  at  530*  C 


2.762 
2.762 
2.759 
2.754 
2.742 


2.750 
2.747 


2.764 
2.762 


12.014 
12.024 
12.047: 
11.982 
11.962 
11.997! 
11.99» 
11.996! 
12.001( 
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rhe  linear  expansion  up  to  520°  C  was  determined  on  two  bars 
N34,  one  as  rolled,  the  other  after  heat  treatment,  consisting  of 
enching  from  520°  C  and  aging  two  days  at  1 20®  C.  The  expan- 
n  curves  are  given  in  Fig.  10  and  show  irregularities  in  the 
ighborhood  of  300®  C. 


/ao  zoo  JOO  ¥00  ^00  kOO*C 

FXO.  lo.-^Linear  expansion  of  N-^,  o  to  $ocP  C 

2.  THE  ELECTRICAL  RESISTIVITY 

Jlectricai  resistivity  measurements  were  made  in  vacuo  over  the 
iperature  range  o  to  530°  C  by  the  method  described  by 
rgess  and  Kellberg*  on  0.25  mm  wire  drawn  from  a  cylinder 
from  X'i^^  sheet  of  Cii.  It  was  necessary,  however,  to 
ag  both  of  the  aluminum -alloy  leads  out  of  the  thermometer, 
t  was  impossible  to  weld  them  to  platintun.     The  data  obtained 

*  Scieatific  Paper  of  tJw  Bureau  of  Standards.  No.  aj^;  19x4. 
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from  the  first  run  are  plotted  as  resistance  of  aluminum  alloy 
against  temperature  in  Fig.  ii. 

The  change  in  direction  of  the  resistivity  ciu-ve  at  about  300°  C 
is  quite  evident  and  indicates  a  change  in  the  constitution  of  the 
alloy.     It  is  evident  both  on  heating  and  cooling,  although  a 
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change  in  resistivity  at  room  temperatiu^  has  taken  place,  resulting 
from  the  annealing  produced  during  the  series  of  measurements. 

Following  this  nm  the  material  was  heated  to  440®  C  in  its  tube 
and  cooled  in  air.  The  cooling  was  fairly  rapid,  as  the  outside 
diameter  of  the  quartz  tube  was  only  8  mm.    The  tube  was  then 
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t  in  a  steam  bath  and  resistance  measurements  taken,  as  shown 
the  table  below: 


TtmeiiifllMmlMai 

Ptw- 
siatuice 

Alra- 
aistonce 

Time  In  ttMin  bath 

Pt  re- 
sistance 

Aire- 
sistance 

u... 

OlmM. 

1.7302 
1.7302 
1.7302 
1.7297 
1.7301 

Ohms. 

0.9035 
.9047 
.9051 
.9054 
.9060 

4Khoan 

Ohms. 

1.7300 
1.7301 
1.7301 
1.7298 

Ohma. 

0.9063 

or 

6  hours 

.9069 

If , 

7h<ran 

.9068 

|£§..  , 

11  hour 

.9069 

in 

Che  specific  resistance  of  this  alloy  was  determined  on  a  wire 
.wn  to  2.54  mm  diameter  and  annealed  at  400®  C.  It  was 
nd  to  be  3.35  microhms  per  centimeter  cube. 

MECHANISM    OF   HARDENING   DURING  AGING   AFTER 
RAPID  COOLING 

apparently  no  attempt  has  ever  been  made  to  develop  an  expla- 
ion  for  the  changes  in  the  physical,  particularly  mechanical, 
perties  of  this  alloy  during  aging  after  rapid  cooling.  The 
inges  which  take  place  are  quite  marked  and  definite  and  must 
respond  to  some  quite  as  definite  changes  in  the  structure  and 
Lstitution  of  the  alloy,  or  at  least  to  profoimd  molecular  changes. 
ive  are  not  able  to  show  that  actual  phase  changes  take  place 
•ing  aging,  we  must  then  ascribe  these  changes  in  physical 
iperties  to  alterations  in  the  atomic  or  molecular  structure. 
Ul  of  the  evidence  which  the  authors  have  been  able  to  find  or 
accumulate  seems  to  indicate  that  the  hardening  during  aging 
actually  accompanied  by  a  phase  change  within  the  alloy, 
so  far  as  it  can  be  said  then  that  this  phase  change  causes  the 
dening,  for  the  reason  that  it  accompanies  it,  this  phase  change 
y  be  regarded  as  its  active  cause. 

Slsewhere  •  the  authors  have  determined  the  solubility  at  differ- 
;  temperatures  in  aluminum  of  CuAl,  and  of  Mg^Al,,  the  alumi- 
n-rich  compotmds  of  the  copper-aluminum  and  magnesium- 
minum  binary  alloy  series,  respectively.  The  solubility-tem- 
ature  curves  of  these  compoimds  are  reproduced  in  Figs.  12 
1 13;  the  solubility  of  both  x:ompoimds  diminishes  rapidly  with 
^ered  temperature. 

'.  D.  Merica,  R.  G.  Waltenberg.  and  J.  R.  Freeman,  jr..  The  Constitution  and  Metallography  of  Alu- 
im  and  its  Light  Alloys  with  Copper  and  with  Magnesium.  Scientific  Paper  of  the  Bureau  oi  Stand- 
'^^  337t  Z9X9;  alao  Bull.  A.  I.  M.  B.  No.  zsx,  p.  zouz,  1919. 
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Pig.  12. — Portion  ofequiUbriwn  diagram  of  copper-aluminuhi  alloy  series  showing  solu 
biUty  curve  be  cf  CuAi*  in  aluminum 
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FiG.  13. — Portion  of  equilibrium  diagram  of  magnesium-aluminum  alloy  series  shovdng 
solubility  curve  be  of  Mg^Ai^  in  aluminum 
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Upon  slowly  cooling,  an  alloy  containing  3  per  cent  of  copper 
m  500°  C,  the  CiiAlj  precipitates  from  solid  solution  to  main- 
Q  equilibritun  along  the  line  be.  The  alloy  so  obtained  is  soft 
1  does  not  harden  upon  aging.  Rapid  cooling  of  the  same  alloy 
m  500®  C  by  quenching  partially  or  wholly  suppresses  this  pre- 
itation  of  CuAl^.  If  the  alloy  is  held  at  a  low  temperature,  such 
at  that  of  liquid  air  ( —  1 80®  C) ,  no  further  hardening  takes  place 
Ml  aging.  The  alloy  is  not  in  equilibrium,  but  the  rate  of 
dear  formation  of  CuAl,  is  so  small  that  no  CuAl,  precipitates 
bring  about  equilibrium.  If,  however,  the  temperature  of  the 
)y  is  raised  to  100®  C,  or  even  to  ordinary  room  temperatture, 
lording  to  the  theory  which  the  authors  propose,  the  mobility 
the  molecules  becomes  sufl&ciently  great  that  precipitation  of 
\  CuAl,  takes  place  in  the  form  of  very  fine  particles  of  colloidal 
persion.  To  this  precipitation  is  due  the  hardening  during 
ng  of  duralumin. 

rhe  evidence  in  favor  of  this  theory  is  largely  of  an  indirect 
:ure,  the  only  direct  confirmation  of  its  truth  being  furnished 
the  results  of  thermal  analysis. 

Jpon  heating  a  specimen  of  duralumin  which  has  been  que4ched 
m  500®  C  but  not  aged,  an  evolution  of  heat  occurs  at  from  250 
275°  C.  This  is  shown  in  inverse  rate-reading  curves  of  three 
apositions,  C8,  Cii,  and  N34,  in  Figs.  14,  15^  and  16.  No 
rmal  change  takes  place  upon  cooling  the  same  specimen, 
ivided  it  has  not  been  heated  beyond  520®  C.  Upon  reheating 
\  same  slowly  cooled  specimen  no  evolution  of  heat  is  found  cor- 
ponding  to  that  upon  the  first  heating.  Without  doubt,  there- 
e,  a  chemical  reaction  takes  place  at  250  to  275°  C  upon  heating 
\  quenched  sample  with  evolution  of  heat;  that  is,  indicating 
\  formation  of  stable  from  imstable  phases,  not  a  transformation 
stable  to  other  stable  phases,  the  two  systems  being  in  equilib- 
m  during  the  transformation.  Such  a  transformation  must 
:e  place  with  heat  absorption  upon  raising  the  temperature. 
V  specimen  which  has  been  quenched  and  aged  at  from  100  to 
)®  C  to  secure  maximum  hardness  shows  little  or  no  evolution 
tieat  upon  heating.  (See  ciurv^es  in  Figs.  14, 1 5,  and  16.)  What- 
ar  the  chemical  reaction  be  that  is  indicated  on  the  first  heating 
•ve  of  a  quenched  specimen,  it  has  taken  place  during  the  aging 
the  specimen,  during  which  the  hardening  also  occurs;  stable 
ases  have  formed,  and  the  subsequent  heating  curve  shows  no 
est  corresponding  to  that  of  the  quenched  specimen. 
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This  chemical  reaction  can  hardly  be  other  than  the  precipita- 
tion of  CuAl,  from  its  supersaturated  solution  in  aluminum, 
although  direct  visual  evidence  bearing  on  this  question  is  also 
lacking.  In  describing  the  attempt  which  was  made  to  recognize 
microscopically  the  phase  change  diuiig  aging  just  predicated  a 
digression  must  be  made  in  order  to  discxiss  the  general  features 
of  the  microstructmre  of  duralumin,  which  has  apparently  not 
been  done  before. 

1.  STRUCTURE  OF  DURALUMIN 

This  microstructiu'e  may  be  developed  either  by  etching  in  a 
relatively  concentrated  solution  of  sodium  hydroxide,  NaOH,  a 
dilute  solution  of  hydrofluoric  acid,  HF,  or  in  a  dilute  solution  of 
NaOH.  The  grain  structure  of  the  alloy  is  best  developed  by  the 
tVo  former  solutions;  lo  per  cent  NaOH  and  5  per  cent  HF  are 
generally  used  for  this  purpose.  For  the  identification  and  study 
of  the  different  microscopic  constituents  of  the  alloy  a  o.i  per  cent 
solution  of  NaOH  has,  however,  shown  itself  much  superior  to  the 
former  ones,  and  this  solution  has  been  used  in  most  of  the  authors' 
investigations. 

Duralumin  after  rolling  shows  a  structure  similar  to  that  in  Fig. 
18,  which  is  quite  tjrpical.  Fig.  19  shows  the  same  alloy  at  a 
higher  magnification. .  Grains  of  aluminum  (in  which  are  dissolved 
Si,  CuAl,,  and  Mg^Al.)  are  surrounded  by  strings  of  islands  of 
eutectic  (CuAl,  alumintun,  FeAl,  aluminmn,  and  possibly  others), 
which  are  white  in  Fig.  18.  Upon  examination  under  a  higher 
power  the  eutectic  is  seen  to  consist  of  two  constituents,  one  of  a 
brownish  color,  the  other  white.  These  two  constituents  are  evi- 
dent in  Fig.  19.  In  another  article  by  the  authors  (see  note  9,  on 
p.  — )  these  two  constituents  have  been  identified  as  FeAl,  (brown) 
and  CuAl,  (white) ,  respectively.  Quite  often,  but  not  always,  the 
FeAl,  surrounds  the  CuAl,,  as  is  shown  in  the  figure. 

Besides  these  two  constituents  a  third,  of  pronounced  bluish 
color,  is  visible.  This  is  readily  distinguished  imder  the  micro- 
scope; not  always  so  readily  in  a  photograph.  It  is  seen  within 
an  island  of  CuAI,  in  Fig.  20.  In  the  same  article  the  authors 
have  expressed  the  opinion  that  this  is  Mg,Si;  it  only  occtu-s  in 
alloys  containing  magnesium. 

Upon  still  closer  observation  the  grains  of  aluminum  solid  solu- 
tion are  seen  to  contain  imnute  particles  of  a  constituent.  These 
are  shown  in  Figs.  21  to  25.  These  particles  are  so  small  that  it 
is  impossible  to  identify  them  with  certainty.     Inasmuch  as  they 
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Fig.  i8. — Rolled  duralumin,  N  34.     Etched  with  o.i  per  cent 
NaOH,     Xioo 


V 


•wwr-^c^*^ 

■^ 

K' 

S^ 

Hl 

■M  .. 

^9^' 

.^^^^^^^^^^»^  r^  ^ 

wi 

^■^j^ 

"••>^ 

h."-^ 

^^WM> 

(.  jp^7%.^ 

^^^^^^^^H 

* 

Fig.  19. — Rolled  duralumin,  N  34  (E4).     Etched  with  0,1  per  cent 
NaOH.     XI 000 
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Fig.  20. — Specimen  cf  N  28  containing  Cu  and  Mg,  showing  island 
of  MgjSi  (dark)  within  one  of  CuA  /j  {white),     X 1000 


Fig.  21. — Sample  of  duralumin^  E  j,  showing  FeAl^  and  CuAli 
eutectic,  ana  fine  particles  throughout  ground  mass,     Xiooo 


Digitized  by 


Google 


cientiflc  Papers  of  the  Bureau  of  Standards,  Vol.  15 


^«SW?5 

HgP 

^^^( 

'^PS^^^^^f^ 

s 

^ 

^^^m 

i 

i 

^9 

m 

^^m 

<  jpBjB 

si 

1^^ 

^^i^^l 

Fig.  22. — Sample  of  E  j,  jaw^  as  Fig,  2i.     X2000 


Fig.  23. — Sample  of  duralumin  E  yF,  after  annealing  20  hours  at 
^ocP  C,  quenching  and  aging  at  room  temperature.     X^ooo 


Digitized  by 


Google 


Scientific  Papers  of  the  Bureau  of  Standards,  Vol.  15 


■■■--■  v,,?^ 


^5>S/^^^^^gSl 


Fig.  24. — 5ame  tfuiterial  as  in  Fig.  2j.     Xiooo 


Fig.  25. — Sample  of  duralumin,  E  4-Ft  after  annealing  20  hours  at 
SocP  C,  quenching  and  aging  at  room  temperature,     X^ooo 
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ccur  also  in  altuninum  itself,  they  must  consist  in  part,  at  least, 
f  the  compound  X  (of  iron,  silicon,  and  probably  also  aluminum; 
ie  note  9,  on  p.  299)  and  possibly  FeAlg;  probably  CuAl,  is  also 
resent  in  this  form.  All  of  this  generation  of  particles  have 
ndoubtedly  separated  dtu-ing  cooling  from  a  solid  solution  in 
luminum  at  higher  temperatures. 

The  visible  structure  of  duralumin  changes  but  slightly  upon 
eat  treatment.  Rolled  duralumin  consists  of  elongated  grains, 
pon  heating  such  material  to  500®  C  recrystallization  of  the 
himinum  solid  solution  grains  first  occurs,  and  the  fine  grains  so 
>rmed  increase  in  size.  This  growth  is  naturally  interrupted  by 
uenching.  Immediately  after  quenching,  therefore,  the  grains 
lay  be  either  larger  or  smaller  than  the  original  ones,  depending 
pon  the  period  of  heating  at  500*^  C  and  the  rate  of  heating  to 
lat  temperature.  During  subsequent  aging  the  grains  do  not 
lange  in  size.  Heating  to  500°  C  also  results  in  the  solution  of 
)me  or  all  of  the  CuAl,  eutectic  grains  seen  in  the  rolled  material 
)  correspond  to  equilibritun.     The  FeAlg  does  not  dissolve. 

If  there  occurs  during  the  aging  of  duraltunin  after  quenching 

gradual  precipitation  of  CulAI,  particles  to  correspond  to  its 
iminished  solubility  at  the  lower  temperatures,  one  woidd  expect 
)  be  able  to  observe  some  difference  between  the  microstructure 
I  the  quenched  imaged  specimen  and  that  of  the  quenched  one 
[ter  thorough  aging.  The  particles  of  CuAl,  may  quite  well  be 
K)  small  to  be  resolvable  microscopically,  but  the  presence  of  a 
rge  niunber  of  such  colloidal  particles  might  be  expected  to 
:celerate  the  etching  of  the  specimen;  at  least  troostite  etches 
luch  more  readily  than  martensite  or  sorbite,  and  it  is  considered 
uite  generally  to  consist  of  a  colloidal  solution  of  FcgC  in  alpha 
on.  Samples  of  N34,  some  of  which  had  been  heated  at  500°  C, 
uenched  in  water  and  immediately  etched,  and  some  of  which 
ad  been  subsequently  aged  at  130®  C  after  identical  treatment  to 
evelop  maximum  hardness,  were  carefully  compared  in  their 
ppearance  after  etching  in  the  same  solution  (o.  i  per  cent  NaOH) 
lid  for  the  same  periods  of  time.  No  difference  was  observed  in 
le  structure  nor  in  the  general  shades  of  the  etched  surfaces  of 
^ese  two  groups  of  specimens. 

The  authors  have  to  date,  therefore,  no  direct  structiual  evi- 
ence  of  the  precipitation  of  CuAl,  during  aging  of  duralumin. 

A  difference  in  the  rate  of  etching  of  quenched  imaged  and  of 
uenched  and  aged  may  quite  possibly  be  obscured  by  the  pres- 
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ence  of  other  constituents  in  fine  dispersion,  present  in  both  cases. 
It  was  noted  above  that  there  are  always  present  a  number  of 
fine  particles  of  the  X  constituents.  A  structural  study  of  duralu- 
min n[iade  with  pure  aluminum  free  from  iron  and  silicon  might 
yield  more  positive  restdts. 

It  is  interesting  to  note  that  although  the  velocity  of  nuclear 
formation  of  CuAl,  at  temperatures  from  20  to  400°  C  seems  to 
be  quite  normal,  judging  by  thermal  analysis,  the  velocity  of 
crystallization  or  of  coalescence  of  the  nuclei  is  evidently  quite 
remarkably  small.  Thus  it  was  foimd  (see  note  9  on  p.  299)  that 
there  was  no  visible  precipitation  of  CuAl,  in  an  alloy  containing 
3  per  cent  of  copper  upon  annealing  at  300^  G  for  20  hours  after 
obtaining  all  of  the  CuAl,  in  solution  by  annealing  at  500®  C. 
Only  by  very  slow  cooling  from  500  to  20^  C  coujd  a  visible  pre- 
cipitate of  CuAl,  be  produced.  Slow  velocities  of  crystallization 
seem  to  be  characteristic  both  of  CuAl,  and  of  altunintun. 

Although  it  can  not  be  directly  proved  that  the  thermal  arrest 
at  about  250°  C,  noticed  upon  heating  a  quenched  imaged  speci- 
men of  diualumin,  is  due  to  the  precipitation  of  CuAl,,  no  evidence 
directly  contradicts  this  assumption,  which  is  in  entire  accord 
with  our  knowledge  of  the  equilibritun  within  the  alloy,  and  this 
arrest  can  not  be  assigned  to  any  other  phase  change. 

It  has  been  shown  by  many  previous  investigations  and  con- 
firmed by  the  authors  that  aluminum  imdergoes  no  transformation 
in  the  solid  state  between  ordinary  temperatures  and  its  melting 
point.  No  other  phase  changes  could  occur  in  the  main  mass  of 
duralumin,  the  grains  of  solid  solution,  therefore,  except  those  of 
solution  or  precipitation  of  FeAl,,  of  the  X  compound,  of  CuAl,, 
of  Mg^Alg,  or  of  MgySi  within  the  grains.  Aluminum,  which  con- 
tains the  same  amounts  of  FeAl,  and  of  the  X  compound  as  does 
duralumin,  is  not  altered  by  heat  treatment  as  is  duraltunin,  nor 
does  it  show  a  reverse  h^t  effect  upon  heating  as  does  the  latter. 
This  heat  effect  must  therefore  be  due  to  the  precipitation  either 
of  CuAla,  Mg^Al,,  or  Mg^Si.  But  the  alloys  containing  only  mag- 
nesimn  in  amounts  up  to  3  per  cent  also  do  not  harden  upon 
aging.  There  remains  only  the  precipitation  of  CuAl,  with  which 
to  explain  this  heat  effect. 

The  theory  outlined  above  of  the  mechanism  of  the  hardening 
of  dm^umin  during  aging  most  readily  explains  the  interesting 
fact  discovered  by  Mr.  Blough,  and  confirmed  by  the  authors, 
that  the  amount  of  hardening  during  aging'  increases  as  the  tem- 
perature of  quenching  increases.     At  higher  quenching  tempera- 
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es  more  and  more  CuAl,  is  dissolved  in  soKd  solution.  After 
inching  the  CuAl,  is  in  excess  of  its  solubility;  the  higher  the 
inching  temperature  the  greater  is  the  excess,  and  this  is  pre- 
itated  during  aging.  The  hardening  is  in  proportion  to  the 
cunt  of  the  highly  dispersed  CuAl,  formed. 
i  this  theory  is  accepted  for  the  moment,  it  is  interesting  to 
Lsider  the  effect  of  degree  of  dispersion  upon  hardness  in  the 
e  of  a  solid  solution,  in  this  case  of  CuAl,  in  aluminum.  Dura- 
lin  immediately  after  quenching  is  generally  softer  than  it  is 
the  annealed  condition.  Thus,  alloy  Cii  in  the  form  of  sheet 
^e  the  following  values  of  hardness:  Scleroscope  hardness  (mag- 
/mg  hammer) :  Annealed  at  300^,  17;  quenched,  but  not  aged, 
quenched  and  aged  8  days,  35.  This  is  probably  due  to  the 
t  that  a  specimen  as  ordinarily  cooled  after  annealing  still  con- 
is  some  dissolved  CuAl,  in  excess  of  its  solubility;  the  material 
dens  slightly  during  cooling.  Specimens  cooled  extremely 
vly  give  a  scleroscope  hardness  of  from  7  to  10,  much  lower  than 
t  of  the  quenched  unaged  ones. 

Jpon  aging  a  quenched  specimen  at  200®  C,  for  example,  the 
dness  first  increases  to  a  maximum  and  afterward  decreases, 
ring  that  aging  there  has  been  first  a  formation  of  fine  nuclei 
ZvlAI^  followed  by  coalescence  of  these  particles  into  ones  of 
fer  size.  There  is,  therefore,  a  certain  average  size  of  particle 
2uAla,  for  which  the  hardness  of  the  material  is  a  maximum; 
mic  dispersion  of  the  solute,  CuAl,,  is  not  the  dispersion  that 
duces  the  maximum  hardness,  but  some  intermediate  one 
ween  it  and  that  at  which  the  particles  become  visible  by  ordi- 
y  means. 

t  is  interesting  to  observe  that  the  properties  of  other  light 
►ys  of  aluminum  are  influenced  by  heat  treatment  and  aging, 
is  Rosenhain  and  Archbutt*^  have  foimd  that  the  tensile 
mgth  of  sand-cast  aluminum-zinc  alloys  increases  upon  aging, 
another  article  (see  note  7,  on  p.  272)  by  two  of  the  authors  it 
1  been  shown  that  whereas  alloys  of  aluminum  -magnesium, 
mintim -manganese,  aluminum-manganese-magnesium,  and 
minum-nickel  do  not  harden  upon  quenching  and  aging;  those 
aluminum-magnesium-nickel  do.  The  solubility  of  zinc  in 
minum  decreases  from  40  per  cent  at  the  eutectic  temperature 
about  25  per  cent  at  256^  C  and  is  probably  much  less  at  stUl 
rer  temperatures.     As  in  the  case  of  the  copper-aluminum  alloys 

>*  Report  to  the  Alloys  Rctearcfa  Committee,  Proc.  Inst.  Mech.  Bng.,  p.  319;  19x2. 
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decreasing  solubility  at  lower  temperatures  of  the  constituent 
CuAlj  or  zinc,  is  accompanied  by  the  possibility  of  hardening  bj 
quenching  and  aging. 

Inasmuch  as  the  aliuninum-nickel-magnesium  alloys  also  harder 
by  aging,  we  may  expect  an  appreciable  solubility  of  NiAlj  in  solic 
aluminum  at  higher  temperatures.  The  solubility  of  MnAl,  ij 
undoubtedly  quite  low. 

2.  ANALOGY  BETWEEN  THE  HARDENING  OF  DURALUMIN  AND  THAT  01 

STEEL 

The  hardening  of  duralumin  upon  the  basis  of  this  hypothesis 
presents  an  interesting  analogy  with  that  of  steel.  The  hardening 
of  steel  is  due  to  the  partial  or  entire  suppression  of  the  eutectoic 
transformation.  Most  recent  thought  regards  it  as  due  mon 
directly  to  the  suppression  of  the  cementite  precipitation  (as  pearl 
ite) ,  the  transformation  of  7  into  a  iron  having  taken  place  at  leasi 
in  part  The  partial  suppression,  therefore,  of  the  precipitatioi 
of  a  compound  from  a  soUd  solution  is  common  both  to  rapidl] 
cooled  steel  and  to  duraltunin. 

A  sample  of  steel  which  has  been  hardened,  but  not  tempered 
shows  an  evolution  of  heat  upon  heating  "  through  its  temperinj 
range  exactly  as  does  duralumin.  This  is  due  to  the  precipitatioi 
of  Fe,C  in  finely  divided  form  in  the  case  of  steel  exactly  as  it  seemi 
to  be  due  to  that  of  CuAl,  in  dmulumin. 

During  the  tempering  or  aging  of  steel  at  from  100  to  300°  C 
the  hardness  usually  decreases  immediately;  that  is,  the  maximun 
hardness  of  steel  is  obtained  by  quenching  alone,  whereas  that  o 
duralumin  is  produced  after  aging.  In  the  case  of  some  high 
carbon  steels  (from  0.9  to  1.7  per  cent  C),  however,  the  hardnes 
increases  during  tempering  after  quenching  exactly  as  in  the  cas< 
of  duralumin."  The  maximum  hardness  in  hardened  steel  ii 
creases  with  the  carbon  content,  as  it  does  in  duralumin  wit! 
the  copper  content 

It  has  been  found  that  tool  steel  containing  timgsten  imdergoes 
an  increase  of  hardness  during  tempering  at  from  400  to  650°  C 
after  quenching  from  1350°  C.  *' 

"  H.  Scott.  Bffect  cl  Rate  of  Tonperature  Chance  on  Transformations  in  Alloy  Steel.  8oicntifl€  Papc 
No.  335,  of  the  Bureau  of  Standards,  Z919;  also  Bull.  A.  I.  M.  £.  No.  146.  p.  157;  1919. 
^  E.  Maurer.  H&rten  und  Anlassen  von  Eisen  and  Stahl.  MetaUurgie.  6,  p.  53;  1909. 
i>  Edwards  and  Xakkawa.  Joum.  Iron  and  Steel  Institate,  98,  p.  6:  zqx^ 
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3.  EUTECTIC  STRUCTURE  AND  INFLUENCE  OF  MAGNESIUM 

lere  is  one  fact  which  is  not  readily  explained  by  the  author's 
thesis.  Although  alloys  containing  only  magnesium  and  no 
er  do  not  harden  and  alloys  containing  only  copper  with  no 
lesium  do  harden,  those  containing  both  copper  and  magfie- 
imdergo  a  much  greater  hardening  than  do  those  with  copper 
:.  Magnesium,  therefore,  exerts  no  effect  by  itself  in  this 
tion,  and  is  not  essential  to  the  hardening  power,  but  it  mate- 
increases  the  effect  of  the  copper.  The  hypothesis  developed 
e  does  not  indicate  any  reason  for  this  effect, 
e  authors  are  of  the  opinion  that  the  influence  of  the  mag- 
m  is  of  a  secondary  nature.  Thus  it  seems  probable  that  some 
lesium  imites  with  the  siKcon  present  to  form  MgjSi,  the  blue 
ituent  always  found  in  alloys  containing  magnesium.  The 
val  of  the  silicon  in  this  manner  may  be  the  direct  cause  of 
ssultant  increase  of  hardening  effect.  This  would  agree  with 
bserved  fact  that  with  usual  silicon  content  0.5  per  cent  mag- 
m  is  enough  to  fully  develop  the  partially  latent  hardening 
r  of  the  copper-altuniniun  alloys.  The  addition  of  more  mag- 
m  produces  a  somewhat  harder  alloy  in  all  conditions,  but 
not  materially  increase  the  hardening  effect.  This  is  shown 
le  following  comparison: 


Altoy 

Ower 

Temue  Hrencili 

Increaeein 
tenille 

Annealed 

"hSSisir 

Per  cent 
2.6 
3.2 

Percent 
1.3 
0.5 

LlM./ln.s 
35  000 

23  000 

LlM./ln.s 
56  000 

49  000 

Percent 
60 

110 

nsideration  of  the  test  results  of  Table  2  shows  that  magnesium 
ms  the  aluminum  matrix  considerably  even  in  the  annealed 
Ltion.  It  is  probable  that  the  alteration  of  this  matrix  affects 
:edly  the  dispersion  of  the  precipitation  of  CuAl,  during  aging 
X)nsequently  the  mechanical  properties  obtained, 
ere  is  another  feature  of  the  structure  of  duralumin  which  is 
eat  importance  and  in  which  may  be  found  some  part  of  the 
ination  for  the  effect  of  magnesium.  This  is  the  manner  in 
li  the  FeAl,  and  the  CuAl^  eutectics  crystallize. 
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There  are  several  possible  binary  eutectics  in  duralumin,  name 
the  following: 


Btttectic 


Botectkte 
ptratarc 


81  (cn«t)+alniiiliiniii  Mild 
X  oompoand+aloiiiiiiam  nUd  Mluttax. 
CuAlt+riii  intiiBiii  Mild 
MfiAb+atamlmim  Mik 
MfsSl+ahamimim  Mild  Mlntloa. 


•C 

640-6M] 

570-5H 

61(1 

S2Q-S40 

4SC 

44C 


The  amoimts,  by  volume,  of  the  eutectics  with  FeAl,  and  w 
CuAl,  in  ordinary  duralumin  are  fairly  large  and  about  equ 
that  with  Mg^Si  somewhat  less,  that  with  X  and  with  Mg^, 
usually  almost  nil.  The  approximate  temperatures  of  eutec 
solidification  are  given  above;  they  represent  in  all  cases  the  te 
peratures  observed  in  the  presence  of  both  the  FeAl,  and  the 
eutectic.  The  presence  of  CuAl,  or  Mg^Si  lowers  the  eutec 
temperatures  of  the  other  binary  eutectics.  Thus,  in  the  preset 
of  MgjSi,  the  eutectic  temperature  of  CuAls-alumintun  is  reduc 
from  540  to  520-530^  C,  and  this  is  always  obtained  as  a  then] 
arrest  in  heating  or  cooling  duralumin. 

The  order  of  solidification  of  these  binary  eutectics  in  aluminu 
riclTalloys  is  a  matter  of  the  greatest  importance.  Fig.  26  sho 
the  probable  form  of  the  equilibrium  at  the  aluminum  end  of  1 
ternary  system,  Al-Cu-Fe.  An  alloy  containing  about  0.5  ] 
cent  Fe  and  3  per  cent  Cu  (at  g  in  the  figture)  would  follow  the  li 
gf-fc  upon  solidification.  A  solid  solution  of  aluminum  w 
CuAl,  (FeAl,  is  almost  insoluble  in  aluminum)  first  crystalliz 
and  the  composition  of  the  liquid  changes  along  the  curve  gf  w 
lowering  of  temperature.  At  /  the  binary  eutectic  FeAl,  alui 
ntun  solid  solution  crystallizes,  and  also  along  fc.  The  liqi 
remaining  at  /  is  contained  in  the  interstices  between  the  so 
grains  of  alumintun  solid  solution,  and  the  FeAl,  crystallizes  up 
these  grains  at  the  boundary  between  solid  and  liquid.  At  c  1 
binary  eutectic  CuAl,  altmiinum  solid  solution  also  crystalU 
with  the  remainder  of  the  first  eutectic.  The  resultant  structt 
is  shown  in  Figs.  19,  20,  21,  22,  23,  and  24.  The  FeAl,  oft 
entirely  surrounds  and  isolates  the  CuAl,  crystals. 

When  a  specimen  having  such  a  structure  is  heated  to  500*^ 
for  quenching,  much  of  the  CuAl,  may  be  separated  from  t 
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linum  by  this  layer  of  insoluble  FeAlj  eind  is  effectually  pre- 
ed  from  dissolving.  Thus  E3-F, 'containing  only  1.56  per 
Cu,  heated  20  hours  at  500^  C  and  quenched,  still  contains 
CuAlj,  although  its  solubility  at  that  temperature  was  about 
r  cent.  Its  structure  is  shown  in  Fig.  23.  The  undissolved 
I,  Gight)  is  surrounded  by  FeAl,  (dark).  (The  other  light 
ds  are  Mg^i,  which  are  distinguishable  tmder  the  xnicroscope 
'  bluish  color,  but  photograph  light.) 


/ 


AltMinuxn 

16. — Suggested  form  of  liquidus  surfaces  of  ternary  system  aluminumriron-copper 
near  aluminum  end 

lis  inclosxure  of  the  compound  of  one  binary  eutectic  by  that 
lother  seems  to  be  characteristic  of  light  aluminum  alloys, 
g.  20  shows  an  island  of  CuAl,  inclosing  one  of  MgjSi.  Such 
ructure  explains  probably  the  confusing  heating  and  cooling 
mal  cinrves  often  obtained  with  copper-alimiiniun-magnesium 
rs.  In  Fig.  16  was  shown  several  normal  heating  and  cooling 
es  for  N34  containing  both  copper  and  magnesium.  The 
rse  heat  effect  in  the  quenched  alloy  at  about  260®  C  and  the 
ctic  arrest  at  510^  C  are  both  visible.  In  Fig.  17  are  shown 
heating  and  cooling  ciursre  of  N28  containing  Cu  4.98  per 
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cent  and  Mg  2.41  per  cent.  On  the  up  curve  the  usual  52c 
arrest  is  noticed;  upon  cooling,  however,  instead  of  one,  tl 
arrests  are  noticed,  at  502**  C,  at  478®  C,  and  at  456**  C.  1 
cycle  will  repeat  itself  indefinitely  not  only  in  this  alloy  but 
others  containing  copper  and  magnesium,  particularly  when 
rather  high  copper  and  magnesium  content. 

The  structure  of  Fig.  20  was  obtained  in  N28  after  the  then 
analysis  was  complete  and  is  characteristic;  practically  all  of 
MgjSi  is  surrounded  completely  by  CuAl,.  Upon  cooling,  Cu 
separates  at  the  first  arrest  (500**  C),  at  the  second  and  tl 
MgjSi  and  possibly  some  traces  of  Mg^Al,.  These  crystallize  ins 
of  the  CuAl,;  the  aluminum  partides  of  the  respective  eutec 
coalesce  with  the  aluminum'grains.  Upon  reheating  this  alloy 
surface  of  contact  between  Mg,Si  and  aluminum  is  so  slight  t 
the  melting  of  the  eutectic,  which  should  normally  occur  at  the  t 
lower  cooling  arrests,  proceeds  too  slowly  to  give  an  arrest,  and ; 
until  the  protecting  sheath  of  CuAl,  melts  as  eutectic  at  the  hig 
(520®  C)  arrest  does  the  Mg^Si  melt  also. 

These  thermal  arrests  obtained  around  500^  C  are  related 
the  formation  of  the  various  eutectics  and  do  not  have  anyth 
to  do  with  the  hardening  of  duralumin. 

VL  CONCLUSIONS  RELATIVB  TO  THB  MANUFACTITRB  A! 
HEAT  TREATMENT  OF  DURALUMIN 

It  has  been  shown  that  when  duralumin  is  rapidly  cooled 
quenching  from  temperatures  between  250  and  520**  C,  and  aj 
thereupon  at  temperatures  from  o  to  200^  C,  the  hardness  a 
at  least  at  lower  aging  temperatures,  the  ductility  increase.  1 
actual  values  of  hardness  and  ductility  thus  obtained  depend  ui 
the  quenching  temperatures;  they  increase  with  that  temperat 
up  to  about  520*^  C,  corresponding  to  the  increase  of  CuAl,  in  sc 
solution.  At  this  temperature  any  free  CuAl,  melts  as  a  eutec 
and  the  material  is  spoiled;  this  eutectic  temperature  theref 
marks  the  upper  limit  of  the  usefid  quenching  temperature  ran 

In  order  to  develop  the  best  mechanical  properties  by  b 
treatment,  a  quenching  temperature  should  be^  used  as  near  t 
as  is  possible  without  running  risk  of  burning  the  metal  by  1 
melting  of  this  eutectic.  In  practice  it  should  be  possible 
quench  from  temperatures  between  510  and  515®  C. 

The  period  of  time  at  which  sheet  material  should  profitably 
held  at  the  quenching  temperature  lies  between  10  and  20  minui 
Heavier  sections  such  as  bars  might  require  more  time  at  t 
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Lperature,  as  the  structure  of  such  sections  would  be  coarser 
would  require  somewhat  more  time  for  the  complete  solution 
heCuAl,. 

[uenching  is  best  and  most  conveniently  carried  out  in  boiling 
er.  The  mechanical  properties  are  better  after  quenching  in 
than  after  quenching  in  cold  water,  and  there  is  less  danger 
racking  due  to  cooling  stresses. 

he  best  temperature  for  subsequent  aging  depends  upon  the 
hanical  properties  that  are  desired.  For  most  purposes  it 
be  found  best  to  age  at  100®  C  for  about  5  to  6  day^.  The 
iter  portion  of  the  hardening  effect  takes  place  within  this 
od.  Such  a  treatment  develops  both  high  strength  and 
1  ductility.  If  a  material  having  a  higher  proportional  limit 
lower  ductility  is  desired,  the  material  may  be  aged  at  higher 
peratures  up  to  150®  C  for  from  2  to  4  days, 
he  authors'  experience  has  not  led  them  to  recommend  a 
aient  composition  for  duralumin  than  that  in  current  use; 
t  is,  Cu,  3  to  4.5  per  cent;  Mg,  0.4  to  i.o  per  cent;  Mn,  o  to  0.7 
cent;  99  per  cent  Al  (remainder). 

t  is  believed  that  it  would  be  of  advantage  to  preheat  the 
)ts  for  hot  rolling  to  a  somewhat  higher  temperature  than  is 
letimes  used.  It  would  be  desirable  to  preheat  to  500^  C  or 
lear  to  that  temperature  as  the  temperature  tmiformity  of  the 
lace  permitted;  the  free  CuAl,  wotdd  have  better  opportunity 
i;oing  into  solution  at  this  temperature  than  at  lower  ones, 
ling,  however,  can  not  be  done  at  this  temperature,  due  to 
eutectic  of  the  Mg^Si  melting  at  450®  C  and  consequent 
shortness  of  the  material.  It  might  therefore  be  advisable  to 
lieat  to  500°  C,  but  to  roll  at  about  450^  C. 

Vn.  SUMMARY  AND  CONCLUSIONS 

lie  heat  treatment  of  alloys  of  the  type,  duralumin,  was  in- 
tigated  and  the  effect  observed  of  variations  in  the  heat- 
iting  conditions,  such  as  quenching  temperature,  temperatiu-e 
luendung  bath,  and  of  aging  or  tempering,  and  time  of  aging 
m  the  mechanical  properties. 

'onclusions  are  drawn  relative  to  the  best  conditions  for  com- 
rcial  heat-treating  practice  for  this  alloy.  The  temperature  of 
inching  should  not  be  above  that  of  the  CuAl,  aluminum 
ectic,  which  is  usually  about  520^  C,  but  should  be  as  near  to 
5  as  possible  without  danger  of  eutectic  melting.  The  pieces 
»idd  be  held  at  this  temperature  from  10  to  20  minutes  and 
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quenched  preferably  in  boiling  water.  The  hardening  may  f( 
most  ptuposes  best  be  produced  by  aging  for  about  5  days  \ 
100°  C. 

A  theory  of  the  mechanism  of  hardening  of  dtu-alumin  durii 
aging,  alter  quenching  from  higher  temperatures,  was  develop< 
which  is  based  upon  the  decreasing  solubility  of  the  compoui 
CuAl,  in  soUd  solution  in  aluminum  with  decreasing  temperatur 
from  520°  C  to  ordinary  temperatures.  It  is  believed  that  ti 
precipitation  of  excess  CuAl,  which  is  suppressed  by  quenchii 
proceeds  during  aging,  the  precipitation  taking  place  in  vei 
highly  dispersed  form.  The  hardening  is  due  to  the  formation 
this  highly  dispersed  precipitate. 

According  to  this  theory  the  hardening  of  duralumin  dtuii 
aging  or  tempering  after  quenching  presents  a  very  dose  analog 
with  that  of  steel,  and  the  evidence  in  support  of  the  theory  is  < 
the  same  nature  and  of  approximately  the  same  competence  \ 
that  in  support  of  the  prevailing  theory  of  the  hardening  of  stec 

Washington,  February  27,  1919. 
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L  INTRODUCTION 

I  a  paper  presented  before  the  Institute  of  Metals  entitled 
ne  Appliances  for  Metallographic  Research/'  Rosenhain^ 
ribed  a  new  type  of  furnace  designed  primarily  for  the  thermal 
ysis  of  metals  by  the  inverse-rate  method  and  used  by  him  with 
iderable  success  in  the  metallurgical  department  of  the 
onal  Physical  Laboratory.  In  his  disctission  of  this  t)rpe  of 
ace  Rosenhain  pointed  out  certain  difficulties  met  with  in  its 
ation,  such  as  uniformity  of  rate  of  heating  or  cooling  being 
equate  for  the  degree  of  accuracy  desired.  To  overcome 
diBBculty,  he  suggested  in  place  of  motor  propulsion  a  gravity 
e  controlled  by  a  "hydraulic  cylinder  with  a  relief  valve 
se  width  of  opening  can  be  regulated  to  allow  of  any  desired 

of  motion."  The  authors  in  constructing  a  thermal-analysis 
ace  of  Rosenhain's  type  have,  therefore,  followed  his  sugges- 

and  also  added  certain  features  which  increase  somewhat 
convenience  and  simplicity  of  its  operation.  Requests  for 
rmation  regarding  this  furnace  and  the  highly  satisfactory 
Its  obtained  from  its  use  justify,  it  is  believed,  describing  its 
;truction  and  operation  in  sufficient  detail  to  make  possible 
luplication  or  improvement. 

>  Rmwihain,  J.,  Inst,  of  MeUls,  IS,  p.  z6o;  19x5. 
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The  details  of  the  furnace  construction  are  shown  in  Fig.  i 
which  is  drawn  to  scale.  The  heating  tube  is  of  }i-inch  wal 
"alundum,"  heated  at  the  upper  end  by  17  turns  of  0.52-mn 
platinum  wire,  which  is  coated  with  alimdum  cement  suppliec 
for  this  purpose.  The  cement  coating  is  essential  when  a  tempera 
ture  over  looo*'  C  is  required,  as  it  prevents  hot  spots  with  tb 
resulting  burning  out  of  the  heater.  This  platinum-wire  winding 
imlike  "nichrome,"  is  entirely  satisfactory  for  temperatures  of  a 
least  1000^  C.  It  has  been  maintained  at  that  temperature  con 
tinuously  for  two  months  and  shows  no  signs  of  deterioration 
This  temperature  is  maintained  by  a  current  of  5  amperes  drawi 
from  30  volts  potential;  so  its  necessarily  continuous  operation  i 
quite  economical. 

The  furnace  is  heated  at  the  top,  as  is  Rosenhain's,  to  avok 
convection  currents,  but  the  sample  in  its  containing  tube  i 
introduced  from  the  bottom,  or  cold  end,  thereby  avoiding  th( 
disadvantages  of  his  method,  which  consist  of  inconvenience  h 
position  of  the  sample  and  control  apparatus  and  the  heating  o 
some  portion  of  the  sample  tube  at  all  times  to  the  maximuu 
temperature  of  the  furnace.  The  latter  disadvantage  may  prov( 
serious  in  the  event  of  slight  inhomogendties  in  the  thermocoupl 
wire. 

m.  DESCRIPTION  OF  THE  ELEVATING  MECHANISM 

The  details  of  the  rate-control  mechanism  are  shown  in  Fig.  2 
The  weights  K  (total  weight,  15  pounds),  operating  over  pulleys 
lift  the  elevator  B,  and  the  weight  /  (weight,  2  pounds)  lowers  it 
The  rate  of  motion  of  the  tube  C,  clamped  on  the  elevator,  i 
controlled  by  the  flow  of  oil  from  one  end  of  the  cylinder  L  to  th< 
other  through  the  needle  valve  M .  The  oil  cylinder  is  kept  opei 
to  the  air  and  filled  with  a  good  grade  of  engine  oil,  care  being  takei 
that  the  oil  is  free  from  dirt  and  air  bubbles,  which  might  easil] 
cause  variations  in  the  rate  of  motion  of  the  plimger.  The  sampl< 
tube  C  is  held  and  centered  with  three  set  screws  in  a  sleeve  D 
which  fits  into  a  receptacle  on  the  elevator,  facilitating  rapic 
changing  of  the  sample.  A  guide  rod  E  prevents  rotation  of  th< 
elevator  and  steadies  its  motion. 
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Fig.  2,— Diagram  qfgUvating  mechanism 
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lie  differential  method  of  obtaining  curves  may  be  used  with 
furnace,  but  the  experience  of  the  authors  has  been  that  more 
able  and  satisfactory  results  are  obtained  by  use  of  the 
rse-rate  method,  and  this  has  accordingly  been  used  almost 


Samp/e 
Thermocoup/e 


Porcelain 
'Tube 


Quartz 
Tube 


Vacuum  Pump 
Connection 


Srass    Ptu<^ 
Sealing  Quartz 
Tube 


Fig.  3. — Sample  mounting 

isively.  The  adoption  of  the  inverse-rate  method  limits  the 
metric  requirements  to  a  single  thermocouple  and  potenti- 
ter.  This  permits  of  the  use  of  a  somewhat  novel  method  of 
nting  samples  first  used  by  Burgess  and  Crowe'  in  their 
irches  on  pure  iron. 

le  aforementioned  method  of -mounting  is  illustrated  in  Fig.  3. 
operations  involved  consist  simply  of  cutting  a  0.5-mm  slot 
le  sample  with  a  small  hack  saw  and  riveting  in  this  slot  the 

rgcas  and  Crowe,  The  Critical  lUo^cf  A4  asid  A«  of  Pure  Iron.  Burcw  of  Stondar^ 
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flattened  head  at  the  hot  junction  of  a  platinum — 90  platinum 
rhodium  thermocouple  in  the  form  of  0.5-nmi-diameter  wi 
The  mounted  sample  is  sealed  in  the  quartz  tube  and  a  vacui 
maintained  through  the  brass-plug  connection. 

This  method  of  mounting  has  the  advantages  of  good  then 
contact  between  the  sample  and  the  thermocouple,  use  of  sn 
samples  (usually  }i  hy  ^  hy  }i  inch)  weighing  about  1.7 
with  the  consequent  elimination  of  detectable  thermal  gradiei 
and  ease  of  preparation  of  samples.  Its  chief  disadvantage 
the  slight  contamination  of  the  thermocouple  resulting  from  cl 
contact  with  the  sample  at  high  temperatures.  This  source 
error  is  easily  avoided  by  using  a  homogeneous  thermocou 
and  frequently  removing  the  short  length  subject  to  contami 
tion.  A  check  can  be  had  on  the  accuracy  and  sensitivity  of 
apparatus  imder  acttial  operating  conditions  by  taking  curves 
pure  iron,  the  A,  transformation  of  which  has  a  maximtmi  h 
effect  very  constant  at  768®  C,*  independent  of  rate  of  tempc 
tm^  change. 

The  temperature  measiu:ements  are  made  with  a  dial  pota 
ometer  and  the  time  interval  recorded  on  a  drum-type  chro 
graph,  which  instnmients  have  already  been  described.*  ". 
assembled  apparatus  is  shown  in  Fig.  4. 

A  heating  and  cooling  curve,  characteristic  of  the  f urns 
taken  on  a  transformationless  (28  per  cent  nickel)  steel  over 
temperature  range  of  from  50  to  1000®  C,  is  shown  in  Fig.  5,  e 
curve  being  divided  into  two  sections  for  convenience  in  rej 
duction.     Curves  of  a  steel  showing  several  critical  points  of  sn 
intensity  and  taken  with  this  apparatus  are  available  in  the  w 
of  one  of  the  present  authors.'    It  may  be  noted  from  Fig 
that  the  rate  of  temperature  change  is  somewhat  slower  at 
lower  temperatures  than  at  the  higher,  as  would  be  expecl 
but  that  the  change  is  not  sufficient  to  obscure  a  transformat 
occurring  an3rwhere  between  100  and  1000®  C.    This  change 
rate  is  emphasized  at  the  lower  temperatures  on  the  then 
curves  of  Fig.  5,  due  to  the  parabolic  form  of  the  relation  betw 
temperature  and  emf  of  the  platinum  couple,  for  the  curves 
plotted  with  time  of  tmit  emf  change  as  absdssse  as  a  mattei 

*  Burgess  and  Crowe,loc.  dt. 

*  Burgess  and  Crowe,  loc.  dt.  Dr.  P.  D.  Merica  has  substituted  a  pair  of  stop  watdies  ior  the  < 
dironograph  with  good  results,  providing  the  time  interval  is  greater  than  is  ■**'*fHt  Bofl.  A.  I. 
M.  E.  X5Z  p.  zoaz . 

*  Scott,  H .  Bureau  of  Standards  Sdentific  Paper  No.  335. 
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Fig.  5. — Thermal  curves  of  28  per  cent  nickel  steel 
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nience.  The  axrtual  rate  change  can  be  reduced,  and  proba- 
limmated  for  a  given  rate;  by  using  a  tnetal  cylinder  or 
un  tube  tapered  to  increase  the  heat  conduction  at  the  lower 
eratures. 

might  be  apprehended  that  the  gravity  drive  would  impart 
ctended  acceleration  to  the  elevator  instead  of  a  uniform 
ity,  but  that  the  time  required  for  the  rate  to  become  uni- 
is  slight  is  shown  by  the  short  curves  on  the  right-hand  side 
J.  4,  obtained  by  bringing  the  sample  to  the  constant  tem- 
lire  designated  and  then  taking  readings  from  the  time  of 
ng  the  valve.  The  time  required  for  the  rate  to  become 
Ed  for  that  valve  setting  is  only  6J4  minutes  on  heating  and 
ninutes  on  cooling,  while  the  corresponding  temperature 
ral  is  only  33  and  35®  C.  This  is  an  extremely  useful  char- 
stic  of  the  furnace,  as  it  enables  the  separation  of  one  trans- 
ition superimposed  on  the  end  of  another  by  holding  the 
le  at  a  temperature  at  which  the  first  transformation  will 
lete  itself  and  then  starting.  It  also  facilitates  the  study  of 
ffect  of  time  of  holding  in  the  proximity  of  the  transforma- 
temperature  on  its  position;  that  is,  determining  the  limits 
s  transformation  temperature  at  what  amotmts  to  zero  rate 
nperature  change. 

V.  SUMMARY 

lescription  is  given  of  a  thermal-analysis  furnace  constructed 
e  principle  of  Rosenhain's  furnace,  the  chief  departures  from 
^ign  bdng:  (i)  Use  of  a  gravity-drive  rate  control  and  (2) 
luction  of  the  sample  through  the  bottom  and  cold  end  of 
umace.  The  advantages  and  faults  of  these  modifications 
lentioned. 

e  methods  of  operation  developed  and  adopted  for  use  with 
:umace  are  described  and  discussed,  the  principal  variation 
the  usual  practice  being  the  mounting  of  the  sample  in 
t  thermal  contact  with  the  thermocouple. 
E-  Mann  contributed  skill  in  the  construction  of  this  furnace 
^ss  H.  G.  Movius  and  H.  A.  Wadsworth  assisted  in  its  suc- 
il  development. 
^SHiNGTON,  D.  C,  May  28,  1919. 
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I.  INTRODUCTION 

rone  who  has  had  experience  in  trying  to  make  spectro- 
tnetric  measurements  of  transmission  Or  reflection  in  the 
nd  violet  parts  of  the  spectrum  is  well  aware  of  the  difficulty 
taining  reliable  determinations  in  this  region.  Nearly  all 
ds  have  relatively  low  sensitivity,  or  else  are  inaccurate  for 
reasons,  from  wave  lengths  400  to  500  millixnicrons  (m/x). 
metric  methods,  which  are  so  suitable  fot  infra-red  work 
hich  have  been  used  also  in  the  visible  and  even  in  the  ultra- 
,  are,  nevertheless,  not  of  the  highest  accuracy  in  these 
regions  because  of  the  relatively  low  radiant  power  of  all 
s  used  for  this  kind  of  work,  the  radiant  power  decreasing 
luously  with  the  wave  length.  It  is  very  difficult  to  obtain 
ite  determinations  belo^^  500  m/x  by  the  usual  radiometric 
ds.  Any  visual  method  is  limited  in  the  blue  and  violet 
3e  of  the  combined  low  visibility  of  the  human  eye  and  the 
idiant  power  of  the  sources  used,  except  at  the  few  wave 
s  where  monochromatic  light  of  great  intensity  can  be  ob- 
i,  as  from  the  mercury  arc.  The  Hilger  sector  photometer 
d,  which  is  the  only  photographic  method  of  speed  and 
lity,  also  has  its  limitations  for  this  region.    Being  such  a 

Btract  of  this  pttper  was  i>rcMiatcd  to  the  Optical  Society  of  America  at  the  Bahimore  meet- 
87,  X9X«. 
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practicable  method  for  the  ultra-violet,  it  is  always  used  in  con- 
nection with  a  quartz  spectrograph,  and  the  low  dispersion  thus 
obtained  in  the  violet  and  blue  makes  it  difficult  to  obtain  repro- 
ducible values  at  these  wave  lengths.  Moreover,  it  is  to  a  certain 
extent  unreliable  at  high  transmissions.  In  a  recent  paper'  some 
examples  are  given  of  the  kind  of  agreements  and  disagreements 
obtained  from  400  to  500  tafi  when  the  transmissions  of  good 
specimens  were  measured  by  visual  (Konig-Martens  and  Lummer- 
Brodhun  spectrophotometers  and  Martens  photometer  with 
monochromatic  light)  and  photographic  (Hilger  sector  photo- 
meter) methods. 

However,  because  of  their  extreme  sensitivity  to  the  blue  and 
violet,  as  well  as  to  the  ultra-violet,  certain  kinds  of  photoelectric 
cells  offer  possibilities  of  devising  a  method  for  obtaining  as  accurate 
spectrophotometric  measurements  from  400  to  500  m/i,  and  beyond 
this  range,  as  are  obtained  at  any  other  wave  lengths  by  any  other 
method.  The  potassitun-hydride  cell  now  on  the  market,  when 
used  with  an  incandescent  lamp  and  a  glass  dispersing  prism, 
gives  a  maximum  response  usually  near  460  m/x;  and  the  photo- 
electric method,  under  these  conditions,  admirably  supplements 
the  visual  and  photographic  methods,  being  best  where  they 
become  poor  and  becoming  poor  only  after  they  have  become 
reliable. 

In  connection  with  the  color-standardization  work  of  the 
National  Btuieau  of  Standards,'  it  is  de^ed  to  have  available  a 
number  of  independent  methods  of  making  spectrophotometric 
determinations,  especially  in  the  visible  part  of  the  spectrum; 
for  it  is  generally  admitted  that  the  fundamental  basis  of  color 
specification  is  spectrophotometry.  To  suf^kment  *the  other 
methods  at  present  in  use  at  the  Bureau,  and  especially  to  over- 
come the  previously  mentioned  uncertainty  0^  measurements 
made  in  the  blue  and  violet,  the  writer  in  191 7  was  given  the 
jM-oblem  of  developing  a  method  for  accurate  and  convenient 
photoelectric  spectrophotometry  suitable  for  routine  determina- 
tions. A  null  method  was  decided  upon  for  reasons  which  will  be 
explained  later,  an  electrometer  serving  merely  as  an  indicator  of 
equality  between  two  photoelectric  currents.  The  making  and 
assembling  of  apparatus  was  completed  in  April,  1918;  and  since 
that  time  it  has  been  in  continual  use,  being  very  satisfactory  as 

>  GilMOB  and  McKkfaohs.  The  Ultni-Violet  and  Viaibk  Transniaakn  of  Bye-ProUctiTeOlaascs.  Bunaa 
of  Standards  Tech.  Paper,  No.  X19.  June.  19x9. 

s  I.  G.  Priest,  The  Work  ol  the  National  Bureau  ol  Standards  on  the  Bstablishncnt  oC  Cokir  Standards 
and  Methods  ol  Color  Spedficatiioiis,  Trans.  I.  E.  S..  XIU,  p.  38:  x9xS. 
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eed  of  operation,  ease  of  keeping  in  working  condition,  and 
►ility  of  measurement. 

a  recent  paper  by  Coblentz*  is  given  a  brief  summary  of 
of  the  characteristics  and  methods  of  use  of  the  photo- 
ic  cell,  together  with  references  to  most  of  the  papers  on 
ibject,  and  no  general  discussion  will  be  given  herein  except 
ves  the  needs  of  this  paper  Hitherto,  whenever  the  photo- 
ic  cell  has  been  used  in  measuring  spectral  transmission 
lection,  and,  in  fact,  in  practically  all  kinds  of  work,  some 
of  deflection  method  has  been  used.  Any  deflection  method, 
it  a  method  of  equal  deflections,  is  almost  valueless  for 
ate  work  unless  the  relation  between  the  photoelectric 
tit  and  the  exciting  radiant  power  *is  accurately  known  for 
Jues  of  wave  length  and  radiant  power  to  be  used.  It  has 
a  much-discussed  question  whether  or  not  this  relation  takes 
Qrm  of   a  straight-line  curve  for  any  or  all    photoelectric 

Suffice  it  here  to  say  that  it  has  been  concluded  by  the 
ity  of  investigators  in  this  field  that  it  is  not  safe  to  assume 
ly  photoelectric  cell  a  direct  proportionaUty  between  photo- 
ic  current  and  exciting  radiant  power.  Any  cell  which  is 
used  in  a  deflection  method  (with  the  exception,  just  noted) 
first  be  carefully  tested  (and  calibrated  if  any  deviation 
the  straight-line  relationship  is  detected),  and  should  be 
tedly  retested  to  make  sure  that  conditions  have  not  changed 
hat  things  are  always  in  proper  working  order. 
Dther  som-oe  of  trouble  in  most  deflection  methods  has  been 
ifficulty  of  eliminating  the  so-called  dark  ciurent;  i.  e.,  the 
it  through  the  cell  when  not  irradiated.*  When  this  has 
een  completely  eliminated  or  balanced,  its  magnitude  has 
[y  been  measured  and  corrections  made  in  the  computa- 

Gradually,    however,    the   technique   of   making    photo- 

ic  cells  has  been  improved,  imtil  now  most  of  the  cells 

on  the  '* black-body"  principle  are  found  to  obey  very 

r  the  straight-line  relationship,  and  the  dark  current  can 

ich  more  easily  suppressed. 

/ertheless,  a  method  which  eliminates  any  possible  errors 
:he  necessity  of  any  tests,  calibrations,  or  corrections  due 
^se  two  factors  is  of  much  greater  value  and  reliability  than 
r  method  into  which  these  factors  may  enter. 

imeiits  and  Methods  Used  in  Radiometry.  III.  Bureau  ci  Standards  Scientific  Paper,  No.  3x9. 

terms  irradiate  and  irradiation,  as  emphasized  by  H.  E.  Ives  (Astro.  Joum..  XLT,  p.  39;  19x7). 
e  used  analogously  to  the  terms  illuminate  and  illumination  when  radiant  energy  rather  than 
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Either  the  galvanometer  or  the  electrometer  may  be  used 
with  the  photoelectric  cell  in  spectrophotometry.  If  the  radiant 
powers  used  are  sufficiently  great,  then,  of  course,  the  galva- 
nometer is  quicker  and  more  convenient  than  the  electrometer. 
The  advantage  of  the  electrometer  over  the  galvanometer,  how- 
ever, is  the  greater  sensitivity  that  can  be  attained,  which  enables 
measurements  to  be  made  over  a  'greater  range  of  wave  lengths 
and,  at  least  for  low  values  of  transmission,  with  much  greater 
accuracy.  The  use  of  the  electrometer  in  any  deflection  method, 
however,  requires  considerable  time  and  skill  if  accurate  results 
are  to  be  obtained.  A  strict  proportionality  between  deflections 
of  the  disk,  as  read  by^  means  of  the  jnirror  and  scale,  and  the 
potential  acquired  by  the  quadrants  must  be  proved  by  test 
or  a  calibration  made.  The  use  of  the  rate-of-drift  method  or 
the  total-deflection  or  ballistic-throw  (in  a  given  interval  of  time) 
method  necessitates  the  use  of  timing  devices,  with  their  incon- 
venience '  and  possible  introduction  of  further  errtjrs.  If  the 
electrometer  is  shunted  around  a  high  resistance  and  the  steady 
deflections  read,  the  sensitivity  is  lowered. 

The  only  means  by  which  the  questions  of  the  ciurent-irradiation 
relationship  and  the  dark  current  may  be  avoided  and  their 
possible  errors  eliminated,  while  retaining  the  extreme  sensitivity 
of  the  unshunted  electrometer,  is  by  the  proper  use  of  a  null 
method,  where  the  electrometer  serves  simply  as  an  indicator  of 
certain  desired  conditions. 

The  photoelectric  null  method  has  not  heretofore  been  used 
in  the  measurement  of  spectral  transmission  or  reflection,  indeed 
in  scarcely  any  kind  of  qiiantitative  work.  Its  possibilities  were 
first  brought  out  by  Richtmy^r,*  who  used  two  photoelectric 
cells  and  batteries  in  a  sort  of  Wheatstone  bridge  arrangement, 
the  electrometer  serving  merely  as  an  indicator  of  equality  be- 
tween the  cmrents  through  the  two  photoelectric  cells.  These 
currents  were  excited  by  the  undispersed  radiant  energy  from 
two  incandescent  lamps.  By  varying  the  distances  of  the 
lamps  from  the  cells,  data  were  obtained  which  showed  that  the 
cells  obeyed  exactly  the  same  current-irradiation  law.  He 
pointed  out  that,  besides  eliminating  all  errors  due  to  dark  cur- 
rents, this  method  makes  possible,  for  certain  kinds  of  work,  a 
precision  of  measurement  not  otherwise  available. 

The  arrangement  of  apparatus  for  the  null  method  herein 
described  is  essentially  the  same  as  that  used  by  Richtmyer,  but 


•  Fhys.  Rev.  (a),  VI,  p.  66;  19x5. 

Digitized  by 


Google 


m]  Photoelectric  SpectrophotofHetry  329 

ipted  to  the  needs  of  spectrophotometry..  It  has  so  far  been 
d  for  two  ptuposes,  the  measurement  of  spectral  transmission 
1  the  meastu'ement  of  diffuse  spectral  reflection  relative  to 
t  of  a  second  substance,  such  as  magnesium  carbonate,  as  a 
adard.  Other  applications  will  be  pomted  out  later.  Inas- 
ch  as  by  far  the  greater  part  of  the  work  for  which  the  apparatus 
3  needed  was  the  measurement  of  spectral  transmission,  the 
thod  was  designed  and  the  apparatus  installed  with  this  pri- 
rily  in  mind. 

n.  SPECTRAL  TRANSMISSION 
1.  APPARATUS 

rhe  essential  parts  of  the  apparatus'  are  outlined  in  Fig.  i, 
ich,  in  connection  with  the  key  on  the  page  opposite  the  figure,  is 
ctically  self-explanatory.  In  addition  the  following  points 
fht  be  noted: 

n  order  to  eliminate  so  far  as  possible  all  vibrations  which 
fht  affect  the  sensitive  electrometer  disk,  the  apparatus  was 
up  in  the  basement  on  the  ground  floor,  an  absolutely  rigid 
iport  being  furnished  by  the  concrete  piers,  slate  slab,  and 
t-iron  base.  This  arrangement  has  been  ^entirely  satisfactory, 
electrometer  being  unaffected  by  vibrations  of  any  kind. 
?he  aluminum  box  (aluminum  being  used  because  of  its  light 
ght)  with  the  iron  base  serves  three  purposes: 
.  Being  grounded,  it  gives  complete  protection  to  the  elec- 
meter,  the  photoelectric  cells,  and  the  connecting  wires  from 
extraneous  electrical  disturbances. 

I.  It  prevents  any  radiant  energy  to  which  the  photoelectric 
s  are  sensitive  from  reaching  them,  except  what  comes  through 
windows  Wi  or  H^,.  The  inside  walls,  including  the  partitions 
are  painted  a  dull  black. 

;.  It  makes  it  possible  to  dry  out  thoroughly  the  air  around  the 
:trometer,  the  photoelectric  cells,  and  the  insulating  mate* 
is — an  absolute  necessity  for  success.  Concentrated  sulphtuic 
d  in  open  dishes  in  each  one  of  the  three  compartments  has  been 
y  efficient  as  a  drying  agent.  Melted  paraffin  was  poured  into 
t  lower  brass  channels  to  make  them  air-tight,  but  it  has  not 
m  necessary  to  seal  in  the  cover 

fhe  electrometer  is  adjusted  so  that  the  reading  of  the  spot  of 
tit  is  about  the  same  when  the  disk  is  charged  to  +150  volts  as 

rhe  ahmrfnmn  indorare,  th*  dectrometer,  the  bilateral  alita,  the  Garrier  arrangement,  the  lamp  Indo- 
I,  and  many  other  minor  pieces  ol  the  apparatna  were  ooostmcted  in  the  Bnram  instrument  shop 
.  A.  JoJ 
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KST  TO  WIO.  X 

[Apparatus  dnwn  to  icaSe  shown  in  dUcntn  esccept  lor  batteries  and  a  lew  other  minor  dctaibj 

FFFF— Slate  slab  supported  by  two  concrete  pillars  restinc  on  bascnent  floor. 

////■-Cast*iron  base  3.5  an  thick  resting  upon  slate  slab. 

7777*  Aluminum  box  50  cm  high,  divided  into  three  oompartmenU  by  partitions  JTaad  fitting  into 

brass  rhannrts  on  iron  base.    Has  alumlnifln  oorer  fitting  into  brass  chaaseb  at  top  cf  bene 
£»  Dolrralf  It  quadrant  electrometer,  resting  on  iron  base,  with  aluminum  disk  E*  suspended  by  piaritrigd 

quarts  fiber. 
PiPi^Kunz  potaarinm-hydrlde  photoelectric  oells  sus>ported  by  tripods  resting  on  iron  base. 
iii4H*  Pieces  of  polished  amber  with  brass  tods  throngfa  centers. 
(TG'— Ground- wire  conncctioos  to  water  pipe.     Caskriron  base,  aluminum  box,  eiectrocneter  case,  and  one 

pair  of  qoadranta  perauncntly  grounded. 
U^  U  tube  filkd  with  mercury  into  which  dips  a  pointed  smalgamatrd  copper  wire.     XJsed  lor  mske* 

and<4»«ak  ground  connection  for  second  pair  ol  ekctromcter  quadrants,  oootmOed  from  X,  X',  or  X" 
WlTiIFr- Windows. 
H— Hilger  constant<deviation  spectrometer,  resting  on  slate  slab,  with  glass  prism  and  accurately  adjot- 

able  bilateral  sUU  Si  and  Ss. 
r»  Track  of  iron  Srimatro  optical  bench  resting  on  ground  floor. 
l4~Hazda  C  moving-picture  lamp  rated  at  600  watts  (30  volts,  so  amperes),  filament  in  one  plane  about  X  en 

square,  completely  inclosed  except  lor  concealed  ventilating  c>pening»  and  opemags  3  cm  In  diameter 

in  front  and  back  of  filament.    L«  is  carried  by  a  three-wheeled  car  moving  along  photometer  track  and 

caxtyimt  a  marker  directly  beneath  filament  by  which  its  distance  from  sUt  Si  may  be  read  on  scale 

shown  in  diagram. 
Z—  Blade  felt  screens,  supixirted  on  T,  enabling  measurements  to  be  made  with  other  lights  in  the  room. 
V— Leeds  and  Northrup  rotating  sector  and  motor  V,  supported  on  T,  used  to  test  iaverse'Sqaare  law  for 

L«  and  to  increase  range  of  measurements. 
C*»Sliding  carrier,  supported  on  T,  containing  specimen  g,  whose  transmission  is  to  be  measured.   Ouiier 

slides  back  and  forth  from  C  to  C. 
Qr^  Container  lor  selective  ray  filters. 
1,1— Hajsda  C  atrtomdbile  headlight  hmp  rated  at  14  watts  (7  volts,  a  amperes),  indeeure  similar  to  that  for 

Ls.  supported  by  iron  base.    L\  and  Li  are  run  in  paralld  with  suitable  adjustable  resistaaoes  on  s 

60-volt  storage  battery. 
Si- Accurstdy  adjusUble  bilateral  slit,  supported  on  iron  base*  identical  with  Si  and  Ss. 
(2^*  White  opal  glass  screen. 
V— Battery  of  Bveready  cells,  usually  about  +250  volts,  by  which  electrometer  disk  may  be  cfasried 

through  conducting  suspension  ■ 
Vi  Vr^  Battery  of  Evercady  cells,  usually  about  40  and  80  volts,  respectively,  of  such  value  that  the  dsrk 

currents  through  Pi  tadPut^mpproidBitiittUr  cqnaL 
/?— Adjustable  high  resistance. 
KKiKr^  Knife  switches. 
L—  as-watt  vaoium  tungsTm  lamp.    light  from  filament  is  reflected  and  focused  by  small  minor  on  de^ 

trometer  disk  to  give  image  on  50  cm  ground-glass  scale  at  £>. 
X— Approxisnate  position  of  observer  when  scale  is  at  D, 
X'i>^X"Z>"— Other  positions  of  observer  and  ground-gfass  scale  under  conditions  rrplalnfd  In  paper. 

In  these  oases  light  from  L  is  reflected  to  IT  or  D"  by  a  mitror  M'  or  M". 
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Fig.  i.—Diagrom  cfappanUtu.    Far  explanation,  see  opposite  page 
117366^—19 2 
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when  it  is  uncharged.  However,  the  position  of  the  "charged 
zero,"  which  varies  with  the  charge,  has  no  effect  on  the  measure- 
ments. The  charging  battery  V  is  kept  somewhere  between 
+  125  and  +175  volts.  When  charged  to  +150  volts  and  with 
the  scale  at  2.5  m,  the  sensitivity  is  about  3000  mm  deflection 
for  a  difference  of  potential  between  the  quadrants  of  i  volt. 

The  prism  and  lenses  of  the  Hilger  constant-deviation  spec- 
trometer are  completely  inclosed  by  many  thicknesses  of  black 
felt,  and  absolutely  no  stray  visible  or  ultra-violet  radiant  energy 
can  get  into  the  spectrometer  except  what  comes  through  the 
slit  Sj.  Even  this  has  been  to  a  great  extent  eliminated  by  specially 
made  diaphragms  placed  in  the  collimators,  and  what  still  re- 
mains can  be  easily  taken  care  of  by  selective  ray  filters  placed 
in  Q.  The  calibration  was  carefully  checked  and  such  adjustments 
made  as  to  bring  the  436  mercury  line  into  focus  at  the  slit  S^ 
without  parallax.  The  slits  were  very  carefully  made  and  are 
accturately  graduated  to  hundredths  of  millimeters.  As  shown 
in  the  diagram,  they  are  stopped  down  by  means  of  caps  fitting 
over  them,  so  that  slit  5,  is  in  effect  but  i.o  cm  and  S^  but  2.0  cm 
in  height.  Sj  and  S,  are  always  kept  at  the  same  width,  usually 
0.20  mm. 

The  carrier  C  contains  two  hard-rubber  holders,  one  of  which 
holds  the  specimen  JS,  whose  transmission  is  to  be  studied,  while 
the  other  may  hold  a  comparison  specimen  or  be  simply  a  blank, 
as  desired.  The  whole  carrier  arrangement  is  very  substantially 
made  and  keeps  the  specimen  securely  in  position,  enabling  it  to 
be  brought  back  always  to  exactly  the  same  place. 

The  arrangement  of  Li,  S^,  and  Q'  is  such  that  the  amotmt  of 
radiant  energy  falling  on  the  photoelectric  cell  Pj  will  be  accurately 
proportional  to  the  width  of  S^. 

The  distance  of  L,  from  S3  can  never  be  made  less  than  46  cm 
because  of  the  other  apparatus  on  the  bench,  such  as  the  sector, 
carrier,  etc.  This,  combined  with  the  fact  that  the  filament 
of  La  is  in  a  plane  only  i  cm  square,  enables  the  inverse- 
square  law  to  be  assumed;  that  is,  the  amount  of  radiant  energy 
entering  the  slit  5a  varies  inva^y  as  the  square  of  the  distance 
of  La  from  5a.  The  rotating  sector  serves  as  a  means  of  checking 
this  inverse-square  law  and  also  as  a  means  of  making  sine  that 
the  apparatus  keeps  in  perfect  working  condition  from  day  to  day. 
The  length  of  the  photometer  bench  enables  L,  to  be  moved  back 
to  255  cm  from  the  slit.  Therefore,  the  range  of  transmission 
possible  with  the  10  per  cent  sector  is  from  i.oo  to  approximately 
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.  The  distance  of  L,  from  the  slit  5,  is  varied  by  means  of  a 
Fastened  to  the  ends  of  the  car  carrying  L,  and  passing  over 
^s  at  the  ends  of  the  photometer  bench,  and  is  controlled  by 
bserver  at  X  or  X'. 

operating  Li  and  L,  in  parallel,  errors  due  to  any  fluctuating 
|[e  are  partially  eUminated.  These  currents  through  L^ 
,  are  read  by  ammeters  and  controlled  by  rheostats  operated 
the  position  X\  When  an  observer  works  alone,  he  takes 
>sition  X'  (the  scale  being  at  D'  and  the  mirror  at  M') ,  where 
1  watch  the  currents  through  L^  and  Z^,  observe  the  spot  of 
)n  D' ,  and  adjust  the  distance  of  L,,  and  where  it  is  convenient 
m  to  change  the  wave-length  scale  of  H  and  to  shift  the 
r  C  back  and  forth.  If  he  has  an  assistant,  the  observer 
the  position  X,  where  he  can  adjust  the  distance  of  L^  and 
^e  the  spot  of  Ught  on  D.  In  this  case,  the  assistant  is  at 
(There  he  can  watch  the  currents,  adjust  the  wave  length, 
operate  the  carrier. 

t  switches  K^  and  K^  are  usually  kept  closed  even  when  the 
atus  is  not  in  use;  and  inasmuch  as  the  dark  currents  do  not 
to  be  exactly  balanced  for  transmission  measurements,  the 
5  of  Vi  and  V,  are  very  seldom  changed.  The  value  of  the 
VJVt  necessary  to  balance  the  dark  currents  through  Pj 
\  is  approximately  two,  though  this  varies  somewhat  from 
to  time.  The  switdi  K  is  used  to  charge  the  electrometer 
>T  to  ground  it  when  not  in  use.  Every  few  weeks  the  bat- 
are  tested,  and  those  found  depreciating  are  replaced  by  new 
Otherwise  V,  V^  and  F,  need  no  attention.  Under  actual 
ting  conditions  the  various  quantities  have  so  far  usually 
bie  following  values,  thea^  being  such  as  to  give  the  desired 
ivity  and  balance  with  the  lamp  L^  well  back  on  the  track: 

F  ■=  + 150  volts,  approximately. 
Vi-=  -1-40  volts,  approximately. 
Fa  —  —  80  volts,  apprdximately. 
5i«i.oomm. 
S,— 58«o.2omm. 

t\  —  1 .25-1 .85  amperes  -  current  through  Lj. 

i,=  17.0-19.5  amperes  — current  through  L,. 

2.  METHOD 

I  theory  upon  which  the  whole  method  is  based  is  very 
t,  indeed.  When  the  ground  connection  is  made  at  t/,  both 
3f  quadrants  are  at  zero  poteiitial.     Under  this  condition  the 
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charged  electrometer  disk  will  be  at  rest.  Let  the  voltage  ap- 
plied to  Pi  be  Vi  and  that  applied  to  P,  be  F„  and  let  the  total 
resistances  (mainly  that  of  the  photoelectric  cells)  between  U 
and  G'  be  R^  by  way  of  Pj  and  R^  by  way  of  P,.  Then  through 
Pi  a  current  will  flow  eft  magnitude  /i«Fi/i?i  and  through  P, 
of  magnitude  7,  =  V,  /  R^.  No  radiant  energy  to  which  the  photo- 
electric cells  are  sensitive  is  considered  as  falling  on  them,  I^  and 
7,  being  what  are  ordinarily  called  the  dark  currents. 

If  the  grotmd  connection  at  U  is  broken,  the  electrometer  disk 
will  be  deflected  (shown  by  the  drift  of  the  spot  of  Ught)  unless  /^ 
is  exactly  equal  to  7,.  If  they  are  not  equal,  they  may  be  made 
so  by  changing  the  relative  values  of  Vi  and  F,.  This  is  done  by 
varying  the  point  of  ground  connection  at  G\ 

Now  let  Pt  and  P,  be  irradiated  by  L^  and  L,.  This  will  bring 
about  a  great  increase  in  the  photoelectric  currents  7i  and  7,,  and 
the  irradiations  may  be  so  adjusted  (by  varying  the  currents  i^  or 
f,,  the  width  of  Su  or  the  distance  of  7^  as  to  make7i  again  exactly 
equal  to  7,,  as  shown  by  the  zero  motion  of  the  electrometer  disk 
when  the  groimd  connection  at  U  is  broken.  Now  let  the  irradia- 
tion of  Pj  from  Lj  be  reduced  by  interposing  the  specimen  B. 
Then  7,  will  be  less  than  7|,  and,  with  U  broken,  the  spot  of  light 
will  be  deflected.  Two  methods  may  be  employed  to  make  7^  and 
7,  again  equal,  a  means  of  obtaining  a  measure  of  the  transmission 
of  B  being  thus  possible:  (i)  The  amount  of  radiant  energy 
falling  on  Pj  may  be  decreased  by  narrowing  5i  utftil  7i  becomes 
equal  to  7„  the  ratio  of  the  slit  widths  in  the  two  cases  being  a 
measure  of  the  transmission;  or  (2)  the  amount  of  radiant  eneigy 
falling  on  P,  may  be  increased  by  moving  L,  nearer  the  slit  5,  imtil 
7,  again  becomes  equal  to  7i,  the  inverse  ratio  of  the  squares  of 
the  distances  in  the  two  cases  giving  the  transmission. 

The  value  of  the  transmission  obtained  by  the  two  methods  will 
be  the  same  only  in  case  the  dark  cturents  are  exactly  equal  and 
in  case  the  two  photoelectric  cells  obey  exactly  the  same  irradia- 
tion-current law.  In  case  either  of  these  conditions  is  not  ful- 
filled, the  value  of  the  transmission  obtained  by  the  first  method 
will  be  in  error,  but  by  the  second  method  the  accuracy  of  the 
value  of  the  transmission  will  be  tmimpaired  though  either  or  both 
of  these  conditions  are  not  fulfilled.  Therefore,  as  is  illustrated 
below,  the  transmission  is  measured  by  merely  varying  the  dis- 
tance of  L2  from  the  slit  5,,  this  distance  being  the  only  variable 
in  the  operation;  for  the  width  of  the  slit  Si,  the  amount  and 
quality  of  the  radiant  energy  falling  on  P^  and  P,,  the  photo- 
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c  currents  I^  and  /„  and  the  currents  through  L^  and  L,  are 
aged,  whether  the  specimen  is  in  or  out. 
following  is  the  procedure  used  in  measuring  the  trans- 
n  of  the  specimen  B:  At  the  start  the  electrometer  disk  is 
d  by  throwing  the  switch  K,  and  the  equality  of  the  dark 
ts  through  Pi  and  P,  teisted  by  breaking  the  ground  connec- 
l  the  electrometer  quadrants  at  U.  Then  the  lamps  L^  and 
:  lighted  and  the  currents  adjusted  to  obtain  the  desired 
e  when  the  carrier  is  in  the  position  C — "specimen  out.*' 
Kact  balance  of  photoelectric  ciurents  is  obtained  by  bring- 
B  light  on  the  scale  D  to  rest,  not  necessarily  at  the  zero 
»n  but  in  a  position  of  no  motion,  which  indicates  that  the 
meter  quadrants  are  receiving  no  further  charge;  that  is, 
Let  this  distance  of  Lj  from  5,  with  the  specimen  out  be 
ben  the  carrier  is  moved  to  position  C,  bringing  the  speci- 
ito  position  in  the  path  of  the  radiant  energy  from  JL, — 
men  in" — and,  with  5^  and  all  other  factors  unchanged,  L, 
^d  forward  until  a  balance  is  again  obtained,  as  indicated  by 
-o  motion  of  the  spot  of  light  from  the  electrometer.  Let 
stance  of  Z^  from  5,  with  the  specimen  in  be  da.  As  a 
the  specimen  is  again  taken  out  (carrier  back  to  C)  and 
ved  back  till  a  balance  is  again  obtained.  This  third 
I  djL  should  check  the  first.  It  usually  agrees  to  within  a 
llimeters,  and  the  average  is  used.  If,  as  is  seldom  the  case, 
ars  by  two  centimeters  or  more,  the  readings  are  usually 
id.  This  depends  on  the  accuracy  desirable.  Thus  three 
js  are  taken  at  each  wave  length,  one  with  the  specimen 
two  with  the  specimen  out,  the  transmission  being  equal 
dAy.  At  low  transmissions,  since  it  is  desirable  to  make 
lat  dB  can  be  obtained,  the  readings  are  usually  taken  in 
ler  da,  djL,  da,  the  rotating  sector  being  started  if  it  is 
ible  to  obtain  dA,  otherwise.  For  values  of  transmission  of 
0.05  or  less,  the  value  pf  dx  is  always  obtained  with  the 
rotating,  the  ratio  (ds/dA)^  being  multiplied  by  the  proper 
to  obtain  the  transmission.  More  readings  can,  of  course, 
an  if  extreme  accuracy  is  desired,  but  the  above  set  of  three, 
[sing  a  single  determination,  gives  sufficient  accuracy  for 
all  kinds  of  work.  The  average  time  for  a  set  of  three 
;s  is  from  2  to  5  minutes,  and  the  first  set  can  usually  be 
sd  within  10  minutes  after  entering  the  room, 
operating  current  of  L^  is  practically  always  within  the 
1 7.0-19.5    amperes,   19.5    being    set  as  the  upper  limit 
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in  order  to  proloi^  the  life  of  the  lamp  (rated  at  20  amperes). 
The  current  i,  (through  Lj)  might  be  kept  at  19.5  amperes  at  all 
wave  lengths  and  t\  (the  current  through  LJ  varied  until  the 
desired  balance  is  obtained.  However,  this  results  in  the  blue 
in  a  sensitivity  greater  than  is  necessary.  Therefore,  it  has  been 
found  practicable  to  make  t,  about  17.0  amperes  at  460  m/ii 
making  t|  of  such  value  as  to  bring  about  the  desired  balance. 
For  wave  lengths  greater  or  less  than  460  m/x,  the  value  of  i^  is 
kept  constant  and  i,  increased  tmtil,  at  about  410  and  540  m/x, 
t,  is  made  equal  to  19.5  amperes.  When  meastu-ements  are  made 
at  wave  lengths  greater  or  less  than  these  values,  i,  is  kept  at 


^00  ^50  500  650  600  650  mu 

WA^'LENGJH 

Fig.  3. — Curv€S  showing  spectral  response  of  cell  P^for  currents  of  jg.s  and  ly.o  amperes 
through  Lj,  under  conditions  of  apparatus  shown  in  Fig,  I 

19.5  amperes  and  tj  lowered  to  get  the  desired  balance.  For  low 
transmissions,  higher  values  of  the  ratio  ij/ii  become  necessary. 
Thus  a  constant  sensitivity  is  usually  used  for  all  wave  lengths 
between  410  and  540  m/m,  but  at  wave  lengths  greater  or  less  than 
these  limits  a  lowered  sensitivity  becomes  necessary.  However, 
lowered  sensitivity  means  not  entirely  a  decrease  in  the  accuracy 
of  the  meastirements,  but,  in  part,  merely  an  increase  in  the 
time  required  to  obtain  them. 

In  Fig.  2  are  shown  what  might  be  called  the  spectral  response 
curves  of  cell  P,,  for  ciurents  of  19.5  and  17.0  amperes  through 
L,,  tmder  the  particular  conditions  obtaining  with  this  apparatus; 
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hat  is,  they  are  as  actually  obtained,  tincorrected  in  any  way,  for 
he  vaiiable  absorption  or  dispersion  of  the  prism  or  the  variable 
pectral  distribution  of  radiant  power  from  L,.  The  ordinates 
re  proportional  to  the  squares  of  the  distances  of  L,  from  S, 
lecessary  to  obtam  a  balance,  i^  and  5^  being  kept  constaitt.  The 
urves  are  doubtless  a  Uttle  high  at  the  extremities,  due  to  stray 
adiant  energy  from  the  blue  or  greed  regions.  Stray  tdtra-violet 
adiant  energy  is  effectually  excluded  by  the  absorption  of  the 
u^e  glass  prism,  to  which  is  also  mainly  due  the  sharp  decrease 
1  the  response  from  460  to  380  m/i. 

3.  ERRORS  AND  ACCURACT 

As  already  stated,  certain  errors  CMrdinaiily  met  with  when  the 
hotoelectric  cell  and  electrometer  are  used  to  meastne  spectral 
ransmission  are  eliminated  by  the  mill  method  herein  described, 
'hese  are: 

1.  Errors  due  to  the  photoelectric  cinrent  not  being  strictly 
roportional  to  the  radiant  power  incident  on  the  cell.  No 
alibrations  of  the  cells  are  necessary,  and  it  makes  no  difference 
rhat  the  relation  is  between  radiant  power  and  photoelectric 
urrent. 

2.  Errors  due  to  what  is  ordinarily  known  as  the  dark  current. 
t  makes  no  difference  whether  or  not  it  is  etiminated.  Nor  do 
hie  dark  currents  through  the  two  cells  have  to  be  the  same, 
tiough  approximately  this  condition  is  desirable  for  convenience' 
ike.  It  is  necessary  merely  that  conditions  be  steady  over  a 
eriod  of  from  two  to  five  minutes,  the  time  usually  required  for  a  set 
f  readings.  Actually,  conditions  seem  to  be  practically  steady 
nd  tmchanging  for  days,  even  weeks,  at  a  time.  In  spite  of  this, 
ny  slight  continuous  change  in  conditions  would  tend  to  be 
tdlified  by  the  procedure  of  taking  the  first  and  third  readings 
nth  the  specimen  removed  and  using  the  average. 

3.  Errors  due  to  the  use  of  the  electrometer  as  a  deflection 
istrument.  Such  errors  may  be  those  due  to  the  deflections  of 
he  electrometer  disk  as  given  by  the  spot  of  light  on  the  scale  not 
eing  strictly  proportional  to  the  charge  or  potential  acquired  by 
he  quadrants,  those  due  to  leakage  of  charges  because  of  imper- 
ect  insulation  or  moist  air,  or  those  connected  with  the  use  of 
iming  devices. 

The  errors  which  may  be  present  can  be  put  into  two  classes, 
hose  resulting  from  this  method  and  apparatus  and  those  to 
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which  all  methods  of  spectrophotometiy  are  liable.    The  ertors 
resulting  from  this  method  and  apparatus  are  of  three  kinds: 

1.  Those  due  to  slight  variations  in  the  currents  through  the 
two  lamps.  In  spite  of  the  use  of  storage  batteries,  there  are 
often  small  variations  in  the  currents  of  one  or  both  lamps, 
usually  the  large  one,  due  probably  to  variations  in  the  contact 
resistances  by  which  the  ciurents  are  r^;ulated.  If  the  first  and 
third  readings  of  a  set  disagree  by  more  than  2  cm,  it  is 
nearly  always  found  to  be  due  to  one  current  or  the  other 
having  varied  and  for  the  moment  escaped  observation.  How- 
ever, by  means  of  the  ammeters  the  currents  are  kept  as  nearly 
constant  as  it  is  possible  to  judge  by  the  eye,  and  usually  the 
third  reading  will  check  the  first  to  i  cm  or  better.  And  as 
already  noted,  the  method  of  averaging  the  first  and  third  read- 
ings tends  to  eliminate  any  errors  due  to  gradually  changing 
conditions. 

2.  Those  due  to  the  inverse-square  law  not  being  exactly 
obeyed  by  Z^.  This  would  be  exported  to  be  very  small  because 
of  the  filament  occupying  an  area  of  only  i  cm'  and  because 
it  is  not  possible  to  move  the  filament  closer  to  the  slit  than 
46  cm.  It  has  been  tested  by  means  of  the  rotating  sector. 
Other  investigators'  have  found  that  Talbot's  law  holds  for 
the  photoelectric  cell;  and  a  great  ntunber  of  observations  at 
different  times  and  at  many  wave  lengths  on  the  apparatus 
herein  described  prove  that  the  inverse-square  law  is  obeyed, 
assuming  Talbot's  law  to  hold,  or  that  TaJbot's  law  is  obeyed, 
assuming  the  inverse-square  law  to  hold.  Actually,  the  error 
due  to  any  failure  of  L,  to  obey  the  inverse-square  law  is  too 
small  to  be  detected  over  the  range  of  distances  used.  It  might 
be  noted  here  that  when  the  transmission  of  thick  specimens  is 
measured,  correction  is  made  to  the  value  of  (is  as  read  on  the 
scale,  this  reading  being  larger  than  the  true  optical  distance  of 
L2  from  S^. 

3.  Errors  of  observation,  mainly  those  due  to  a  natural  tend- 
ency to  hurry  and  not  wait  for  the  spot  of  light  to  come  abso- 
lutely to  rest.  Two  classes  of  work  might  be  distinguished  in 
this  connection;  first,  measiu-ements  where  only  ordinary  accuracy 
is  desired,  as  in  most  tests  and  in  other  work  where  information 
as  to  the  spectral  transmission  merely  is  desired;  and  secondly, 
measurements  of  a  higher  accuracy,  where  fine  specimens  are 
being  standardized  or  where  different  methods  are  being  com- 
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by  means  of  standard  specimens  or  a  rotating  sector.  The 
^ce  in  the  two  cases  is  partly  that  of  the  time  used  in 
ig  the  observation,  higher  accuracy  being  reached  by  wait- 
longer  time  to  see  if  the  spot  of  light  is  truly  at  rest,  and 

that  of  the  number  of  readings  in  a  set,  more  readings 
taken  for  greater  accuracy;  e.  g.,  the  first,  third,  fifth, 
eventh  with  the  specimen  out,  the  second,  fourth,  and 
with  it  in,  averages  being  used  in  computing  the  trans- 
n. 

errors  to  which  ail  methods  of  spectrophotometry  are 
are  those  connected  with  the  dispersion  apparatus.  These 
«  due  to: 

ttray  radiant  energy.  As  already  mentioned,  special  dia- 
ns  and,  when  needed,  selective  ray  filters  eliminate  this 
K>  far  as  can  be  detected. 

naccurate  wave-length  calibration.  The  scale  of  the  Hilger 
nt-deviation  spectrometer  is  already  calibrated  in  wave 
s  with  considerable  acciu-acy.  This  calibration  was  very 
lly  checked  visually  from  390  to  600  m/i  by  means  of  the 
hofer  lines  and  a  curve  of  corrections  plotted,  which  is 
n  making  wave-length  settings.  This  correction  does  not 
it  to  more  than  0.7  m/i  over  this  range.  It  was  rechecked 
dectrically  by  means  of  the  merciury  lines  after  the  spec* 
ter  was  set  in  place.  Errors  in  the  wave-length  settings 
lieved  to  be  not  greater  than  0.2  m/i  in  the  blue  and  0.5 
the  red. 

*he  use  of  finite  slit  widths  in  the  spectrometer.  Errors  in- 
led  for  this  reason  are  minimized  by  making  the  two  slits 
S,  equal  and  constant  for  any  set  of  readings.  The  amount 
spectrum  included  at  different  wave  lengths  by  slit  widths 
to  0.20  mm  is  indicated  in  Fig.  2.  Higher  accuracy  might 
ched  by  reducing  the  slit  widths  from  0.20  to  o.io  mm,  but 
;he  present  voltages  on  the  cells  this  would,  except  in  the 
lecessitate  lowering  the  sensitivity,  and  would  thus  decrease 
curacy,  as  well  as  the  range,  at  which  it  is  possible  to  make 
rements.  Except  for  very  narrow  bands,  this  error  due  to 
slit  widths  is  considered  negligible  for  constant  values  of  0.20 
r  less.  By  raising  the  voltages  on  P^  and  P„  keeping  the 
:  value  of  the  ratio  VjVi,  the  sensitivity  would  be  increased, 

is  probable  that,  with  sufficiently  higher  voltages,  the  slits 
1 5,  could  be  reduced  to  0.10  mm  with  a  resulting  sensitivity 
at  as  at  present  used.     However,  it  is  not  desirable  to  get 
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too  near  the  critical  voltage  of  the  cells,  and  so  far  it  has  not 
seemed  necessary  to  use  voltages  higher  than  those  given.  Further 
study  of  this  question  is  planned. 

The  accuracy  of  the  transmission  measurements  obtainable  by 
this  method  and  apparatus  has  been  tested  mainly  in  two  ways: 

1.  By  measuring  the  transmission  of  rotating  sectors  of  known 
aperture. 

2.  By  measuring  the  transmission  of  standard  samples  and  other 
good  specimens  whose  transmission  has  also  been  obtained  by  other 
method^,  visual  and  photographic. 

Further  confidence  in  the  method  has  been  obtained  as  follows: 

1 .  By  measuring  the  transmission  of  two  standard  samples  and 
using  each  of  these  in  turn  as  a  known  comparison  sample  for 
obtaining  the  transmission  of  a  third  sample. 

2.  By  measuring  samples  of  different  thicknesses  and  compar- 
ing observed  with  computed  results,  assuming  Lambert's  law. 

3.  By  repeating  measurements  on  the  same  specimen. 

4.  By  the  smoothness  of  transmission  curves  obtained. 

So  far  as  the  errors  resulting  from  this  method  are  concerned— 
viz,  those  due  to  possible  variations  in  the  currents  through  the 
lamps,  those  due  to  failure  of  L,  to  obey  the  inverse-square  law, 
and  those  classed  as  errors  of  observation — ^their  combined  e£Fect 
may  be  tested  by  means  of  measurements  made  on  the  rotating 
sectors.  Tests  have  so  far  been  made  on  sectors  rated  at  80,  50, 
and  10  per  cent  transmission,  the  true  transmissions  having  been 
determined  by  the  photometric  section  of  the  Bureau  as  0.800, 
0.500,  and  0.102.  Out  of  12  measurements  made  on  the  0.800 
sector  8  were  within  0.003  of  this  value,  the  greatest  deviation 
being  0.007.  Out  of  21  meastuements  made  on  the  0,500  sector 
16  were  within  0.002  of  this  value,  the  greatest  deviation  being 
0.008.  Out  of  10  measiurements  made  on  the  0.102  sector  6  were 
within  0.0015  of  this  value,  the  greatest  deviation  being  0.003. 
These  measurements  comprise  all  that  have  been  made  since  the 
sectors  were  received,  with  the  exception  of  those  made  on  one 
lamp  which  did  not  stand  vertically  in  the  socket  and  which  gave 
values  from  0.005  to  0.015  t<>o  ^oyt.  They  have  been  obtained  at 
a  number  of  different  times,  on  different  lamps,  by  different  ob- 
servers, at  wave  lengths  from  400  to  600  n^i,  and  with  L,  at  dis- 
tances from  S,  varying  from  250  cm  to  50  cm.  Not  many  of  them 
are  precision  measurements,  the  majority  being  taken  with  the 
same  ordinary  care  used  in  most  transmission  measurements. 
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lere  is  no  consistent  deviation  from  the  inverse-square  law  when 
is  anywhere  from  50  to  250  cm  from  S3.  Conversely,  as  ahieady 
ted,  the  above  measuremoits  add  considerable  proof  that  Tal- 
t's  law  of  the  rotating  sector  is  valid  when  applied  to  the  photo- 
ctric  cell.  The  speed  of  rotation  seems  to  make  no  difference. 
However,  the  tests  by  means  of  the  rotating  sectors  give  no 
le  to  the  uncertainties  or  errors  which  are  liable  to  be  present  in 

methods  of  spectrophotometry;  viz,  those  due  to  stray  light, 
ite  slit  widths,  etc.  In  fact,  the  only  final  test  for  any  method 
its  agreement  with  other  methods,  due  regard  bemg  paid  to  all 
t  known  factors  of  accuracy  or  errc^-.  Inasmuch  as  an  investi- 
tioji  now  being  made  into  the  agreements  between  the  different 
^thods  at  present  used  in  the  color-standardization  work  of  the 
ireau  has  not  yet  been  completed,  comparison  is  made  in  this 
per  only  with  results  obtamed  visually  on  the  Martens  polar- 
tion  photometer*  at  those  wave  lengths  where  monochromatic 
lit  can  be  obtaraed.  The  mercury  arc  has  been  used  as  a 
u-ce,  the  violet,  blue,  green,  and  yellow  lines  being  isolated  by 
table  color  screens,  giving  practically  monochromatic  light  at 
5,  436,  546,  and  578  m/x.  Inasmuch  as  all  questions  of  stray 
ht  and  slit  widths  are  avoided  in  this  instrument,  it  is  k  valuable 
ians  of  comparison.  However,  if  steep  transmission  curves 
ppen  to  be  encoimtered  at  406  or  578  m/x,  then,  of  coiu"se, 
certainty  enters,  since  there  are  in  reality  two  lines  close  to- 
ther  at  approximately  these  wave  lengths.  It  should  be  noted 
o  that,  since  the  transmission  is  equal  to  tan  tf^  cot  O2,  there 
lults  at  low  transmissions  much  greater  accuracy  in  terms  of 
*  transmission  unit  than  at  high  transmissions.  'For  example, 
t  range  of  angle  giving  transmissions  from  0.50  to  i.oo  is  about 
°-45®  for  d^  and  45^-55®  for  d^,  but  for  transmissions  from  0.00 

0.50  the  range  is  0^-35°  and  55^-90®,  respectively.  This 
ikes  little  difference  for  green  aad  yellow  light,  to  which  the  eye 
irery  sensitive;  but  for  the  blue  and  especially  the  violet  mercury 
es  the  uncertainty  of  measurement  for  high  transmissions  is 
tisiderable.  It  is  thought,  therefore,  that  discrepancies  occur- 
[g  at  436  and  406  m/x  are  mainly  due  to  errors  on  the  Martens 

Phys.  Zeit.  I,  p.  399;  1900.  In  this  instrument  two  beams  ti  light  from  the  same  source  are  polarised 
:ually  x>erpendicular  by  means  of  a  WoUaston  prism  and  brought  together  to  iann  the  two  halves  of 
lotomctric  field.  This  field  is  viewed  through  a  niool  prism,  and  the  adjustment  is  such  that  the  two 
res  of  the  field  are  brought  to  equality  by  the  analyzing  nicol  at  about  45"  on  the  scale.  The  sped- 
L  was  i>laced  first  in  one  beam  and  then  in  the  other  and  the  analyzing  nicol  rotated  in  each  case  until 
xotametdc  match  was  obtained.  The  tangent  ti  the  angle  in  one  case  multiplied  by  the  cotangent  in 
other  gives  the  transmission  of  the  specimen;  that  is,  7>*tan  ^  cot  9|. 
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photometer.  It  is  at  546  and  578  mM,  if  the  curves  are  not  too 
steep  at  this  latter  wave  length,  that  the  most  valuable  checking 
can  be  done,  for  here  the  visual  method  is  of  great  precision,  while 
the  photoelectric  method  is  not  at  its  best  from  the  standpoint 
of  either  sensitivity  or  dispersion.  Whatever  accuracy  and 
reliability,  then,  is  foimd  for  the  photoelectric  method  at  these 
wave  lengths  should  be  equaled  or  surpassed  throughout  the 
whole  range  from  these  wave  lengths  to  and  including  410  m/i. 

A  number  of  transmission  ^^  curves  are  shown  in  Figs.  3  to  9.     The 
Jena  specimens  whose  curves  are  shown  in  Figs.  3  to  7,  with  some 

AO1 


J£A//i  8780    n^/.5i/ 
f'QT  b^  OJ/mm 
a-O"  b^  /j03  " 
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Fig.  3. — Transmission  curves  illustrating  agreements  between  photoelectric  and  visual 
methods.    For  explanation  seep.  Q  ?4ff  ^       1 

red  samples  whose  curves  are  not  shown,  comprise  a  set  of  standard 
precision  glasses  kept  on  file  at  the  Bureau.  These  glasses,  so 
far  as  can  be  detected,  are  free  from  all  defects  such  as  striae, 
bubbles,  etc.,  and  have  been  finished  with  great  care,  the  surfaces 
being  highly  polished  and  made  parallel  to  within  0.0 1  mm.  They 
were  prepared  and  are  used  mainly  for  a  comparison  of  different 
methods  in  order  that  any  discrepancies  found  may  be  laid  entirely 
to  the  methods  and  not  to  the  specimens.  The  other  samples, 
Figs.  8  and  9,  are  considered  as  fairly  good  specimens,  but  were  not 

M  The  tranapilssioQ  of  a  tpcdixnen  (distance  between  mirteoet  »b)  it  defined  ac  that  fraction  of  radiant 
powtf-^ciden^on  the  fint  nirface  which  geU  through  the  second  surface. 
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SOO  mu    . 

\^ — Transmission  curves  illustraHng  agreemerUs  between  photoelectric  and  visual 
methods.    For  explanation  see  />.  24  ^i^JJ  '^ 
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Transmission  curves  illustrating  agreements  between  photoelectric  and  visual 
methods.    For  explanation  see  p.  24.  l(f  .«#      'Y 
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Fig.  6. — Tratumisiion  curves  illustraiing  agrenunts  beivfeen  phoiotUctric  and  visual 
methods.    For  explanation  see  p.  2^  ^^m  '^ 
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FZG.  7. — Transmission  curvfis  illustrating  agreements  between  photoelectric  and  visual 
methods.    For  explanation  seep,  ^  ^M  ^ 
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■Transmission  Cftrves  illusiraiing  {tgreements  between  photoelectric  and  immal 
methods.    For  explanation  see  p^4^^ 


/a -as  Test  ^2^47/ 
/P-GSS  oC^  (Oornlng  G/ass  Worths) 
20-  B.  51  Test  ^22426  b  =  3.90  mm 
^/-    "If  "       b^<33  " 

2 2"  Same  as  20  exteptb^  /.03  " 
23-   "      "  2/      "     b^   1.02  " 


400 


450 


500  mp   400 


450  500 

WA\/E'LENGTH 


-Transmission  curves  illustrating  agreements  between  photoelectric  and  vH^al 
mUheds,    For  explanation  see  p!^-^^  ^ 
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prepared  with  such  care  as  the  Jena  standards.  "  B.  S. "  numbers 
and  Greek  letters  are  Bureau  of  Standards,  not  makers',  designa- 
tions. 

Values  obtained  photoelectrically  are  shown  by  the  white- 
centered  circles;  those  visually  on  the  Martens  photometer  by 
black  circles.  Values  of  transmission  below  o.io  (or  0.12,  Pig.  7) 
are  usually  plotted  to  a  scale  magnified  10  times  in  order  to  bring 
out  various  points  better.  This  is  indicated  on  the  curves  by  the 
dotted  lines.  Where  possible,  values  of  transmission  have  been 
measured  at  different  thicknesses  in  order  to  compare  observed 
with  computed  results,  assuming  Lambert's  law.  Such  computed 
values  are  shown  by  short  horizontal  black  lines.  In  the  case  of 
the  Jena  specimens  this  computation  could  be  very  accurately 
carried  out,  for  the  index  of  refraction  n  for  each  kind  of  Jena 
glass  had  been  carefully  measured. 

In  a  study  of  these  curves,  attention  is  called  to  the  following 
points: 

1.  Curves  are  shown  for  all  specimens  which  have  ever  been 
tested  by  both  methods,  with  the  exception  of  some  blue  glasses 
which  have  the  same  tjrpes  of  cturves  and  which  show  the  same  sort 
of  agreements  or  disagreements  at  436  and  406  n^i  as  the  blue 
glasses  herein  shown. 

2.  Most  of  the  photoelectric  determinations  have  been  made  by 
the  writer,  most  of  the  visual  determinations  by  other  observers. 

3.  No  values  have  been  omitted  which  were  obtained  between 
380  and  640  m/i,  inclusive,  by  either  method. 

4.  The  values  plotted  are  in  all  cases  single  determinations;  no 
averages  have  been  used.  By  a  single  determination  is  meant  a 
value  obtained  at  any  one  wave  length  before  going  to  another 
wave  length.  On  the  photoelectric  apparatus  this  single  deter- 
mination consists  usually  of  three  readings — two  with  the  specimen 
out  and  one  with  it  in,  or  vice  versa.  In  but  very  few  cases  were 
more  than  these  three  readings  taken  in  a  single  determination. 
On  the  Martens  photometer  a  single  determination  consists  of 
from  2  to  10  readings  for  both  By^  and  *,. 

5.  The  values  plotted  fall  almost  uniformly  on  a  smooth  curve, 
even  to  380  and  640  m/i.  This  is  also  shown  by  the  curves  in 
Fig.  2,  in  which  the  values  plotted  are  single  determinatiQas. 

6.  The  values  obtained  on  the  Martens  photometer  seldom  fall 
off  this  smooth  cturve  by  as  much  as  o.oi.  Different  determina- 
tions of  the  transmission  obtained  on  this  instrument  show  that 
even  at  546  and  578  m/i  a  discrepancy  between  methods  is  not 
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irely  due  to  error  in  the  photodectiic  method.  Discrepancies 
urring  at  406  and  436  m/i  axe  considered  mainly  due  to  error  in 
visual  method. 

.  Values  belowo.15, when  plotted  toamagnifiedscale,showthe 
le  smoothness  of  curve  and  a  discrepancy  between  methods 
lorn  more  than  0.0015. 

.  Beyond  600  m/i  an  increasing  error  is  often  noticed  in  the 
•toelectric  method  (shown  by  comparison  with  a  visual 
Jiod,  Konig-Martens  spectrophotometer,  of  known  reliability 
his  r^on)  amounting  in  some  cases  to  as  much  as  0.05  at  650 
A  careful  study  of  conditions  beyond  600  m/u  has  not  been 
ie. 

.  Discrepancies  between  observed  and  computed  results  are  of 
rest  as  a  test  of  Lambert's  law,  but,  in  general,  should  not  be 
sidered  as  a  test  of  the  accuracy  of  a  method. 
a  addition  to  the  data  given  in  the  figures,  values  of  trans- 
sion  at  546  m/i  have  been  measured  by  each  method  on  a 
aber  of  fairly  good  specimens.  The  results  were  no  different 
a  those  illustrated  by  the  cinves. 

iesides  the  data  herein  given  showing  the  kind  of  agreements 
sdned  by  these  two  methods,  many  other  data  are  on  file  which 
e  been  obtained  by  other  methods,  visual  and  photographic, 
which  will  in  time  be  published.  By  a  comparison  with  all 
;e  methods  and  after  nearly  a  year's  continual  use,  it  is  believed 
t  the  following  statements  of  the  acctn-acy  obtainable  by  the 
toelectric  null  method  herein  described  are  true: 
.  Between  wave  leng^ths  410  and  550  n^i,  inclusive,  the 
ertainty  of  measurements  i$  not  greater  than  0.01  for  values 
transmission  between  0.00  and  1.00,  and  not  greater  than 
)3  between  0.00  and  o.io." 

.  Beyond  this  range  as  far  as  390  and  600  m/i»  inclusive,  the 
ertainty  is  not  greatly  increased,  being  at  these  wave  lengths 
more  than  twice  as  great  as  throughout  the  better  range. 
.  To  state  it  in  another  way,  the  percentage  uncertainty  from 
re  lengths  410  to  550  W41,  inclusive,  varies  from  not  more  than  i 
cent  at  h^h  transmissions  to  not  more  than  10  per  cent  for 
les  of  transmission  equal  to  o.oi  or  less,  with  slightly  increas- 
uncertainty  beyond  these  wave  lengths  as  far  as  390  and  600 
,  inclusive. 

o  illustrate :  If  transmission  values  equal  to  0.793  or  0.0396  be  obtained,  it  is  believed  that  the  true 
9  can  be  snaranteed  to  be  within  the  values  0.783  to  0.803  or  0.0366  to  o.o4>6t  respectively.  This 
od  oC  stating  the  uncertainty  isfolkmed  thronghout  the  paper,  except  in  paragrai>h  3  on  this  page. 
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m.  DIFFUSB  8PBCTRAL  RBFLBCTION 

The  diffuse  spectral  reflection  of  substances  is  measured  rela- 
tive to  that  of  some  ''white"  substance,  such  as  magnesium 
carbonate,  taken  as  a  standard  and  given  the  value  of  i.oo  for 
the  reflection  at  all  wave  lengths.  The  changes  necessary  in 
transforming  the  apparatus  tp  the  measurement  of  reflection 
instead  of  transmission  may  be  explained  by  means  of  Fig.  lo. 
The  lamp  L,  (Fig.  i),  whidh  for  its  minimum  distance  from  the 
slit  5,  is  in  the  position  of  L,  (Fig.  lo)  for  transmission  measure- 
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FXg.  io. — Illustrating  changes  in  apparatus  necessary  for  measuring  diffuse  spectral 

reflection 

ments,  is  raised  to  the  position  of  I^'  and  kept  in  that  position 
without  ftirther  change.  The  hard-rubber  holders  which  keep 
the  specimen  B  (Fig.  i)  in  position  are  removed  from  the  car- 
rier C.  The  material  whose  reflection  is  to  be  studied  is  held 
firmly  in  position  over  one  of  the  openings  in  C  as  indicated  at  P 
(Fig.  lo),  being  pressed  firmly  and  uniformly  against  the  out- 
side of  C  by  means  of  a  suitable  damp  fastened  to  C.  The  com- 
parison substance  is  clamped  in  position  over  the  outside  of  the 
other  opening  in  C   (not  shown  in  Fig.  lo).     By  means  of  a 
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s  and  mirror,  as  shown,  the  radiant  energy  from  Z^'  is  brought 
a  focus  on  the  surface  of  the  reflecting  substance  at  jS,  in  front 
S,.  In  short,  the  arrangement  is  such  that  either  the  standard 
^stance  or  that  whose  reflection  is  to  be  measured  may  be 
)Ught,  by  moving  the  carrier  C  back  and  forth,  into  position  in 
ictly  the  same  place  in  the  focus  of  the  radiant  energy  from 
and  directly  in  front  of  the  slit  5,.    The  diffuse  reflection  in 

direction  of  5,  enters  the  spectrometer  and  reaches  the  cell 
as  before,  the  photoelectric  current  thus  excited  being  bal- 
ed by  the  current  from  P^  due  to  L^.  The  observer  takes  the 
ition  X"  (Fig.  i),  where  he  can  vary  the  width  of  S^  while 
tching  the  spot  of  light,  the  mirror  and  scale  being  at  M " 
I  £>''.    As  before,  an  assistant  is  at  X',  where  he  can  watch 

currents,  manipulate  the  carrier  C,  and  adjust  the  wave- 
g;th  scale  of  H. 

Po  obtain  the  value  of  the  diffuse  reflection,  the  following 
dings  are  taken:  First,  the  standard  magnesitun-carbonate 
face  is  brought  into  position  before  5,  in  the  focus  of  the 
iant  energy  from  Z^',  and  S^  varied  to  obtain  a  balance.    Then 

sample  whose  reflection  is  to  be  measured  is  brought  into 
ition  by  moving  the  carrier  C,  and  S^  varied  to  get  a  new 
ance.  Finally,  a  check  value  of  5^  is  taken  with  the  standard 
k  in  position,  and  the  ratio  of  the  value  of  5i  with  the  sample 
position  to  the  average  of  the  values  of  5^  when  the  standard 
n  position  is  taken  as  the  reflection  of  the  sample  relative  to 
t  of  the  standard. 

Ls  so  f ar  used,  the  slits  5,  and  5,  have  usually  been  made 
5. or  0.30  mm  wide,  although  for  values  of  reflection  below 
5,  as  well  as  at  390  m/i,  they  are  usually  made  0.40  or  0.50 
1;  and  at  460  m^,  when  the  magnesiiun-carbonate  surface  is 
ore  Sa,  the  value  of  Si  necessary  for  a  balance  is  from  1.50  to 
:>  mm,  the  currents  through  the  lamps  being  the  same  as 
ore.  Under  these  conditions  the  sensitivity  is  thus  approxi- 
tely  the  same  as  that  used  in  measming  transmission.  There 
this  difference,  however.  In  the  method  used  for  trans- 
sion  measurements  a  constant  sensitivity  is  used  throughout 
ingle  determination — ^that  is,  whether  the  specimen  is  in  or 
— but  in  the  method  just  described  for  reflection  the  sensitivity 
«nds  on  the  reflection,  and  thus  varies  in  a  single  determina- 
1.  This  is  unimportant  except  at  very  low  reflections, 
rhis  is  still  a  null  method  and  avoids  all  errors  connected  with 
:trometer  deflection  methods.     But.   as  aheady  mentioned. 
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errors  will  be  introduced  in  this  use  of  the  null  method  if  the  two 
photoelectric  cells  do  not  obey  the  same  current-irradiation  law 
and  if  the  two  dark  currents  through  P^  and  P,  are  not  exactly 
balanced.  As  previously  explained,  the  dark  cturents  may  be 
balanced  by  adjusting  the  ground  connection  C  (Fig.  i)  until  the 
ratio  VJVi  is  of  the  proper  value.  That  the  two  photoelectric 
cells  obey  practically  the  same  current-irradiation  law  has  been 
proved  at  different  times,  with  the  apparatus  as  in  Fig.  i,  by 
testing  the  relation  between  values  of  the  squares  of  the  distances 
of  L,  from  5,  and  the  corresponding  values  of  the  width  of  Sj 
necessary  to  obtain  a  balance  as  shown  by  the  electrometer.  The 
results  show  that  for  a  balanced  condition  the  width  of  the  slit  5i 
is  directly  proportional  to  the  squares  of  the  distances  of  L,  from 
5,;  that  is,  there  is  a  straight-line  relation.  When  plotted,  the 
values  of  Si  show  no  consistent  deviation  from*  this  straight  line, 
being  never  more  than  0*01  mm  from  it  for  values  between  0.30 
and  2.00  mm.  At  0.20  mm  and  below,  this  deviation  is  occasion- 
ally, though  not  always,  as  much  as  0.02  mm.  Above  2.00  mm, 
it  has  not  been  tried. 

The  method  has  not  been  as  thoroughly  tested  as  that  for  trans- 
mission measurements.  A  few  tests  have  been  made,  however,  on 
various  substances,  and  a  comparison  with  other  methods,  visual 
and  photographic,  has  been  thus  possible.  It  is  believed  that  the 
following  statements  are  true  in  regard  to  the  reflection  of  com- 
pletely diffusing  substances  relative  to  that  of  some  second  com- 
pletely diffusing  material  like  magnesium  carbonate: 

1.  Between  410  and  550  m^,  inclusive,  the  uncertainty  of 
values  obtained  is  not  greater  than  0.02  for  values  of  relative 
reflection  between  0.00  and  i.oo,  and  not  greater  than  o.oi  be- 
tween 0.00  and  0.20. 

2.  This  uncertainty  increases  somewhat  as  wave  lengths  390 
and  600  m/A  are  reached,  being  perhaps  twice  as  great  as  through- 
out the  better  range. 

IV.  OTHER  APPLICATIONS 

The  apparatus  as  herein  described  is  well  adapted  for  the  com- 
parison of  the  spectral  distribution  of  radiant  power  of  two 
sources  over  the  same  range  of  wave  lengths  as  used  in  transmis- 
sion and  reflection  measurements.  If  the  two  sources  are  such 
that  they  obey  the  inverse-square  law,  the  method  of  varying 
their  distances  from  5,  could  be  used,  5|  being  kept  constant  If 
the  inverse-square  law  were  not  obeyed  by  either  source,  the  .other 
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liod  could  be  used,  their  distances  from  S,  being  kept  constant 
Sj  varied  to  obtain  a  balance.  The  accuracy  would  be  the 
t,  req[>ectively,  as  that  aheady  stated  for  the  measurement  of 
smission  or  reflection.  For  greatest  accuracy  a  device  should 
aade  by  which  first  one  and  then  the  other  soturce  could  be 
ed  into  position,  check  readings  being  taken  on  one  source 
re  and  after  the  reading  on  the  other.  For  lack  of  such  a 
ce,  curves  similar  to  those  of  Fig.  2  for  each  source  could  be 
ined  by  varying  the  distance  of  the  source  from  S,  or  by 
ing  the  width  of  Si,  and  the  ratio  of  the  ordinates  of  the  two 
es,  wave  length  by  wave  length,  would  give  the  relative 
tral  distribution  of  radiant  power.     If  one  of  the  two  lamps 

standard  whose  radiant  power  curve  is  known,  then,  of 
se,  the  actual  distribution  curve  for  the  other  lamp  could  be 
>uted. 

lother  use  to  which  this  apparatus  could  be  put  would  be 
cneasuiement  of  fluorescence.  If  a  curve  similar  to  that  of 
2  were  obtained  for  a  source  whose  spectral  distribution  of 
mt  power  is  known,  this  curve  could  be  reduced  to  that  for 
jice  emitting  equal  amounts  of  energy  at  all  wave  lengths. 
I  the  apparatus  arranged  as  in  Fig.  10,  the  fluorescent  ma- 
l  could  be  held  in  the  position  of  the  reflecting  surface  /3, 
the  exciting  radiant  energy,  which,  of  course,  must  be  of 
tant  intensity  and  of  wave  length  diflFerent  from  that  of  the 
escence,  focused  upon  it.  The  values  of  S^  necessary  for  a 
ice  could  then  be  obtained  at  each  wave  length;  and  if  these 
js  were  divided  by  the  values  for  the  equal-energy  source,  the 
t  would  be  the  amount  of  energy  emitted  by  the  fluorescent 
Lance  at  each  wave  length. 

already  mentioned,  the  sudden  decrease  of  the  sensitivity 
ave  lengths  shorter  than  460  m^  are  encoimtered  is  largely 
to  the  absorption  of  the  large  glass  prism  in  the  Hilger  con- 
:-deviation  spectrometer,  the  potassium-hydride  surface  being 

sensitive  to  the  ultra-violet.  There  is,  of  course,  nothing 
t  the  method  which  would  prevent  its  extension  into  the 
-violet,  if  a  spectrometer  with  quartz  prism  and  lenses  were 

in  place  of  -die  present  instrument.  The  windows  W^  and 
Fig.  i)  are  made  of  quartz,  and  photoelectric  cells  can  be 
ined  made  entirely  of  quartz  or  with  quartz  windows.  For 
i  lengths  shorter  than  about  300  m/i,  a  different  source 
d  have  to  be  used  because  of  the  absorption  in  the  thin  glass 
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V.  SUMMART 

Reliable  detemiinatioiis  of  spectral  transmissioii  throughout  the 
green,  blue,  and  violet  have  been  made  by  means  of  the  photo- 
electric null  method  as  herein  described. 

This  apparatus  has  been  in  continual  use  since  April,  1918,  and 
has  proved  very  satisfactory  as  regards  speed  of  operation,  ease  of 
keeping  in  proper  working  condition,  and  accuracy  of  measurement. 

All  errors  have  been  eliminated,  as  well  as  the  necessity  of  any 
tests,  calibrations,  or  corrections,  in  connection  with  the  current- 
irradiation  law  or  the  daik  currents  of  the  photoelectric  cells,  or 
with  electrometer  deflection  methods. 

The  only  variable  in  the  process  of  making  a  determination  of 
the  transmission  at  any  wave  length  is  the  accurately  measurable 
distance  of  a  small  light  soiux^  from  the  slit  of  the  spectrometer. 

Because  of  the  higher  sensitivity  of  the  electrometer,  it  has 
been  possible  to  make  measurements  over  a  greater  range  and, 
at  least  for  low  valties  of  transmission,  with  greater  accuracy  than 
could  be  made  if  a  galvanometer  were  used. 

The  accuracy  has  been  tested  by  measuring. the  transmission  of 
rotating  sectors  of  known  aperture  and  the  transmission  of  stand- 
ard glasses  which  have  been  measured  by  other  methods,  visual 
and  photographic.     It  is  believed  the  following  statements  are  true: 

1.  Between  wave  lengths  410  and  550  m/i,  inclusive,  the 
uncertainty  of  measurements  is  not  greater  than  o.oi  for  vahies 
of  transmission  between  0.00  and  i.oo,  and  not  greater  than 
0.003  *^  values  between  0.00  and  o.io. 

2.  Beyond  this  range  as  far  as  390  and  600  m,fi  the  uncertainty 
is  slightly  greater,  being  at  these  wave  lengths  perhaps  twice  as 
great  as  throughout  the  better  range. 

Measurements  of  diffuse  spectral  reflection  relative  to  that  of 
magnesium  carbonate  have  been  made,  comparison  with  other 
methods  indicating  an  uncertainty,  between  wave  lengths  410 
and  550  m/u,  inclusive,  not  greater  than  0.02  for  values  of  relative 
reflection  between  0.00  and  i.oo,  and  not  greater  than  o.oi  for 
values  between  0.00  and  0.20,  this  uncertainty  becoming  perhaps 
twice  as  great  as  wave  lengths  390  and  600  m/i  are  reached. 

The  method  is  also  applicable  to  the  measurement  of  the  rela- 
tive radiant  power  of  two  sources  and  to  the  measurement  of 
fluorescence,  and  could  be  extended  into  the  ultra-violet  if  quartz 
parts  were  used  instead  of  glass. 

Washington,  February  12,  1919. 
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L  INTRODUCTION 

!^debur's  method  ^  for  determining  oxygen  in  steel  and  iron  is 
lied  out  by  heating  chips  of  the  metal  to  900^  in  a  current  of 
Irogen  and  weighing  the  water  formed  by  the  (type)  reaction 
FeO  +  Ha^Fej  +  HjO.  If  oxides  of  other  metals  are  present 
ise  may  or  may  not  be  affected.* 

[n  order  that  the  results  shall  be  accurate,  it  is  essential  that 
the  reduction  shall  be  performed  only  by  hydrogen,  and  not  by 
i  carbon  present  in  the  steel;  (2)  the  water  vapor  formed  shall 
t  be  decomposed  by  secondary  reactions  before  it  is  weighed; 

>  I^edebur,  Leit&tden  fur  Eisenhfitten  Laboxatorien,  9th  Atifl.,  p.  154. 
s  Cain  and  Pettijolm,  Bureau  of  Standards  Technical  Paper  No.  xz8;  19x9. 
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(3)  conditions  miist  be  chosen  so  that  the  equilibrium  of  reaction 
(i)  is  shifted  as  far  as  possible  toward  the  right. 

How  compUcated  reaction  (i)  may  be  when  applied  to  steel— 
i.  e.,  an  iron-carbon  system  instead  of  iron  only— can  be  seen  by 
inspection  of  equations  2  to  9  inclusive,  which  describe  various 
interreactions  that  are  possible  in  the  gaseous  phase  or  between 
gaseous  and  solid  phases  in  the  system  iron,  iron  oxide,  carbon, 
and  hydrogen  at  900®. 

Reactions: 

(2)  FeO+C?:iFe+CO 

(3)  FeO+CO?=iFe+CO, 

(4)  2CO?:iCO,+C 

(5)  Fe+YCO-FeCy+XCO, 

(Fe,C?) 

(6)  COa  +  H,?=K:0  +  H,0 

(7)  CO+YH,?:iH,0+XCHy 

(8)  c+h,o?=k:o+h, 

(9)  C  +  H3«XCH,. 
(10)  2H,0?:i2H,+0i 

Ledebur  seems  to  have  overlooked  or  disregarded  these  reactions 
when  he  devised  his  method,  and  the  present  work  was  undertaken 
to  give  information  as  to  their  effect  on  the  results  obtainable  by 
the  Ledebur  method  when  certain  variables  are  introduced  into  it 
These  reactions  have  been  studied  from  different  angles  by  many 
workers,  but  usually  the  conditions  of  their  investigations  are  so 
different  from  those  described  herein  that  not  many  conclusions 
can  be  drawn  from  the  previous  work.  However,  certain  deduc- 
tions can  be  made  with  a  reasonable  degree  of  certainty. 

Langmuir's  work  •  shows  that  the  thermal  dissociation  of  water 
into  hydrogen  and  oxygen  (equation  10)  is  n^ligible  at  900°  to 
1000®. 

Reaction  (2)  was  investigated  by  Schenk  and  Heller*  with 
regard  to  the  specific  effect  of  different  forms  of  carbon.  They 
found  that  amorphous  carbon  was  more  active  than  graphite  in 
reducing  iron  oxide.  Falcke  •  states  that  reactions  (2)  and  (3) 
proceed  together  and  begin  at  500®  to  600°. 

Reaction  (4)  has  been  investigated  by  Rhead  and  Wheeler", 
Fay  and  Seeker,'^  and  others.     The  study  of  this  reaction  is  usually 

*  Irving  I^ansmuir.  J.  Am.  Chcm.  Soc.,  S8,  p.  1357;  1906. 

*  Ber.,  88.  p.  3x39;  x^S- 

*  Falcke,  Z.  Electrochemie,  81,  pp.  37-50, 19x5;  **.  PP.  lai-xjj;  19x6;  Ber.,  46,  pp.  743-750. 

*  Rhead  and  Wlieeler.  J.  Chan.  Soc.,  87,  p.  2x78, 19x0;  88,  p.  1x40,  X9xi;  101,  p.  S31,  tgia. 

*  Pay  and  Seeker,  J.  Am.  Chem.  Soc.,  26,  p.  640;  1903. 


Digitized  by 


Google 


Equilibra  Between  Carbon,  Hydrogen,  etc. 


355 


lected  with  investigations  of  reactions  (2)  and  (3),  since  re- 
^d  metals  and  their  oxides  catalyze  these  reactions  in  one 
ction  or  the  other. 

he  principal  results  of  these  researches  that  concern  the  present 
istigation  are  (i)  that  reaction  (4)  takes  place  toward  the  right 
r  at  temperatures  below  1000°;  (2)  that  the  speed  of  the 
tion  is  greatly  affected  by  temperature;  for  instance  at  850° 
I  66  times  as  fast  as  the  reverse  reaction  (Rhead  and  Wheeler 
cit.);  (3)  that  the  reduced  iron  and  unreduced  oxide  both 
Jyze  the  reverse  reaction;  (4)  that  the  speed  of  the  gas  current 
lugh  the  apparatus  or  over  the  catalyzers  is  of  great  importance, 
eaction  (5)  has  been  investigated  by  Giolitti  ■  in  connection 
L  casehardening  experiments.  His  book  on  casehardening 
s  many  other  references.    This  reaction  proceeds  rapidly  above 

eaction  (6)  has  been  studied  by  O.  Hahn  •  and  by  Boudouard ;  ^^ 
tion  (8)  has  also  been  studied  by  O.  Hahn."  The  reduction 
urbon  monoxide  by  hydrogen,  where  water  is  the  only  reaction 
luct  instead  of  hydrocarbons,  as  indicated  in  reaction  (7), 
been  studied  by  Gautier.  The  reduction  of  carbon  dioxide 
lydrogen  takes  place  at  temperatures  as  low  as  400®. 
eaction  (8)  has  been  frequently  investigated  in  connection 
L  gas-producer  studies ;  the  reduction  of  water  vapor  by  carbon 
ns  at  about  6qo^  and  is  very  rapid  at  1 100®. 
lie  formation  of  hydrocarbons  from  interaction  of  carbon  and 
rogen  (reaction  9)  has  been  studied  by  the  authors  and  men- 
ed  by  others.  Such  reactions  are  easily  possible  imder  the 
iitions  prescribed  by  Ledebur,  and  they  took  place  in  some  of 
experiments  described  later  in  this  paper. 

n.  EXPERIMENTAL  STUDY 

a  study  the  relation  of  these  reactions  to  the  Ledebur  method, 
ties  of  experiments  was  made  in  which  mixtures  of  iron  oxide 
iron  containing  iron  carbide  or  of  iron  and  various  forms  of 
on  were  heated  to  900^  in  pure  hydrogen.  The  proportions 
he  mixtures  and  the  rates  of  passage  of  the  hydrogen  were 
ed  in  a  systematic  way,  and  the  reaction  products  were  col- 
id  and  studied. 

ilitti.  P..  Cementatioa  ol  Iron  and  Steel  (translated  by  Richards  and  Ronilkr),  Gmw-Hill  Book 

.  Y.;  19x5. 

Hahn.  Z.  Fhysik.  Chcm.,  4S,  p.  705, 1903;  44,  p.  5x3, 1903;  48.  p.  735;  1904. 

.  Botxdouard.  BuL  Soc  Chim.,  3d  series.  85.  484;  X90X. 

KLcit. 
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The  apparatus  used  is  shown  in  Fig.  i.  It  consists  of  the  elec- 
^lytic  hydrogen  generator  (H)  with  reservoirs  G,  followed  by 
ibble  coimter  B  and  calcitmi  chloride  lower  T,  the  preheater  P 
d  its  absorber  (A)  (PaOJ  for  removing  traces  of  oxygen  from 
e  hydrogen,  the  furnace  and  combustion  tube  (F)  for  heating  the 
ixtures  (which  are  contained  in  quartz  boats),  phosphorous  pen- 
xide  tubes  (t/)  for  collecting  the  water  formed,  and  sulphmic 
id  guard  tube  U\  When  carbon  dioxide  was  to  be  determined, 
Vleyer  tube  containing  bariiun  hydroxide  was  used  to  collect  it; 
e  precipitated  bariiun  carbonate  was  filtered  off  and  titrated. 
le  apparatus  for  determining  carbon  monoxide  followed.  This 
lescribed  in  detaU  later  in  this  paper.  The  electrolytic  hydrogen 
aerator  and  its  piuifying  apparatus,  and  also  the  special  electric 
nace,  are  illustrated  and  described  elsewhere.^* 
The  glass  tube  (C)  was  cemented  on  the  porcelain  combustion 
be  with  De  Khotinsky  cement;  the  ground-glass  cap  (O)  could 
removed  and  a  boat  introduced  without  removing  C  With  a 
tie  care  in  lubrication  of  (O)  this  device  was  found  very  satis- 
rtory.  By  suitable  manipulation  of  the  stopcocks  at  either  end 
the  combustion  tube,  it  could  be  freed  of  air  by  alternately 
acuating  (an  efficient  water  aspirator  was  fotmd  very  satisfac- 
y)  and  filling  with  chydrogen.  Two  evacuations  and  replace- 
ints  with  hydrogen  reduced  the  residual  oxygen  (from  air)  to 
s  than  O.0O0O22  g,  provided  the  aspiration  reduced  the  pressiu-e 
20  mm  mercury.  Any  good  aspirator  will  do  this  at  moderate 
)m  temper atines;  at  higher  temperatures  prevailing  in  summer 
vacuiun  of  30  mm  mercury  is  obtained.  This  would  leave 
)ooo9  g  oxygen  in  the  tube  after  two  evacuations.  The  effect 
such  quantities  of  oxygen  is  negligible  in  the  present  work, 
le  temperature  of  the  ftimace  was  determined  every  few  days 
th  a  thermocouple  and  held  at  900^  by  maintaining  a  constant 
rrent. 

2.  PROCEDURE 

The  boat  containing  the  mixtture  being  tested  was  placed  in  the 
mace  and  the  residual  oxygen  and  water  vapor  removed  as 
scribed.  The  current  was  then  turned  on  the  fiunace  and  the 
lifted  hydrogen  admitted;  the  rate  of  passage  of  this  current 
is  kept  constant  and  was  calculated  from  the  total  voliune  used 
etermined  from  the  change  of  height  of  the  water  in  G)  divided 

ucain and  Pettijolm.  loc.  dt. 
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by  the  time  it  was  passed.  The  heating  of  the  tube  to  900°  from 
room  temperature  required  about  20  minutes.  The  average  time 
required  for  an  operation  was  i}4  hours.  At  the  conclusion  of  an 
experiment  the  current  was  shut  oflf  from  the  furnace  and  cocks  S, 
and  S,  were  closed;  the  phosphorous  pentoxide  tube  was  discon- 
nected and  weighed  after  standing  in  the  balance  one-half  hour. 
Many  experiments  were  made  with  the  different  tjrpes  of  reduction 
described  later,  in  order  to  be  certain  that  all  reduction  products 
had  been  removed  from  the  furnace  in  the  allotted  time;  these 
tests  were  made  by  coimecting  a  second  phosphorous  pentoxide 
tube  and  aspirating  dtuing  another  half  hour.  In  all  cases, 
except  a  group  of  experiments  where  very  low  rates  of  hydrogen 
were  used,  the  gain  in  weight  of  the  second  tube  was  n^Ugible 
(o.oi  to  0.02  mg).  The  difl&culty  just  mentioned  in  the  case  of 
low  rates  of  hydrogen  passage  was  met  by  removing  the  vapor  by 
exhausting  the  whole  system  back  to  cock  5,.  This  was  done  with 
a  water  aspirator  and  was  so  effective  that  all  the  water  from  a 
reaction  was  absorbed  by  the  phosphorous  pentoxide  tube  in  10 
minutes.  This  tube  was  inclosed  in  an  outer  vessel  (a  vacuum 
desiccator),  also  evacuated,  so  as  to  prevent  collapse  of  its  thin 
walls.  A  munber  of  blank  determinations  made  according  to  the 
procedure  above  described,  but  with  no  substance  in  the  boat, 
showed  them  to  be  negligible  (less  than  o.i  mg).  These  blank 
determinations  were  made  at  frequent  intervals  and  the  results 
were  always  below  the  limit  stated  except  with  very  high  rates  of 
hydrogen  admission.  This  was  probably  because  the  catalyzer 
had  insuflScient  capacity  to  completely  remove  the  oxygen  impu- 
rity at  these  rates.  However,  the  correction  necessary  even  in 
such  cases  was  very  small  (about  i  per  cent  of  the  total  water 
weighed). 

3.  MATERIALS  USED 

(a)  Magnetite  Ore^  Bureau  of  Standards  Analyzed  Sample 
No.  -29. — Certificate  analysis  FeO  28.78  per  cent,  Fe,0,  52.2  per 
cent;  the  rest  was  SiO„  TiO,,  MOs,  VjO.,  MnO,  CaO,  MgO, 
KaO,  Na,0,  and  PaO..  With  the  exception  of  the  VA,  which  is 
reduced  to  VjOs,  these  are  all  substances  not  reduced  by  hydrogen 
under  the  conditions  used  in  these  investigations.  (See  Cain  and 
Pettijohn,  loc.  cit.)  Water  calculated  as  equivalent  to  i  g  of 
ore  =  0.2390  g. 

(6)  Sibley  Iron  Ore,  Bureau  of  Standards  Analyzed  Sample  No. 
27. —Certificate  analysis  Fe  69.2  per  cent;  P  0.037  per  cent;  SiO, 
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ry.    Assuming  all  the  Fe  to  be  present  as  FejO,  the 
Iculated  as  equivalent  to  i  g  of  ore = 0.3345  g. 

(c)  Acheson  GrapkUe,  Powdered.-^Tlns  contained  about  99.5 
r  cent  carbon. 

(d)  White  Cast  Iron. — ^Total  carbon  3.98  per  cent  graphitic 
rbon  0.02  per  cent;  combined  carbon  (by  difference)  3.96 
rcent. 

REDUCTION  EXPBRIMBirrS  WITH  lOZTURES  OF  IRON  OZIDB  AND 
GRAPHITE-CONSTANT  RATE  OF  PASSING  HYDROGEN 

Mixtures  of  the  magnetite  and  Sibley  ores  with  graphite,  as 
)wn  in  Table  i,  were  reduced  at  900°,  passing  hydrogen  at  the 
e  of  2  liters  per  hom*.  The  reaction  was  studied  by  deter- 
oing  the  amounts  of  water  f  onned. 

TABLE  1.— Redoctkin  of  Miztmes  of  Iran  Ozide  and  Gxmphite 
^  f  AnuMsnt  of  H|  cengtimt] 


Ore  used 

Wel^of 
on 

Carbon  in 

Water 

Water 
Irand 

Water  ^ 
recovered 

netttft.  B.  S.  No.  29 

C 

0.3002 
.0984 
.1011 
.1007 
.1001 
.1007 

Percent 

0.00 

.00 

.00 

3.70 

26.00 

-65.00 

C 

0.0718 
.0235 
.0338 
.0232 
.0231 
.0232 

K 

0.0722 
•  0232 
.0335 
.0234 

.0232 

Percent 
100.4 

^0 

98.4 

ST  ore.  B.  S.  No.  27. 

99.2 

nffttto.  B.  8.  No.  29 

too.  8 

>o 

100.3 

>> 

100.0 

rhese  results  show  that  graphite  under  these  conditions  exerts 
reducing  action  on  the  iron  oxide,  all  the  reduction  being 
formed  by  the  hydrogen. 

DEDUCTION  EXPERIMENTS  WITH  lOZTURES  OF  IRON  OZIDB  AND 
ION  CONTAINING  IRON  CARBIDE  (COMBINED  CARBON)— CONSTANT 
ATE  OF  PASSING  HYDROGEN 

V  mixture  of  4  g  of  the  Sibley  ore  with  i  g  of  graphite  was 
ited  for  20  hours  at  900®  with  hydrogen  passing  until  the 
aping  gas  no  longer  gave  a  test  for  water;  the  mixture  was 
)Ied  in  the  furnace  under  hydrogen  and  then  pulverized.  This 
nation  gave  an  iron  high  in  combined  carbon. 
WLixtures  of  this  substance  with  the  magnetite  ore  in  the  propor- 
QS  shown  in  Table  2  were  prepared,  reduced  as  described  in 
tion  4,  and  the  amounts  of  water  formed  in  each  experiment 
ted. 
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TABLE  2.— Redttctioa  of  Mizturas  of  Iron  Oxide  and  **  Cemmted  "  Inm 

[AnuMsnt  of  Hs  constant] 


Wel^ol 
ore 

Wolglitol 
material 

Water 
calcttlatMi 

Water  ^ 
raoovorou 

Water 

K 

I 

I 

K 

Per  cot 

a  1004 

0.1400 

0.0240 

a0232 

96.6 

.1008 

.1450 

.0241 

.0230 

95.5 

.1005 

.2015 

.0240 

.0226 

94.2 

.1002 

.3504 

.0240 

.0176 

73.4 

.1004 

.4911 

.0240 

.0157 

65.5 

The  results  of  Table  2  show  that  the  amount  of  water  decreases 
as  the  proportion  of  "cemented  iron"  increases  in  the  mixtures, 
which  show  that  the  carbon  in  the  mixture  has  partially  reduced 
the  iron  oxide. 

6.  REDUCTION  EZPBRIMEirrS  WITH  lOZTURES  OF  IROK  OXIDE  AUD 
CHILLED  CAST  IRON,  PARTHlLLT  ANNEALED  AND  UNANNBALED- 
CONSTANT  RATE  OF  PASSING  HYDROGEN 

Mixtures  of  the  annealed  and  unannealed  iron  (crushed  to  80 
mesh)  and  magnetite  ore  as  shown  in  Table  3  were  prepared  and 
reduced  in  hydrogen  at  900°,  the  water  being  collected  and 
weighed.  The  rate  of  passage  of  the  hydrogen  in  the  experiments 
described  in  Table  3  was  the  same — ^about  i  liter  per  hour.  The 
cast  iron  was  a  convenient  material  to  use  for  these  experiments, 
since  it  contained  a  known  large  amotmt  of  combined  carbon. 

TABLE  3.— Redttctioo  Ezperiments  with  Mixtures  of  Iron  Oxide  and  Cast  Irao 

(AmMist  of  H|  oamtent] 
A.  PARTIAIXT  ANHXALBD  IRONa 


W«lg]itof 
ore 

^Sffi«- 

Water  cid- 
ca]iit0d 

Wirtarr»- 
covwwl 

Water  ry- 
covwwl 

I 

I 

I 

I 

Percent 

0.1007 

0.2652 

0.0241 

0.0194 

80.5 

.1000 

.4496 

.0239 

.0163 

66.2 

.1000 

.4725 

.0239 

.0106 

45.2 

.1006 

.4727 

.0240 

.0109 

45.4 

.1005 

.5880 

.0240 

.0092 

38.0 

B.  UlfAlflfBALBD  IRON 


0.1002 

0.2007 

0.0239 

0.0107 

44.9 

.1001 

.4006 

.0239 

.0093 

38.9 

.1000 

.5020 

.0239 

.0057 

23.8 

o  The  oxygen  content  of  the  iron  before  ennfling  was  0.934  P^"  cent.    This  iron  was  only  partJaDy 
annealed,  which  explaina  the  A  and  B  reaulte  ol  the  above  tabk. 


Digitized  by 


Google 


J 


Equilibra  Between  Carbon,  Hydrogen,  etc. 


361 


these  results  show  that  the  yield  of  water  diminishes  as  the 
^portion  of  cast  iron  in  the  mixtures  increases  and  that  the 
rific  effect  of  tmannealed  iron  is  greater  than  that  of  the 
lealed  tron.  The  carbides  in  the  iron  seem  to  be  responsible 
the  distiurbance  of  the  reaction. 

DEDUCTION  EXPERIMENTS  WITH.  laXTURES  OF  UNANIVEALED  CAST 
ION  AND  IRON  OXIDE— RATE  OF  PASSAGE  OF  HYDROGEN  VARIED 

rhe  details  of  these  experiments  are  shown  in  Table  4  and  in 
;.  2.    The  amounts  of  water  recovered  increased  with  all  mix- 

90 


1  2  >  4  5 

Fig.  a 

es  as  the  rate  of  passing  hydrogen  increased  and  approached  a 
ximum  limit  at  the  rate  of  3  liters  per  hour.  As  shown  by 
.  2,  it  would  be  impossible  to  recover  more  than  75  per  cent  of 
water  when  the  ratio  of  ferrous  oxide  to  carbon  (combined)  is 
3  5.  In  any  steel  the  proportion  of  carbon  relative  to  ferrous 
de  is  much  greater  than  this,  hence  it  seems  very  probable  from 
se  experiments  that  the  Ledebur  method  can  not  determine 
re  than  75  per  cent  of  the  oxygen  in  steels  and  that  the  actual 
overy  will  be  much  less  if  hydrogen  is  passed  too  slowly. 
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TABLE  4.— Reduction  of  «  Mixtare  of  bon  Oxide  and  Unasmeeled  Chilled  Iraa 
[AmMmt  of  taydrofen  futod] 


Weight  of 

ore  (B.  a 

Ho.  29) 

WeKhtof 
cast  Iran 

Speed 

Water  cel- 
cnleted 

Water  te- 
covered 

Water  re- 
covered 

C 

K 

litai^liMir 

I 

8 

Percent 

0.2002 

1.0010 

0.30 

0.0478 

0.0108 

21.3 

.2007 

1.0010 

.45 

.0480 

.0116 

24.2 

.2001 

1.0050 

.85 

.0478 

.0173 

36.2 

.2005 

1.0004 

L20 

.0480 

.0194 

4a4 

.2003 

1.0000 

1.40 

.0479 

.0223 

46.6 

.2001 

1.0000 

LSO 

.0478 

.0254 

53.2 

.2000 

1.0006 

L70 

.0478 

.0263 

55.0 

.2000 

1.0007 

L90 

.0478 

.0276 

57.8 

.2000 

1.0002 

2.40 

.0480 

.0313 

65.4 

•  2002 

1.0000 

8.10 

.0480 

.0319 

66.5 

.2000 

1.0000 

8.80 

.0480 

.0339 

70.7 

.2004 

1.0000 

4.70 

.0482 

.0349 

72.5 

.2007 

1.0000 

6.80 

.0482 

.0352 

73.0 

8.  INVBSTIGATIOlf  S  CON CERION G  THE  OZTGEN  NOT  EVOLVED  AS  WATER 
IN  THE  PRECEDING  EXPERIMENTS 

'  Since  the  experiments  described  in  the  preceding  sections  had 
shown  such  a  large  deficit  under  certain  conditions  in  the  yield 
of  water  to  be  expected,  it  was  decided  to  determine  the  form  and 
amounts  of  some  of  the  compotmds  other  than  water  which  were 
carried  out  of  the  furnace  by  the  escaping  hydrogen.  The 
probable  constituents  in  this  mixture  were  carbon  monoxide, 
carbon  dioxide,  saturated  hydrocarbons,  and  unsaturated  hydro- 
carbons. 

Nesmjelow*'  has  shown  that  carbon  monoxide  can  be  deter- 
mined in  the  presence  of  saturated  hydrocarbons  and  hydrogen 
by  passing  oxygen  and  the  gaseous  mixture  several  times  over 
copper  oxide  heated  to  250°.  Unsaturated  hydrocarbons  inter- 
fere to  some  extent  in  this  determination,  but  the  conditions  of 
these  experiments  seemed  unfavorable  for  the  production  of  any 
considerable  proportion  of  such  compounds,  and  this  part  of  the 
work  was  carried  out  on  this  assumption.  The  total  amount  of 
saturated  hydrocarbons  (which  was  accurately  determined,  see 
later  paragraphs),  as  shown  in  Table  5,  was  very  small;  hence  the 
assumption  that  the  per  cent  of  imsaturated  hydrocarbons  was 
still  smaller  seems  justified. 

Prelimiaary  tests  of  Nesmjelow's  method  confirmed  his  results, 
and  this  method  was  accordingly  adopted  for  the  study.  The 
apparatus   for   these   determinations   followed   the   phosphorus 


^  Nesmjelow,  Z.,  Analy.  Chcm.,  48,  p.  93a;  1909. 
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itoxide  tube  shown  at  f/  in  Fig.  i,  and  consisted  of  (i)  a  Meyer 
e  filled  with  barium  hydroxide  to  absorb  the  carbon  dioxide, 
an  electrically  heated,  hard-glass  combustion  tube  filled  with 
per  oxide  maintained  at  a  temperatm-e  of  250®,  (3)  a  Meyer 
e  filled  with  bariiun  hydroxide  solution  for  absorbing  the 
Don  dioxide  produced  in  the  copper  oxide  tube,  (4)  a  porcelain- 
ibustion  tube  heated  to  850®  for  oxidizing  the  satiu-ated  hydro- 
)ons,  and  (5)  a  Meyer  tube  filled  with  baritun  hydroxide 
ition  for  collecting  the  carbon  dioxide  generated  in  this  furnace, 
1  baritun  carbonate  in  the  various  Meyer  tubes  was  determined 
he  titration  method."  The  results  are  shown  in  Table  6,  which 
rraaged  to  show  the  total  recovery  of  the  carbon  in  the  solid 
ious  phases.  This  was  done  by  determining  the  carbon  left 
lie  solid  substance  after  each  experiment  and  adding  to  it  the 
)on  found  in  the  gaseous  phase.  The  results  are  also  shown 
)hically  in  Fig.  2. 

hese  experiments  show  that  the  greater  proportion  of  the 
dng  oxygen  excapes  as  carbon  monoxide,  and  that  this  effect 
inimized  by  increasing  the  rate  at  which  the  hydrogen  passes, 
le  carbon  monoxide  and  carbon  dioxide  cinves  are  extrapolated 
r  intefsect  the  horizontal  axis  at  about  5;  in  other  words,  if 
rogen  were  passed  at  the  rate  of  5  liters  per  hoiu:,  or  faster,  no 
►on  monoxide  or  dioxide  would  be  produced.  It  is  doubtful, 
ever,  whether  such  extrapolation  is  justified. 

EYGBN  DBTERMmATIONS  BY  THE  LEDEBUR  METHOD  ON  THE  SAME 
STEELS  WITH  VARYING  RATES  OF  HYDROGEN 

I  order  to  show  the  specific  application  of  the  preceding  work 
he  determination  of  oxygen  in  steels  by  Ledebur's  method, 
rminations  were  made  on  several  steels  when  hydrogen  was 
ed  at  rates  varying  from  0.7  to  5.3  liters  per  hour.  The 
pies  were  prepared  by  cutting  under  oil  and  with  the  other 
autions  described  by  Cain  and  Pettijohn  (loc.  dt.).  The 
Its  are  shown  in  Table  7  and  bring  out  quite  clearly  the 
issity  for  a  rapid  current  of  hydrogen. 

^*  J.  R.  Cain,  Bureau  of  Standards  Technical  Paper  No.  33;  1914. 
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TABLE  7«—Ozjgtta  Dctunnlnatimw  oa  Ste^;  Varitbto  Anurants  of  Hjdfogen  Used 


8to«ltu«da 


Add  open  taMBfht 


Add 


OJ  per  eant  C;  B.  S^  No.  19a. 
OJ  ftr  Mot  C;  B.  &«  Ho.  11«. 

OtpvcMtC;  B.a,N«.94.. 
1.0  ftr  eant  Cs  B.  8^  No.  16t 


Spoedol 

Oiyien 

1.5 

Pwconl 

0.017 

5.8 

.023 

.7 

.025 

1.0 

.030 

1.4 

.033 

4.0 

.038 

1.1 

.015 

4.7 

.023 

1.1 

.020 

4.6 

.090 

« An  were  Bureou  of  Standards  oiulyscd  Mmplcs. 

nL  GENERAL  DISCUSSION 

Considering  the  experimental  results  of  this  paper  in  relation 
to  some  of  the  reactions  given  in  the  introductory  section,  it  is 
evident  that  the  rate  of  hydrogen  passage  affects  certain  of  the 
reactions  and  has  no  effect,  or  only  minor  effect,  on  others.  Re- 
actions (2) ,  FeO  +  C?=±Fe + CO,  and  (3) ,  FeO  +  CO  fc^Fe + CO,,  would 
tend  to  produce  larger  amoimts  of  carbon  monoxide  with  increase 
m  hydrogen  rate,  which  is  contrary  to  the  experimental  results 
obtained.  Hence  under  the  experimental  conditions  herein 
described  these  reactions  are  not  much  affected.  The  equi- 
librium of  reaction  (4),  2C0?=iC0a +C  (i.  e.,  thermal  dissociation  of 
carbon  monoxide),  would  be  shifted  toward  the  left  with  rapid 
hydrogen  passage,  a  result  in  conformity  with  what  was  found. 
Reaction  (6),  CO,  +  H,?=±CO  +  H,0,  tends  to  proceed  toward  the 
right  in  the  900®  zone  of  the  furnace;  hence  a  rapid  current  of 
hydrogen  would  have  the  effect  of  suppressing  production  of 
carbon  monoxide  by  this  reaction  since  the  reacting  substances 
woidd  thus  be  carried  away  rapidly  from  the  reaction  zone. 
This  expectation  is  also  borne  out  by  the  results  of  this  paper. 
Reactions  (7),  CO  +  H,-HaO+CxHy,  and  (9),  C  +  Hj-Cx'Hy', 
do  not  seem  to  be  greatly  affected,  as  shown  in  experiments 
6,  7,  8,  and  9  of  Table  6,  by  variation  of  the  hydrogen  rate.  No 
conclusions  regarding  these  reactions  could  be  drawn,  however, 
without  further  work. 

Reaction  (8),  C  +  H,0?=^0  +  H„  is  the  one  most  affected  by' the 
amount  of  hydrogen  passed,  its  shift  being  toward  the  left,  in  con- 
formity with  theory.  As  shown  in  Table  4,  the  equilibrium  for 
this  equation  under  conditions  described  in  Section  VI  permits  no 
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more  than  75  per  cent  of  the  leductioii  of  the  ferrous  oxide  to  be 
affected  by  hydrogen  in  the  reaction  FeO  +C  +  H,?=fcFe  +  H,0  +C0. 
One  particular  experimental  condition  of  Section  VI  just  referred 
to,  namelyi  a  ratio  of  carbon  to  ferrous  oxide  of  5  to  i,  was  chosen 
to  simulate  to  some  extent  the  ratio  of  carbon  to  ferrous  oxide 
that  might  be  expected  in  steels.  Hence  it  seems  safe  to  say  that 
in  determining  oxygen  in  steels  by  the  Ledebtir  method  not  over 
75  per  cent  of  that  present  as  ferrous  oxide  will  be  shown.  Actu- 
ally, if  analyses  hitherto  reported  by  other  workers  are  correct  and 
if  the  oxygen  in  steelsreported  by  them  was  really  present  as  ferrous 
oxide,  the  ratio  of  carbon  tooxidein  steels  is  much  greater  than  5  to  i, 
and  hence  the  proportion  of  oxygen  determined  in  steels  by  the 
Ledebur  method  is  probably  still  less. 

IV.  CONCLUSIONS 

1.  Graphite  does  not  reduce  ferrous  oxide  or  water  vapor  at 
900®  if  hydrogen  is  passing  at  the  rate  of  2  liters  or  more  per  hour. 

2.  Combined  carbon  in  iron  reduces  ferrous  oxide  (with  forma- 
tion of  carbon  monoxide)  tmder  the  conditions  given  in  conclusion 
I,  to  an  extent  varying  with  the  proportion  of  carbide  present. 

3.  The  percentage  of  ferrous  oxide  reduced  by  hydrogen  from  a 
mixttu^  of  iron  carbide  with  ferrous  oxide  is  a  function  of  the  rate 
of  passage  of  the  hydrogen,  and,  as  shown  by  experiments  in  this 
paper,  reaches  a  maximum  of  75  per  cent  reduction  when  hydrogen 
passes  at  about  3  liters  per  hoiu'.  The  remaining  oxygen  is 
evolved  principally  as  carbon  monoxide  and  partly  as  carbon 
dioxide. 

4.  The  Ledebtu-  method  tmder  most  favorable  conditions  prob- 
ably can  not  account  for  more  than  75  per  cent  of  the  oxygen 
present  in  a  steel  as  ferrous  oxide. 

Washington,  January  18,  1919.. 
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!•  INTRODUCTION 

In  a  previous  paper*  was  treated  the  theory  of  the  use  of  a 
three-electrode  vacuum  tube  as  an  amplifier,  showing  the  impor- 
tance of  the  amplification  constant  as  determining  the  voltage 
amplification  of  the  tube  and  the  internal  resistance  of  the  tube 
in  the  plate  or  output  circuit  as  determining  the  alternating 
current  flowing  in  that  circuit.  A  dynamic  method  was  given  for 
determining  these  important  quantities  directly. 

The  present  paper  is  an  extension  of  the  theory  and  is  con- 
cerned with  ihe  characteristics  of  the  grid  or  input  circuit.  The 
input  impedance  of  the  tube  is  of  importance  in  determining  the 
input  power  and  the  voltage  supplied  to  the  input  terminals  of 
the  tube  by  the  apparatus  in  the  input  circuit. 

1  MUkr,  Proc.  I.  R.  £.,  6, 141;  1918. 
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If  the  grid  of  the  tube  is  positive  with  respect  to  the  filament, 
there  will  be  a  flow  of  electrons  between  the  filament  and  grid.  K 
distortion  is  neglected  and  the  frequency  is  so  low  that  capacity 
effects  are  negligible,  the  internal  input  dicuit  is  under  these 
conditions  characterized  by  a  pure  resistance  and  an  emf  in 
series.  The  value  of  the  resistance  is  determined  by  the  reciprocal 
of  the  slope  of  the  grid-current — grid-voltage  characteristic  cor- 
responding to  the  operating  voltages.  This  is  analagous  to  the 
internal  or  output  resistance  of  the  plate  circuit.  The  internal 
emf  which  acts  in  the  grid  circuit  is  determined  by  the  product  of 
the  ratio  of  the  slopes  of  the  grid-current — plate-voltage  and 
grid-current — grid-voltage  characteristics  with  the  alternating 
voltage  of  the  plate  relative  to  the  filament  which  occurs  as  the 
result  of  a  load  in  the  plate  circuit.  This  again  is  abalagous  to 
the  way  in  which  the  amf^fication  constant  and  impressed  alter- 
nating voltage  on  the  grid  determine  the  voltage  acting  in  the 
plate  circuit  of  the  tube.  All  of  these  facts  are  implicitly  con- 
tained in  the  equations  (5)  derived  by  M.  Latour  *  in  his  paper  on 
the  "Theoretical  Discussion  of  the  Audion.'* 

If  the  grid  of  the  tube  is  negative  with  respect  to  the  filament 
so  that  no  appreciable  electron  flow  takes  place  between  these 
electrodes,  it  would  appear  offhand  that  the  input  impedance  of 
the  tube  would  be  rather  imimportant  in  determining  the  voltage 
received  from  the  apparatus  in  the  external  circuit.  In  very 
many  cases  in  practice,  however,  this  is  not  true,  and  as  a  conse- 
quence of  the  capacities  between  the  tube  electrodes  and  con- 
necting wires,  the  internal  characteristics  of  the  plate  circuit  of 
the  tube  and  the  external  load  in  the  plate  circuit,  the  character 
of  the  input  impedance  of  the  tube  markedly  affects  its  behavior 
as  an  amplifier.  The  following  treatment  will  be  concerned 
solely  with  the  character  of  the  input  impedance  of  the  tube  when 
the  grid  is  negative  with  respect  to  the  filament. 

It  will  be  shown  that  when  the  load  in  the  plate  circuit  is  a 
resistance  or  capacity  the  input  impedance  can  be  represented 
as  a  positive  resistance  and  capacity  in  series.  Thus  the  tube  is 
not  a  pure  voltage  device,  but  absorbs  power. 

When  the  load  is  inductive  the  input  impedance  can,  in  many 
cases,  be  represented  as  a  negative  resistance  and  capacity  in 
series.  This  represents  regeneration  through  the  tube  itself,  and 
is  of  importance  in  the  regenerative  effects  and  oscillations  in 
amplifiers. 


*M.  I^tour.  "Electridan,"  78,  p.  aSo;  1916. 
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n.  GENERAL  THEORY  OF  THE  DEPENDENCE  OF  THE 
INPUT  IMPEDANCE  UPON  THE  LOAD  IN  THE  PLATE 
CIRCUIT 

A  three-electrode  vacuiun  tube  and  associated  circuits  may  be 
represented  diagrammatically  as  in  Fig.  i,  where  the  continuous 
Bncs  represent  the  circuits  outside  of  the  tube,  while  the  dotted 
lines  show  the  internal  electrical  characteristics  of  the  tube.  The 
points  F,  G,  and  P  represent  the  three  electrodes,  filament,  grid^ 
and  plate.  The  filament,  grid,  and  plate  batteries  are  not  shown. 
Between  filament  and  grid  in  the  external  circuit  is  applied  the 
input  emf  which  is  an  attemating  voltage  E^.  In  the  external 
circuit  between  filament  and  plate  is  inserted  apparatus,  such  as 
phones,  or  the  primary  winding  of  a  transformer,  and  this  is 
designated  in  the  figure  as  any  impedance  Zp»i?p+yXp  where 


^M 


/      ••     • 


W 

» 


FXG.  I. — Diagfomatic  representaiion  of  a  vacuum  iube  and  external  circuits 

Rp  i^the  resistance  component  and  Xp  the  reactance  component. 
The  latter  may  be  positive  or  negative,  according  as  to  whether 
it  is  inductive  or  capacitive.  Within  the  tube  the  capacities 
between  the  three  electrodes  are  represented  by  Cx,  C,,  and  C,. 
In  general,  the  capacities  between  the  leads  to  these  elements  are 
not  n^ligible  and  will  be  assumed  to  be  liunped  in  correct  manner 
with  the  intraelectrode  capacities.  Further,  as  shown  in  the 
earlier  paper  cited  above,  the  impressed  emf  Eg  gives  rise  to  an 
internal  emf  k  Eg  (&»  amplification  constant)  which,  acting  in 
series  with  the  internal  output  resistance  fp,  is  impressed  between 
the  filament  and  plate  of  the  tube.  In  this  diagrammatic  repre- 
sentation of  the  tube  it  is  assumed  for  simplicity  that  the  capacities 
between  the  tube  electrodes  and  appropriate  leads  are  free  from 
dielectric  absorption  and  that  the  grid  is  maintained  sufficiently 
n^ative  with  respect  to  the  filament,  and  the  insulation  and 
vacuum  are  such  that  there  is  no  appreciable  conductive  flow 
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between  the  grid  and  filament  ad  a  result  of  the  impressed  emf  E^. 
Otherwise  it  would  be  necessary  to  assume  resistances  in  series  or 
in  parallel  with  the  capacities  Ci,  C,,  and  C,  to  represent  diefcctric 
losses  and  an  emf  and  series  resistance  in  parallel  with  Ci,  as  dis- 
cussed above. 

The  problem,  then,  of  finding  the  input  impedance  of  the  tube 
Zg  is  that  of  determining  the  current  Ig  which  flows  in  the  external 
input  circuit  as  a  result  of  the  voltage  Eg.  In  Fig.  2  the  circuit 
is  redrawn  and  the  ciurents  represented  as  Ig,  /j,  /„  /,,  etc. 


Fio.  3. — Vacuum  iub€  and  exUmal  circuUs  as  an  ehdrical  nHwork 

By  Kirchhoff's  laws  we  have  the  following  seven  equations 
connecting  the  seven  unknown  currents,  which  permit  us  to  deter- 
mine Ig  in  terms  of  the  quantities  Eg,  k,  Zp,  rp,  C^  Cj,  and  C,. 
Thus, 

kEg'^I^rp+I^Zp 


/. 


h 


£. 


jttCi 


(I) 
W 

(3) 

(4) 

(5) 

«0 

(7) 


Eliminating  lu  I„  I^  /«,  /„  and  /,  between  these  equations  and 
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writing  jgr,  — -y4we  obtain  the  following  expression  for  the  input 
impedance: 

z, ; ^^-^^^ (8) 

Substituting  Zp=i?p+y  Xp  (9) 

in  (8)  we  obtain  the  equation 

where 


6-Xp(C,+C,)- 


jgp      I 

wfp    w  (11) 


d^^  (fe  C,+Ci  +Q  +«  i?p  (Ci  C,+Cx  C,  +  C,  Q 

And  if  2,  is  separated  into  resistance  and  reactance  components 
fg  and  Xg,  we  have 

Zg^Tg+jXg  (12) 

be— ad  .    . 

If  Xp  is  negative,  corresponding  to  a  capacity  reactance  in  the 
plate  circuit,  we  have  the  following  terms  in  the  numerator  of  rgi 

Positive  terms  Negative  terms 

"X-pi?p(C,+Q(CA+C,C,+C,CJ        wXp^p   (!C,+C^    (QC,+ 

—^  (.c,+c;)  ikc,+c^+c;)  ^  (ca+c.c.+c/:,) 

Tp  fp 

ivrp  >  u/Tp 
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Pontive  temis  Negative  temia 

^  (C.+Q  (kC,+C,+CO  7^  (.C,C,+C,C,+CJC^ 

It  is  evident  from  inspection  that  the  positive  terms  will  exceed 
nmnerically  the  negative  terms  when  Xp^o,  and  since  the  denom- 
inator  of  r,  is  always  positive,  r,  must  always  be  positive. 

The  resistance  component  of  the  input  impedance  of  a  three- 
electrode  vacutun  tube  is  ah^rays  positive,  and  hence  the  input 
absorbs  power  if  the  load  in  the  plate  circuit  is  capacitive  or  a  pure 
resistance  even  when  the  grid  is  negative  with  respect  to  the  fil- 
ament. 

In  the  succeeding  treatment  it  will  be  shown  that  the  input  im- 
pedance of  the  tube  may  be  equivalent  to  a  considerable  capacity 
with  a  high  resistance  in  series,  in  which  case  the  absorption  of 
power  in  the  input  of  the  tube  becomes  very  large. 

If,  however,  the  load  is  inductive  (Xp>o),  the  terms  above 
which  contain  Xp  will  change  sign.  The  ntunerator  of  r,  will  then 
become 

Tp  Tp  iuTp 

Hence  r,  will  be  negative  if 

L-y         Y"  >  J?  1 

^>^  (kc+c+kc;)  +^  (kc,+c,+kc^  +/?pC,.         (15) 

corp         7  p  rp 

The  resistance  component  of  the  input  impedance  of  a  three- 
electrode  vacutun  tube  can  be  negative  and  the  tube  will  supply 
power  to  the  external  input  circuit;  i.  e.,  regenerate,  if  the  load  in 
the  plate  circuit  is  inductive.  • 

This  explains  the  regenerative  effect  of  an  inductive  load  pre- 
viously noted  by  Armstrong,*  and  also  the  regenerative  effects  and 
oscillations  in  amplifiers,  which  can  occur  even  when  there  is  no 
electrostatic  or  electromagnetic  coupling  between  the  input  and 
output  circuits  other  than  through  the  tube  itself. 

The  dependence  of  the  regenerative  action  upon  the  inductive 
load  in  the  plate  circuit  will  be  treated  theoretically  and  experi- 
mentally in  a  succeeding  section. 

*  ArmsCrons,  B.  H.,  Proc.  I.  R.  B.,  t,  p.  axs,  1915;  in  putlculAr  Pig.  xo,  on  p.  iao. 
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m.  INPUT  IMPBDANCB  FOR  THE  CASB  OF  A  PUKB  RBSIST- 
ANCB  LOAD  IN  THB  PLATB  CIRCniT 

We  will  first  consider  the  case  where  the  load  in  the  plate  cir- 
cuit is  a  pure  resistance;  that  is,  Zp=/?p.  Equation  (8)  then 
becomes 

Z, 7 —r ^ «^ ; (16) 

Ifweleta-fp  (C,+CO 


d-fp  (C,  C^+Ct  C,+Ct  C,) 
ThenZf 


If  the  input  impedance  is  represented  by  an  apparent  resistance 
fy  in  series  with  an  apparent  capacity  Cg,  the  values  of  these 
quantities  are  given  by 

ac  +  b  d 

''""^^^^  (18) 

The  relative  importance  of  the  quantities  involved  may  be  ex- 
pressed by  6>  >  a,  c  >  >  d.  Hence  at  low  frequencies  (in  gen- 
eral f or  «  <  lo*) 

a  c  +  6  d 

'' — ?- 

(19) 


For  iJp  =*0;  fg —O;  c, — Q  +Ca.    Under  these  conditions  the  plate 
circuit  constitutes  a  short  circuit  between  filament  and  plate, 
eliminating  the  capacity  C,  and  putting  Cj  and  C,  in  parallel  be- 
tween grid  and  filament. 
136038*»— 19 2 


Digitized  by 


Google 


374 


SdenHfic  Papers  of  the  Bureau  of  Standards  [yd,  ts 


As  Rp  increases  relative  to  rp,  both  r^  and  Cg  increase,  r^  can 
increase  to  nearly  the  order  of  rp.  The  variation  in  Cg  can  be  ex- 
pressed by  the  equation 

Prom  this  it  appears  that  the  capacity  C,  between  grid  and  fila- 
ment is  important  in  increasing  the  apparent  input  capacity. 
The  maximum  increase  (for/?p  >  >  rp)  is  k  C,.     It  is  of  interest 

k  R 
to  note  that  the  quantity  — —£-  is,   under  the  asstuned  fre- 

rp  T  jrCp 

quency  conditions,  the  ratio  of  the  voltage  across  Rp  to  the  input 
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Fig.  3. — VariaXion  of  input  characteristics  with  rtsistance  load  in  the  plate  circmt 

voltage  Eg  and  hence  determines  the  voltage  amplification  per 
stage  of  a  resistance  coupled  amplifier.  Thus  the  apparent  input 
capacity  can  become  a  niunber  of  times  greater  than  the  actual 
capacities  between  the  tube  electrodes,  and  since  the  apparent 
input  resistance  can  also  become  very  high,  the  dissipation  of 
power  in  the  input  circuit  of  the  tube  may  be  considerable,  even 
when  the  grid  is  negative  with  respect  to  the  filament. 

When  the  frequency  is  so  high  that  the  terms  containing  co*  be- 
come important,  these  resistance  and  capacity  effects  become  less 
marked.    For  very  high  frequencies 

r.=0 
This  latter  is  the  capacity  of  C,  and  C,  in  series  and  paralleled 
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by  Ci — ^i.  e.,  the  capacity  between  filament  and  grid  with  the 
plate  cu-cuit  open.  At  these  frequencies,  however,-  the  voltage 
across  the  resistance  Rp  is  reduced,  because  of  capacity  effects 
and  approaches  zero  with  increasing  frequency.  Fig.  3  shows 
the  variation  of  tg  and  Cg  with  the  load  Rp  for  a  particular  tube  of 
the  J  or  VT-i  type  for  wave  lengths  longer  than  about  2000  m. 

IV.  EXPERIMENTAL  DBTERMINATIOIVS  WITH  A  PUKE  RE- 
SISTANCE LOAD  IN  THE  PLATE  dRCUIT 


L  DBTSRMmATION  OP  I,  r^  AND 


4^ 


A  dynamic  method  for  determining  k  and  rp,  which  was  de- 
scribed in  an  earlier  paper ,^  was  utilized  in  these  measurements. 
Since  with  a  constant  plate  battery  the  actual  voltage  on  the  tube 
is  reduced  as  a  result  of  the  drop  in  voltage  across  Rp^  the  xleter- 

k  R 
minations  were  so  made  that  values  of  fe,  rp,  and  p    .  ^    could  be 

Kp  +  Tp 

obtained  which  corresponded  to  the  actual  voltage  on  the  plate 
for  a  given  Rp.  This  was  effected  by  obtaixiing  curves  for  k  and 
fp  for  var5ang  plate  voltages,  and  then,  with  a  constant  plate 
battery,  the  actual  voltage  on  the  tube  was  determined  for  differ- 
eat  values  of  Rp  by  making  readings  of  the  plate  current  and 
computing  the  voltage  drop. 

Two  of  the  tubes  used  in  the  experiments  and  the  electrical 
data  of  their  use  are  described  in  Table  i. 

TABLE  1 


Type. 

Plato 

VOltofS 

oumit 

Odd 

VOltofS 

JgcVT-l 

40 
40 

1.1 
0.2 

-1.5 

VT-3 

-1.5 

Figs.  4  and  5  give  the  curves  showing  the  dependence  of  fe,  rp, 
and  ^  ^   upon  the  load'  Rp  for  these  two  tubes. 

2.  DETERMmATION  OF  Cu  C,,  AITB  C, 

A  series-resistance  capacity  bridge  was  used  to  measure  the  tube 
capacities^  using  an  amplifier  and  phones  as  a  balance  indicator. 
A  grotmd  connection  was  put  on  a  third  arm  of  the  bridge,  and 
this  was  adjusted  so  as  to  bring  the  detecting  arm  of  the  bridge 


«Sm  ictocnct  I. 
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at  ground  potential.  The  measurements  were  made  at  about 
iooo  cycles  with  a  few  tenths  of  a  volt  impressed  on  the  bridge. 
Under  these  conditions  the  bridge  was  sensitive  to  one-tenth 
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Jimttmut  lomd  in  PUtU  dreuU,  Mms. 

Fio.  4. — AmpUficaUau  caruiaiUp  voUage  amplification  and  iniemal  pkU§  cmmt  wtsisUmct 
wUh  varying  tetistanet  load,    FT-J  tube 

micromicrofarad.  One  arm  of  the  bridge  contained  a  variable 
air  condenser  of  250  micromicrofarads  capacity,  across  which  the 
capacities  to  be  measured  were  connected  and  determined  by  the 
necessary  change  in  the  variable  to  maintain  the  bridge  balance. 


Jt9si9tmtu9    lomd  in  PUtt  CirtmJt,  Okms, 


Fig.  5. — AmpUficaiion  constant ^  voltage  amplification  and  internal  plate  circuit  resist- 
ance with  varying  resistance  load,     VT-j  imbe 


The  filament,  plate,  and  grid  batteries  were  connected  directly 
to  the  negative  filament  terminal,  and  this  point  was  likewise 
connected  to  the  grotmd  potential  part  of  the  bridge.    Those 
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portions  of  the  connecting  leads  to  the  tube  electrodes  which 
followed  the  potentials  of  the  electrodes  themselves  were  con- 
sidered as  part  of  the  electrodes  and  included  in  the  capacity 
measurements.  The  tube  socket  was  a  Signal  Corps  receiving- 
tube  socket  and  its  capacities  were  also  included. 

The  capacities  C^,  C^,  and  C,  were  separately  determined  in 
the  following  manner: 

(a)  Connect  G  and  P  together  and  measure  capacity  to  F. 
This  short-circuits  C,  and  gives  C^  +  C,. 

(6)  Connect  G  and  F  and  measure  to  P.     This  gives  C,  +  C,. 

(c)  Connect  F  and  P  (i.  e.  /?p  — O)  and  measure  to  G.  This 
gives  C,+C,. 

From  these  observations,  then 

2Q-(a)  +  (c)-(b) 

2C,-(b)  +  (c)-(a) 

2C,-(a)  +  (b)-(c) 

The  values  of  the  capacities  in  micromicrof  arads  as  measured 
for  the  two  tubes  mentioned  previously  were  found  to  be  as  shown 
in  Table  2. 

TABLE  2 


T^m 

(h-^Ck 

Cr¥C» 

Ci+C, 

Ct 

Cb 

a 

VT-l 

28.2 
14.1 

26.6 
18.8 

27.9 
18.9 

14.7, 
12.1 

1S.1» 

6.8 

13.4» 

7T-3. 

12.0 

These  capacity  values  are  considerably  increased  because  of 
the  tube  socket  and  leads  used  in  the  experiments.  - 

3.  DBTBRMmATION  OF  c. 

The  apparent  input  capacity  Cg  for  different  resistance  loads  was 
determined  in  the  same  way  as  Q+C,  in  (2)  above,  excepting 
that  the  resistance  R^  was  inserted  in  the  plate  circuit  of  the  tube. 

4.  COMPARISOll  OP  OBSBRVKD  AND  COMPUTBD  RESULTS 

In  Tables  3  and  4  the  various  resistance  loads  which  were  in- 
serted in  the  plate  circuit  are  given  in  the  first  column  and  in  the 
other  columns  the  calculated  and  experimentally  observed  values 
of  the  input  capacity  Cg  are  given  in  micromicrof  arads. 


Digitized  by 


Google 


378 


Scientific  Papers  of  the  Bureau  of  Standards 
TABIB  3.— VT-1  Tnb« 


tVAii 


E^^^tmM 

tavmovMlly 

On»atod 

ObMmd 

0 
8000 

27.9 
49.0 

51.4 

16000 

64.5 

61.5 

49400 

78.9 

76.1 

97000 

84.2 

84.3 

199000 

86.1 

87.6 

TABLB  4.— VT-3  Tub* 


R^^imM 

larata^tdtj 

Onpotod 

ObMmd 

0 
8200 

18.9 
32.4 

31.8 

18  500 

38. 1 

40.1 

49800 

45.1 

46.9 

98500 

47.5 

51.2 

140500 

49.0 

53.1 

To  show  the  importance  of  the  capacity  C,  in  determining  Cg  a 
separate  series  of  measurements  were  carried  out  in  which  the 
capacity  C,  was  increased  by  connecting  a  small  condenser  between 
the  grid  an4  plate.  A  different  tube  of  the  VT-i  type  was  used 
in  these  measurements  and  the  resistance  /?p  was  30  000  ohtns 

throughout,  leading  to  a  value  of  p    ,  ^    of  3.29.     Measurements 

/vp  -rTp 

of  the  apparent  input  capacity  were  made  with  C,  increased  by 
zerO;  17.5,  and  34.3  micromicrofarads.  The  values  of  C,  were, 
then,  11.8,  29.3,  and  46.1  micromicrofarads,  the  value  of  Q  was 

12.2  micromicrofarads,  the  values  of  Ci+C,  were  24.0,  41.5,  and 

58.3  micromicrofarads.     The  values  of  Cg  as  calculated  from  the 

k  7? 
formula  c,— Q  -hCj+C,  — —g-  for  the  three  cases  were  62.8, 

rpirKp 

i37*9»  £^d  210.0  micromicrofarads.  The  experimentally  observed 
values  were  64.3,  138.6,  and  205.4  micromicrofarads,  showing  an 
agreement  of  about  2  per  cent. 

It  was  found  to  be  impossible  to  check  the  values  of  r,  experi- 
mentally at  the  frequencies  used  in  the  bridge  measurements  be- 
cause of  dielectric  absorption  in  the  tube  capacities.  At  these  low 
frequencies  the  dielectric  losses  introduce  effective  resistances 
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which  are  many  times  greater  than  those  given  by  the  expression 
for  fg,  which  does  not  take  dielectric  losses  into  accowit.  The 
measurements  can  no  doubt  be  made  at  radio  frequencies,  but  are 
rendered  somewhat  difficult  because  of  the  limited  input  voltage 
which  can  be  applied  to  the  tube  if  the  grid  is  to  remain  at  all 
times  negative  with  respect  to  the  filament.  The  dielectric  losses 
in  the  tube  capacities  are  doubtless  important  in  the  use  of  tubes 
at  long  waves,  and  should  be  taken  into  account  in  the  design  of 
tube  bases  and  sockets. 

V.  INPUT  IMPBDAITCB  FOR  THE  CASE  OF  AN  INDUCTIVE 
LOAD  IN  THE  PLATE  CIRCUIT 

In  case  the  load  in  the  plate  circuit  is  an  inductance  Lp  and  re- 
sistance Rp  and  the  input  impedance  of  the  tube  is  represented  by 
a  series  resistance  rg  and  capacity  Cg,  we  obtain  from  equations 
(11),  (13),  and  (14)  the  following: 

\ac+bd  ,    V 


where 


•    u{ad—hc)  ^    ' 


6-a,Lp(C,  +  Q-J-;-^  (23) 

^P 

d  -  ^  (AC, + C, + Q  +  i^R^iC.C^ + QC. + C^.) 

^P 

As  afaready  pointed  out  above  in  expression  (15) ,  the  numerator  of 
fg,  and  hence  r,  itself,  will  be  zero  or  negative  when 

k^^<^  (JfeC,+C,+*C.)  +^  (&C3+C,  +  &Q  +i?pC,      (24) 

Tp  Tp  Tp 

The  equality  sign  determines  the  values  of  Lp,  for  which  the  input 
resistance  is  zero.  If  Rp  is  large,  the  solutions  for  Lp  at  a  given 
frequency  may  be  imagiaary,  in  which  case  no  inductive  load  can 
make  the  input  resistance  negative. 

Curves  showing  the  variation  in  the  input  resistance  and  input 
capacity  with  the  inductance  in  the  plate  circuit  are  given  in 


Digitized  by 


Google 


38o 


Scientific  Papers  of  the  Bureau  of  Standards 


fVcLts 


Pigs.  6  and  7  for  various  values  of  R^.  These  were  computed, 
using  fonntdas  (21),  (22),  and  (23)  for  a  frequency  given  by 
«  — 2Xio*,  and  assuming  the  constants  *— 6,  Ci—C,—C,  — 10"" 
and  rp  — 2  X 10*,  which  are  approximately  those  of  a  VT-i  tube. 
If  we  assume  that  the  resistance  in  the  plate  circuit  is  so  low 
compared  to  the  reactance  of  Lp  that  the  terxns  containing  R^ 
are  negligible,  the  inequality  of  (24)  reduces  to 


co^Lp 


(-■ 


+c,+^) 


<I 


(25) 


■1^ 

• 

i'-'— «^«- 

s 

V 

V. 

^ 

p 

\, 

*•«« 

•  A 

^ 

\ 
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s. 

^ 

.<f^ 

^ 

?*^ 

\\\ 
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fcrr 
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^ 

'^ 

€L^ 

\\ 
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^/ 
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"Y 

v^ 

"**^ 
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y, 

'/ 
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^T^ 
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f 

"1 

■^^~" 

V 
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/ 

•• 

\ 

y 

Fio.  6. — Nggaiive  input  resistance  caused  by  inductive  load  in  plate  circuit 

This  shows  that  the  combination  of  inductive  load  plus  the  tube 
capacities  must  still  be  an  inductive  reactance  in  order  to  have 
regeneration,  and  determines  the  highest  frequency  with  a  given 
inductance  Lp  or  the  highest  value  of  Lp  at  a  given  frequency  at 
which  regeneration  can  occur.  At  low  values  of  L^,  or  at  low 
frequencies  where  w*Lp(Ci,  C„  or  C,)  is  small  compared  to  imity, 
and  assuming  jRp  is  small  compared  to  fp  or  «Lp,  the  only  term 

in  the  numerator  of  r,  which  is  of  importance  is (kC^.  From 

(21)  and  (23)  it  is  seen  that  the  denominator  of  r,  reduced  to 
{Ci+C^*.    Hence  the  value  of  the  input  resistance  is  given  by 

Ln      (fee,) 


fg=~ 


rp  (C,  +  Q» 


(26) 
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From  (22)  and  (23)  it  can  be  seen  that  imder  the  above  assump- 
tions the  input  capacity  is  given  by 


Cg^Ci  +  C^ 


(27) 


Under  these  conditions,  therefore,  the  input  imp^ance  of  a  tube 
consists  of  a^n^;ative  resistance  proportional  to  the  inductance 
in  the  plate  circuit  in  series  with  a  constant  capacity.  This 
corresponds  to  the  portion  of  the  curves  of  Figs.  6  and  7  for 
J?p— O  and  low  Lp. 


•a» 

ItjtMMJk 

^ 

^ 

-^ 

ftM 
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Fio.  7. — Variation  in  input  capacity  with  inductive  load 

The  magnitude  of  the  regenerative  effect  produced  by  the 
negative  input  resistance  will  depend  upon  the  constants  of  the 
external  input  circuit.  The  effect  will  be  to  reduce  or  neutralize 
the  positive  resistance  of  the  external  circuit.  •  In  general  an 
oscillatory  circuit  is  connected  to  the  input  of  the  tube  and  the 
apparent  resistance  of  this  circuit  is  reduced  as  a  result  of  the 
regenerative  action.  When  tg  and  Cg  are  such  as  completely  to 
neutralize  the  resistance  of  that  circuit,  oscillations  will  take 
place. 

In  the  case  of  an  amplifier  this  input  circuit  may  be  a  trans- 
former. The  complete  input  circuit  will  be  as  shown  in  Fig.  8, 
where  L  and  C  represent  the  coil  and  condenser  of  the  oscillatory 
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circuit,  of  which  the  resistance  is  R.  The  input  characteristics 
of  the  tube  are  represented  by  r,  and  Cg.  The  reduction  in  the 
resistance  of  the  oscillatory  circuit  which  results  when  r,  is  nega- 
tive, can  be  calculated  as  fol- 


lows. Since  the  reactance  of 
Cg  is  ordinarily  very  large 
compared  to  the  «itimerical 
value  of  rg,  the  current  /  in 
the  oscillatory  circuit  will  di- 
vide between  C  and  the  par- 
allel branch  containing  c,  in 

^Ki.S.--Exi€mal  grid  circuit  and  inpfU  imped-    proportion  tO  the  Capacities 

anceo/tube  C  sxidcg.    Heuce  the  current 

Ig  flowing  into  the  grid  of  the  tube  and  through  the  resistance  r g 
is  given  by 

The  power  dissipated  in  r^wiU  be  P,-/gVg--pfpr^j  rg       (29) 

This  will  be  negative  when  rg  is  negative,  thus  representing  a 
generation  of  power.    The  power  dissipated  in  the  resistance  R  is 

Pn^PR  (30) 

and  the  total  power 

p.ft,+p.-p[/eH.(^)V.]  (3x) 

Thus  when  rg  is  negative  the  reduction  in  the  circuit  resistance 
will  be  given  by 


AR 


-(ck)'"  (5=) 


In  Fig.  9  are  plotted  ciu-ves  of  received  signal  against  the 
inductance  in  the  plate  circuit,  assuming  the  same  tube  constants 
and  frequency  as  in  Figs.  6  and  7,  that  the  resistance  in  the  plate 
circuit  is  negligible  (i?p=o)  and  that  the  capacity  C  of  Fig.  8  is 
0.0015  microfarad.  Three  curves  are  shown  corresponding  to 
circuits  of  7,  9,  and  10  ohms  resistance.  The  received  signal  is 
taken  to  be  proportional  to  the  reciprocal  of  the  circuit  resistance 
as  reduced  by  the  regenerative  effect.  The  curves  for  the  7  ohm 
circuit  run  to  infinity,  indicating  complete  neutralization  of  the 
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drcoit  resistance  and  hence  oscillations.    The  curves  for  the  9 
and  10  ohm  circuits  are  quite  similar  to  that  given  by  Armstrong.* 
For  low  values  of  Lp  we  find  by  substituting  the  values  of  r^  and 
Cg  from  (26)  and  (27)  in  (32) 

f5  •*-'P  ^2 


AR- 


rp(C+C,+Q» 


(33) 


The  regenerative  effects  are  increased  by  increasing  Lp,  decreasing 
C,  or  by  connecting  a  condenser  between  grid  and  plate  so  as  to 
increase  C,  when  C,  is  small  compared  to  C. 
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Fio.  9.«— Variation  cf  received  signal  wiih  indu€iru$  load  in  ths  plaie  circuii 

VL  EXFESIMENTAL  DETERMINATIONS  WITH  AN  INDUC- 
TIVE LOAD 

Expression  (33)  was  checked  by  measuring  at  radio  frequencies 
the  reduction  in  resistance  of  an  oscillatory  circuit  connected  to 
the  input  terminals  of  the  tube  when  different  inductances  of 
known  value  were  inserted  in  the  plate  circuit. 

1.  DETERMIHATION  OF  THE  TUBE  CONSTAHTS 

A  type  J  or  VT-i  tube  was  used  with  40  volts  on  the  plate, 
—  1.5  on  the  grid,  and  a  filament  cmrent  of  i.i  amperes.     The 


*  Axmstfwtc*  loc«  cKm 


Digitized  by 


Google 


384 


Scientific  Papers  of  the  Bureau  of  Standards 


fV^iS 


tube  constants  were  measured,  as  outlined  in  Section  IV  above, 
and  were  found  to  be  as  follows  for  the  tube  used:  ik«7.2, 
fp - 29  300,  C,  =  12.2,  and  Q  +C, - 25.7  micromicrofarads. 

2,  MBASURBMBUT  op  THB  OSCEXATORT  CmCXTIT  RBSISTAN CB 

The  oscillatory  circuit  was  coupled  to  a  driving  circuit,  and  its 
resistance  was  measured  at  900  m.  wave  length  by  the  resistance 
variation  method.  The  capacity  C  was  1675  micromicrofarads. 
The  current  indications  were  obtained  with  a  vacuum  thermocouple 
of  4.8  ohms  resistance  and  a  sensitive  wall  galvanometer.  With 
this  value  of  the  capacity  and  frequency  sufficient  measuring  cur- 
rent was  obtained  without  impressing  more  than  one  volt  across 
the  condenser  or  on  the  input  of  the  tube.  Measurements  made 
with  the  tube  disconnected  from  the  condenser  C»  and  then  con- 
nected, but  with  no  inserted  inductance  in  the  plate  circuity 
showed  that  the  dielectic  losses  in  the  tube  capacities  were  not 
appreciable  at  this  frequency.  The  resistance  of  the  oscillatory 
circuit  was  then  determined  with  254  and  680  microhenries 
inductance  in  the  plate  circuit. 

3.  COMPARISON  OP  OB8BRVSD  AND  COMPUTED  RBSULTS 

The  theoretical  reduction  in  the  circuit  resistance  was  com- 

kC 
puted  from  formula  (33) ;  the  value  of  the  factor  — ;^    ^*    ^^ 

as  calculated  from  the  tube  constants  and  capacity  C  being 
1.037  X  lo*.  The  results  are  compared  in  Table  5.  In  the  first 
column  are  given  the  values  of  the  inductive  load  in  microhenries, 
in  the  second  coltunn  the  corresponding  observed  circuit  resist- 
ances, in  the  third  coltunn  the  observed  reduction  in  the  circuit 
resistance,  and  in  the  fourth  column  the  reduction  in  circuit  re- 
sistance as  computed  by  formtila  (33). 

TABLE  5 


moc^w^ 

Ctoriy 

mm 

III  ctacoll 

1 

rioM 

ObMfiped 

o>«^ 

0 
2S4 

680 

6.58 

6. 32 
5.88 

0.26 
.70 

0.W 
.70 
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Vn.  DTPUT  IMPEDANCE  FOR  THE  CASE  OF  A  CAPACITY 
LOAD  IN  THE  PLATE  CIRCUIT 

The  equations  of  the  input  impedance  for  a  capacity  load  can 
likewise  be  derived  readily  from  equations  (11),  (13),  and  (14). 
In  this  case  the  input  resistance  will  always  be  positive,  so  that 
the  input  absorbs  power.  Thus  the  presence  of  phones  in  the  plate 
circuit  of  a  tube  may  cause  a  dissipation  of  power  in  the  input, 
because  of  the  phones  having  a  capacity  reactance  at  high  fre- 
quencies. 

Vm.  SUMMARY  OF  RESULTS 

1.  Because  of  the  capacities  between  the  elements  of  a  three- 
electrode  vacutun  tube,  the  input  impedance  of  the  tube  depends 
upon  the  nature  of  the  load  in  the  plate  circuit  of  the  tube. 

2.  Even  when  the  grid  of  the  tube  is  negative  vdth  respect  to  the 
filament,  the  input  impedance  can  be  such  as  to  absorb  consider- 
able power  from  the  input  circuit,  This  occurs  when  the  load  in 
the  plate  circuit  is  a  resistance  or  capacity  reactance. 

3.  When  the  load  in  the  plate  circuit  is  inductive,  the  input 
impedance  can  be  characterized  by  a  negative  resistance,  in 
which  case  regeneration  or  oscillations  can  occur  as  a  restilt  of 
coupling  through  the  tube  itself. 

In  conclusion  the  author  desires  to  express  his  indebtedness  to 
the  Signal  Corps,  who  requested  and  supported  this  investiga- 
tion, and  to  Miss  Dora  E.  Wells,  of  the  Bttreau  of  Standards,  who 
performed  most  of  the  experimental  work.  The  above  results 
were  communicated  to  the  Signal  Corps  in  reports  dated  April  8 
and  April  30,  191 9,  and  aie  published  with  their  approval. 

Washington,  Jtme  11,  191 9. 
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L  INTRODUCTION 

The  material  here  presented  is  selected  from  the  mass  of  data 
accumulated  during  thermal  expansivity  tests,  and  is  of  impor* 
tance  where  insulating  materials  are  subjected  to  temperature 
variations.  The  range  of  expansion  coefficients  is  rather  large, 
extending  from  a  value  of  1.6  xio**  for  certain  porcelains  to 
109  X  lo"*  for  a  specimen  of  celluloid. 

In  addition  to  the  wide  range  in  coefficients  it  has  also  been 
found  that  practically  all  of  the  molded  materials,  such  as  bakeUte, 
condensite,  hard  rubber,  and  cellidoid,  take  up  a  permanent 
length  change  when  carried  through  a  temperature  cycle,  espe- 
cially if  temperatures  above  60°  C  are  reached.  This  length 
change,  always  a  shrinkage,  may  work  to  advantage  in  cases 
where  a  slight  shrinkage  tends  to  compress  and  retain  metallic 
electrodes  or  inserts.  On  the  other  hand,  these  changes  become 
very  serious  in  precision  apparatus  depending  upon  accurate 
dimensions. 

The  following  materials  have  been  investigated  and  are  included 
in  this  report:  Porcelain,  bakeUte,  condensite,  farmica,  celluloid, 
hard  rubber,  marble,  and  limestone. 
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n.  PREVIOUS  WORK  ON  PORCELAIN 


[VcLis 


Some  of  the  results  of  previous  experimental  determinations 
of  the  thermal  expansion  of  porcelain  are  stunmarized  in  the 
following  table.  The  values  given  for  a  and  b  are  to  be  substi- 
tuted in  the  general  quadratic  equation 

Lt^Lo{i+at  +  bP) 

where  Lo  is  the  length  of  the  material  at  o^  C  and  L«  the  length 
at  t^  C  within  the  proper  temperature  range. 


TABLE 

1 

d«l90ffMlilB 

OfeMmr 

ramt 

OM««fMrfT 

vt- 

« 

h 

TnMw..  .. 

•c 

0-120 

0-aoo 

0-83 
250<425 

2.SSX10^ 
a.  425 

2.824 
2.9SI 

7.43  Xlt^* 

I>« 

BttflHd... ......  .  ., 

1.07 

!>• 

Cbappah.  ... 

6.17 

BMbMudDv* 

1.12S 

A  Proc.  Phyt.  Soc  oC  Load..  18,  p.  it»;  s9m*i90is* 
ft  Ann.  der  Phys.  tind  Chem.,  S,  p.  505;  1900. 

Tutton  agrees  with  Cbappuis  that  the  thermal  expansion  of 
Bayeux  or  Berlin  porcelains  can  not  be  represented  by  a  quadratic 
equation  throughout  a  temperature  range  exceeding  a  very  few 
htmdred  degrees. 

Brundige  ^  is  of  the  opinion  that  expansion  effects  caxise  the 
major  part  of  insulator  deterioration.  However,  he  points  out 
that  there  are  other  invjestigators  who  believe  that  practically 
all  insulator  deterioration  is  attributed  to  porosity. 

m.  PREVIOUS   WORK  ON   MARBLE 

Roiti's  Physics  (vol.  i,  sec.  399,  Hungarian  translation,  p.  457)1 
gives  as  the  average  coefficient  of  expansion  for  i^  C  between  0° 
and  100^  C,  the  following  values: 

White  marble a  00000S49  (Destiny) 

Do 0000x07a  (Ditmi  and  Sang) 

Frohlich  ^  found  it  necessary  to  know  the  coefficient  of  expansion 
of  a  large  ring  (standard  of  inductance)  made  from  Carrara  marble 
in  order  to  determine  the  dimensions  at  a  given  temperature. 
From  observations  at  room  temperature  and  at  100*^  C  (steam) 

1  Trans.  Amer.  Inst.  Blec.  Bng..  M,  P-  535:  191 7> 

>  Wiedenuum  Annakn  dcr  Physik  iind  Chcmk,  tl,  p.  m6;  1907. 
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on  a  30  cm  spedmen  cut  from  the  same  block  of  marble  tised 
for  the  ring,  he  obtained  0.000012  for  the  average  coefficient  of 
expansion  between  15  and  100®  C.  However,  he  does  not  state 
whether  the  specimen  returned  to  its  original  dimensions  after 
cooUng. 

Kaye  and  Laby  (Physical  and  Chemical  Constants,  etc.,  191 1) 
of  the  National  Physical  Laboratory  give  1.4  xio"*  to  3.5  Xio"* 
for  the  coefficient  of  expansion  of  marble  at  1 5^  C. 

Gruneisen  •  gives  4.3  x  lo"*  as  the  coefficient  between  14  and 
24®,  and  10.5  xio"*  between  18  and  100®  C.  After  keeping  a 
specimen  at  a  constant  temperature  of  100^  C,  he  fotmd  the  value 
2.2  x  lo'^  for  the  coefficient  of  expansion  between  14  and  24*^  C. 

HaOoek  ^  determined  the  expansion  of  several  marbles  by  com- 
paring them  with  brass,  and  gives  the  following  values  from 
room  temperature  to  100**  C: 

A  marble  from  Rutland,  Vt a  00000659 

66z 
A  marble  isom  Knoorville,  Teim a  00000495 

5»S 
A  marble,  "Keowa,*' from  Geoi^gia a  00000348 

309 

A  mflrble»  "CxepH,*' from  Georgia , a  ooooizo 

A  marble,  " Oierokee,"  from  Georpa o.  00000740 

786 
«S5 

The  duplicate  values  are  from  different  bars  of  the  same  marble. 

He  observed  the  phenomenon  of  permanent  growth  after  heat* 
ing,  especially  with  the  Vermont  and  Teimessee  specimens. 
"  Being  heated  for  the  first  time  to  100**  C  and  allowed  to  cool, 
they  did  not  cotrtract  to  their  original  length,  and  the  next  two 
or  three  heatings  resulted  in  continued  but  ever  diminishing 
increments  of  length  at  ordinary  temt)eratures;  finally  a  per- 
mauent  condition  was  reached."  He  also  found  that  a  Vermont 
marble  when  kept  at  constant  temperature,  contracted  on  dry- 
ing and  expanded  on  soaking  in  water. 

In  1832,  W.  H.  C.  Bartlett^  made  determinations  on  the  expan- 
sion of  some  stones  at  ordinary  temperatures  (range  about  100®  P). 
He  gives  for  the  coefficient  of  expansion  of  marble,  0.000005668  — 

— 7 per  degree  Fahrenheit.     He  reached  the  conclusion  that 

176429  ^       ^ 

the  fractures  of  the  stones  at  Fort  Adstos;  Newport  Harbor,  were 

due  to  ordinary  changes  of  temperature. 


*  EMudl  de  OiiiMiH>M  Vkftkiam,  p.  tSS;  1913.  •  Ancr.  Jout.  id  Sekaoe,  itt  Mriei.  ti.  p.  196. 

*  U.  a  GcoL  Surrey  BuO..  No.  77,  p.  109;  1891. 
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T.  M.  Reade*  also  determined  the  expansion  of  several  rocks, 
and  gives  as  the  coeflfident  of  expansion  of  marbles  the  value 

-^ per  degree  Fahrenheit.     (Temperatiue  range  not  indi- 
cated.) 

N.  E.  Wheeler'  investigated  a  specimen  of  white  marble  from 
Carrara,  Italy.  He  obtained  the  following  values  for  the  coeffi- 
cients of  expansion  per  degree  centigrade  at  intervals  of  loo^  C: 


C.^^^^.^.^ 

IMkMHiv 

FlfdilMili« 

100*  c 

tt.SX10^ 

lai 
rm 

2l.9Xi<rf 

200*  C 

92.3 

J»*C 

U7.3 

4WC ^ 

179.3 

Nisi '  used  an  Abbe  and  Pulfrich  interferometer  over  a  range 
extending  from  o*^  to  40®  C.  He  found  that  the  thermal  expan- 
sion of  white  Carrara  marble  is  different  in  different  directions, 
and  that  the  rate  of  expansion  increases  with  temperature.  He 
failed  to  obtain  a  marked  permanent  set,  on  accotmt  of  his  very 
limited  temperature  range.  The  coefficients  of  linear  expansion 
for  differently  oriented  specimens  at  temperatures  between  o^ 
and  40®  C  varied  from  —0.77X10"*  to+ii.24Xio'*. 

Nisi  states  that  marble  is  by  no  means  an  homogeneous  mass, 
and  that  the  anomalous  behavior  of  marble  as  regards  thermal 
expansion  is  closely  connected  with  the  cleavage  planes. 

IV.  APPARATUS  AND  SPECIMENS 

Each  specimen  was  in  the  form  of  a  straight  rod  or  bar  of 
imiform  cross  section.  The  length  was  about  30  cm  and  the 
cross  section  about  i  cm  square.  Both  ends  were  cylindrical  in 
shape. 

Two  kinds  of  apparatus*  were  used  in  making  the  thermal 
expansion  tests — an  oil  bath^<^  and  air  furnaces. 

In  the  furnaces  the  specimen  was  supported  horizontally  and 
a  2-mil  platinum  wire,  which  was  previously  annealed,  hung 

*  The  Origin  of  MottntainlUiiflei:  1886. 

'  XtmoM,  Royal  Soc  of  CHMda,  3d  Mriet.  4,  p.  19;  <9io-iz. 

*  Tokyo  ]iaUi.-Fliys.  Soc  Proc.,  id  lerin,  7.  p.  97:  t^iyx^ 

*  This  oQadaU  mrntially  of  the  •ppwatut  d«ifaid  aad  inslAlkd  by  A.  W.  Gfwy  aad  L.  W.  Scfaad. 
ioriBcrly  of  this  Btircnt. 

»  For  tfaort  dcMriptioo.  Me  Frdlfliiawy  DctermineUoa  of  the  Ttemel  ItyiMuiw  of  MolybdflMff. 
Scientific  Pepen,  No.  at^  p.  ji. 
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over  each  end.  Each  wire,  hanging  through  a  hollow  tube  below 
the  end  of  the  spedmen  and  extending  downward  through  and 
below  the  furnace,  had  at  its  lower  end  a  vane  (or  weight)  im- 
mersed in  oil  in  order  to  dampen  the  vibrations.  Heating  was 
effected  by  electric  resistance  coils  (outside,  inside,  and  end  coils). 
With  careftd  manipulation  it  was  possible  to  adjust  the  circuits 
so  that  during  an  observation  the  specimen  was  at  a  uniform 
temperature  within  one-tenth  degree  centigrade,  from  end  to 
end. 

The  length  changes  were  determined  with  a  comparator  con- 
sisting of  two  microscopes  rigidly  clamped  on  an  invar  bar  at  a 
distance  from  each  other  equal  to  the  length  of  the  specimen 
(30  cm.).  The  microscopes  were  so  arranged  that  they  could 
first  be  sighted  on  a  standard-length  bar  kept  at  constant  tern* 
perature,  and  then  on  the  vertically  suspended  wires  which  were 
in  contact  with  the  ends  of  the  specimen. 

The  apparatus  shown  in  Fig.  i  was  used  for  part  of  this  re- 
search and  portrays  the  essential  method  of  making  observations 
on  materials.  The  furnace  is  shown  with  the  top  lifted.  The 
traveling  microscopes,  which  are  sighted  (simultaneously)  on  the 
two  vertical  wires  hung  from  the  specimen,  are  displaced  to  the 
right  in  order  to  show  the  construction  of  the  tube  protecting 
the  vertical  or  drop  wires.  The  left  oil  pot  is  removed  to  show 
the  weight  attached  to  the  wire. 

The  temperatures  in  the  oil  bath  and  furnaces  were  determined 
by  means  of  a  copper-constantan  and  a  platinum-platinum 
rhodium  thermocouple,  respectively. 

V.  PORCELAIN 

Data  on  the  thermal  expansion  of  40  samples  of  various  kinds 
of  porcelain  are  presented  in  this  paper. 

The  coefficients  of  expansion  of  these  materials  vary  over  a 
wide  range,  as  may  be  seen  from  the  accompanying  curves  and 
the  following  table.  It  is  remarkable  that  the  various  kinds  of 
porcelain,  when  heated  to  high  temperatures  axid  then  cooled  to 
room  temperature,  returned  to  their  approximate  initial  lengths, 
as  is  evident  from  the  last  column  in  the  table;  that  is,  there  is 
no  marked  set  or  permanent  change  in  dimension  due  to  the 
heat  treatment. 

The  expansion  curves  of  porcelain  may  be  divided  into  three 
classes:  Straight-line,  concave,  and  convex  curves.  In  the 
itraight-line  curve,  the  rate  of  expansion  is  constant.     (See  S494 
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in  Table  2.)  The  concave  expansion  curve  shows  that  the  rate 
of  expansion  increases  with  temperature,  but  the  convex  curve 
indicates  that  the  rate  of  expansion  decreases  with  temperature. 
Examples  of  concave  curves  are  shown  by  S472,  S476,  S496,  and 
S500;  and  examples  of  convex  curves  by  S436,  S48o»  and  Ssoi. 

TABLB  2 


Bo- 
Stad- 

C«,.«.i.. 

Af««»coifl 

IdMliXlO* 

clv 

se 

iii^i4« 

AhO, 

iMn- 

»% 

400  1* 

540*  C 

r% 

In 
(9« 

9m 

8992 
8993 

4.4 
4.6 
9.7 
5.8 
5.2 
4.8 
4.3 

2.9 

5.2 
S.3 

19.4 
19.6 
10.4 
7.8 
8.9 
10.8 
9.4 
1.6 
5.7 
5.8 
10.4 
10.9 
8.9 
2.9 
6.2 
3.4 
3.1 
3.2 
2.9 
3.3 
3.5 
3.2 
4.1 
3.7 
3.3 
3.4 
4.7 
3.7 
6.1 
4.7 

&4 
5.4 
5.0 
4.7 
5.6 
5.9 
6.1 
3.7 
4.4 
4.4 
9.4 
11.1 
5.4 
6.1 
4.4 
5.5 
4.2 
3.0 
6.7 
6.8 
5.6 
6.6 
5.0 
4.0 
4.6 
3.9 
3.8 
3.5 
4.0 
9.2 
4.5 
3.7 
4.1 

6.8 
8.8 

5.5 

8.1 
4.5 
4.7 
4.1 
4.4 
4.8 
3.6 
8.4 
8.8 
4.4 
7.8 
5.1 

9.8 

6.0 
&4 
7.8 

7.9 
3.8 
4.9 
4.8 

0.00 

.00 

\ 

+  .01 

+  .« 

+  .01 
+  .04 
+  .01 
—  .01 

8400 
8401 

8402 

8405 
8416 

.00 

8417 

• 

+  .m 

8436« 

8437 
8438 

50 
50 
SO 
SO 
to 
50 
40 
50 

at 

90 
20 
90 
20 
20 

-  .02 

20 
90 

+  .03 

-  .01 

8442» 
8443« 

8444 
8449 
8472i 
8476 

.00 

.00 

90 
20 

.00 

40 

.00 

IS 

~  .01 

.00 

8477 
8478 

.00 

48 

40 

45 

71.5 

50 

77 

80.1 

85 

80 

80 

7S 

75 

75 

70 

70 

70 

80 

75 

70 

50 

18 
16 
15 

84 

44 
40 

9.1 

-  .01 

8479 

+  .06 

8480 

-  .01 

848S 
8486 
8487 

15.6 
16 
12.5 
9.5 
13.5 
18.5 
19.5 
23.5 
18.5 
10 
23.5 
19 
15 
10 
13.5 
10 
16    • 

2.4 
92.5 

S 

5 
13.5 

5 

9.5 
19.5 

8.S 
10 
18.5 
94 

1.4 

1.5 

1.45 

1.49 

1.5 

1.5 

1.5 

1.5 

1.5 

1.5 

1.5 

1.5 

1.5 

1.5 

1.5 

1.5 

-  .02 

.00 

9.05 
8.97 

-  .01 

8488 

8489 

8490 

-  .01 

«  .01 

—  .01 

8491 

-  M 

8492 

+  .81 

8493 
8494 

-  .01 

-  .01 

849S 

8496 

-  .08 

4.0 
9.6 
4.6 
4.3 
5.1 
4.6 

.00 

8497 

.00 

6499 

.00 

8500 

-  .01 

8501 

4.5 

-.02 

.00 

•Caldiit  No.  8A- JO  per  cent.    (See  Table  j.)        «  Calcine  No.  13-30  f 
ftGyt*MKo.Ky»Mpertt»L    (SeetMblej.)        4  Bcryl«BS  pcf  «*• 


per  cent.         <  See  Table  3* 
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The  constituents  of  the  calcines  are  given  in  the  accompanying 

table. 

TABLB3 
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TEMPERATURE  IN  DEGREES  CENTIGRADE 
Pig.  Z.— Expansion  of  porcelain  (S  501) 

Attention  is  directed  to  the  curve  appljring  to  S436,  which  shows 
the  convexity  f  otmd  in  a  number  of  cases.  This  characteristic  is 
the  opposite  to  that  exhibited  by  most  materials  (including  poroe- 
lain  in  general),  especially  metals  which  are  used  as  electrodes  or 
clamps.  The  expansion  curves  of  metals  are  usually  con- 
cave, and  give  positive  values  for  the  b  in  the  expansion  formula: 

Lt^U  (iH-o^H-ft/*) 
where  Lt  is  the  length  at  any  temperature  t  and  Lo  the  length 
at  o®  C,  whereas  in  the  case  of  porcelain  S436  this  coefficient  b  is 
decidedly  negative,  causing  the  value  of  the  rate  of  expansion  to 
decrease  with  temperature.  In  the  former  case,  however,  the 
instantaneous  coefficient  or  rate  of  expansion  increases  with 
temperature. 
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The  fact  that  the  average  coeffident  of  S436  betcveeit  room 
temperature  and  550^  C  is  about  the  same  as  that  of  certain 
steels  does  not  mean  that  these  steels  may  be  used  as  perfect 
matches  for  expansion  (in  spark  plugs,  -for  example) .  The  rate  of 
expansion  of  this  porcelain  decreases  rapidly  with  temperature 
(see  curve  S436  and  Table  2) ,  while  the  rate  of  expansion  of  steel 
increases.  Serious  cracking  of  the  porcelain  may  occur  when  the 
differential  expansion  approaches  a  maximum. 

Porcelains  having  low  coefficients  of  expansion  have  been  foimd 
to  exhibit  marked  resistance  to  sudden  temperature  changes. 
Plunging  cold  specimens  into  the  blast  flame  did  not  cause  check- 
ing or  cracking. 

The  large  number  of  varying  constituents  in  the  porcelains 
makes  it  difficult  to  obtain  an  exact  relationship  between  the 
composition  and  the  coefficients  of  expansion.  However,  some 
relations  have  been  deduced. 

The  coefficients  of  porcelains  having  the  same  amoimts  of  clay, 
flint,  add  calcines  depend  on  the  kind  of  calcines  contained. 
Porcelains  containing  calcines  No,  8 A,  No.  14,  and  No.  13  have 
relatively  large,  intermediate,  and  small  coefficients  of  expansion, 
respectively.  For  example,  the  following  comparison  shows  the 
variations  in  the  coefficients  of  S436,  S438,  and  S443,  which 
contain  50  per  cent  clay,  20  per  cent  flint,  and  30  per  cent  calcine. 
(The  kind  of  calcine  is  different  in  each  case.) 


Bomb 
•I 

■Ids 
Bo.. 

- — 

RMmtem- 
potntaro  to 
^00' c 

200to400*C 

400to540»C 

8436 

lla.8A    

19.4X10-* 
10.4 
8.9 

9.4X1(^« 

5.4 

4.4 

5.5X10-* 

S438 

No.  14 

4.5 

8443 

V0.1S 

4.1 

All  porcelains  containing  50  per  cent  clay,  20  or  30  per  cent 
flint,  and  the  remainder  calcine  (No.  8A,  13,  or  14)  Imve  convex 
expansion  curves.     (See  S436,  S437,  S438,  S442,  S443,  and  S444.) 

The  porcelain  (S472)  containing  35  per  cent  beryl,  in  addition 
to  50  per  cent  day  and  1 5  per  cent  flint,  gave  the  lowest  coefficient 
of  expansion.  Beryl  is  probably  the  constituent  causing  the 
small  thermal  expansion. 

In  a  porcelain  containing  40  per  cent  clay,  an  increase  of  4  per 
cent  in  stilimanite  and  a  corresponding  decrease  in  caldne  No.  14, 
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caused  a  marked  increase  in  the  coe£Skaents,  as  shown  by  the 
following  values: 


StndMflir*. 

9«eut 

A% 

^ ,   . 

BttnMd 

Sooratam- 

200I»400*C 

400to540*C 

844S 

40 
44 

20 

16 

9.4X10-* 

10.9 

4.«X10-« 
6.6 

4.6  X«M 
7.8 

9479 

In  a  porcelain  containing  40  per  cent  sillimanite;  an  increase  of 
5  per  cent  in  clay  and  a  corresponding  decrease  in  calcine  No.  14, 
caused  an  increase  in  the  coefficients,  as  shown  by  the  following 
values: 


•—- 

"sr 

CtfdM 

Af 

WW  coafflctals 

Bonniil 

BMBitam- 
fantanto 
'JOO'C 

200  to  400*  C 

400toS40-C 

844S 

40 
45 

20 
15 

S.4X10-* 
8.9 

4.2X10-* 
5.0 

4.8X10^ 

8480 

5.1 

Three  specimens,  S485,  S487,  and  S488,  containing  from  71.5 
to  80. 1  per  cent  clay  and  about  9  per  cent  AljO,  had  low  coefficients 
of  expansion  (2.9  to  3.4X10—*  between  room  temperature  and 
200®  C,  and  3.8  to  4.0X  10— •  between  200  and  400®  C). 

The  porcelains,  S489  to  S501 ,  inclusive,  containing  from  70  tD 
85  per  cent  clay,  in  addition  to  feldspar  (10  to  23.5  per  cent), 
flint  (o  to  18.5  per  cent),  and  Whiting  (1.5  per  cent),  have  low 
coefficients  of  expansion,  which  vary  from  2.9  to  6.1  X 10— •  and 
from  3.2  to  5.1  X 10— •  for  the  ranges  extending  from  room  tem- 
perature to  200**  C  and  from  200**  to  400**  C,  respectively. 

Most  of  the  porcelains  described  above  are  products  of  this 
Bureau's  Pittsburgh  laboratory,  from  which  additionai  informa- 
tion^^  relating  to  composition,  baking,  etc.,  may  be  secured. 

u  Bkbdnger  and  RkUle,  J.  Am.  Cenm.  Soc.,  t,  564;  1919. 
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VL  PHENOL  COHDENSATION  PRODUCTS,  ETC. 

An  eictended  study  was  made  of  these  materials  with  a  view  to 
determining  their  applicability  for  use  in  instruments  of  high  pre- 
cision which  may  be  subjected  to  temperature  variations. 

The  accompanying  representative  figures  are  self-explanatory, 
and  in  general  show  the  tendency  of  contraction  at  constant  tem- 
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TEMPERATURE  IN  DEGREES  CENTIGRADE 
Fto.  g.— Expansion  of  hakoHU^ilocto  (black)  S  44^ 

perature  (above  60®  C).  In  most  cases,  after  cooling  to  room 
temperature,  these  materials  show  a  marked  diminution  in  length. 
The  numbers  near  the  circles  represent  the  order  of  the  observa- 
tions. The  time  elapsing  between  consecutive  observations  is 
indicated.  When  the  time  is  less  than  one  hour  (except  at  critical 
temperatures)  it  is  not  indicated. 
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The  coefficients  of  expansion  obtained  on  various  samples  of 
these  materials  are  summarized  in  the  following  table: 


TABLE  4 


offllaiid- 
■fdiH«. 


ICatefial 


Avtrage  ooeffldenfi  X  10^ 


8447 


8449 
8439 
8440 
8441 
8451 
8450 
8422 


8423 


8434 
8432 
8433 
8434 
8435 


8505 
8431 


B«k«lte-4ilMto  (Mack). 


BidEellfte-dltod0(iutana  ZX  grade). 

....do , 

Biik«lll»-tfllMto(ZZgnd8) 

BalEelil0BUcaxti(32Zgnd8) 

B«k«lltoBUcaxti(323gnd8) 


Air 
OUbaCh. 
Air 
OfllMth 


.do. 
.do. 


OUI 


(N*.  100): 


(ITo.  128): 


.do., 
.do.. 


(IIO.S053H). 
l\miilai(gnutoM)».... 


OiltMtli. 


....do 

....do 

Hudxiibtof(nd).... 

CoI]dlBld(nd) 

C«ilii]old(slldomto). 


oniMiai 

Air 


.do. 
.do. 


22 
361)Of. 

26  bet. 

28  hot. 
21bot. 
33  bet 

29  bet 

31bot 

44  bet 
40bot. 

20  bet 
17bot 

27  bet 
33  bet 

30  bet 
20  bet. 
14  bet. 
80  bet 
109 
741 


20  and 
30  and 
25  and 
30  and 
25  and 
25  and 
25  and 

(•) 
25  and 

16  and 

20 


60*  C 
100*C 
60»C 
lOO^C 
50*  C 
50*  C 
50*  C 

WC 

n*c 
w*c 


18 

20  and 
20  and 
20  and 
20  and 
20  and 
20  and 
30  and 
:  20  and 
20 


56*0 

lOO* 

80*C 

«0»C 

60»C 

60*  C 

60*C 

wc 

40*  c 


'Bxpanakni  ytty  irwigular. 

*Noa.  S4as  and  8433  were  cut  perpendicular  to  Noa.  8434  and  8435* 

Most  of  these  materials  when  kept  at  some  constant  temperatUM 
above  60^  C  shrink  in  length  and  lose  weight  (give  o£F  vapors). 
When  the  temperature  of  the  material  increases  it  expands,  but 
when  kept  at  a  constant  temperature  above  60^  C  it  contracts. 

The  following  table  gives  the  maximum  temperatures  to  which 
the  specimens  wefre  heated  and  the  changes  in  weight  and  in  leogth 
after  the  test.  The  plus  (+)  sign  indicates  a  gain  in  weight  or 
length  and  the  minus  ( — )  sign  a  diminution  in  weight  or  length 
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iva,ts 


H«. 


lawallM 


8446 
S447 


84» 


84S1 
84S0 
8422 


8423 


8424 
84S2 
8433 

8434 


8505 


(biMk). 


Bakallto-dltocloOutBialZXgnds) 

.....do 

BakeUto-dllMte(ZX  fnda)a 

Mlcute  (32Z  wndt) 

lClcute(323fnda)a 

lMk«lll»  (tektUitd  cmtfu) . 
.do 


Air 
Ofl 


Oil  both.. 


.do. 
.do. 


(Ho.  100): 


SocmmI  toit^ 

ndeulli  (Ho.  121): 
nnttiotc 


(HO.S0S3H). 
(gndoM) 


....do 

....do 

Bord  fobbor 

(2lM0tlOIl). 


Ofl 
Air 
Oflbolh 


.do. 
.do. 


•C 

172 
147 

m 

175 
253 

195 
246 
170 
160 


94 
304 
124 
60 
79 
61 
66 
100 
103 


FaceiBt 

-  6.3 

-  .1 

-  2.3 

-  .3 

-20.4 

-  2.7 
-27.6 

-  2.0 
+    .1 


Pwc 


-0. 


-1 

-4. 


-4. 


-  .5 

-  4.0 

-  2.3 

+    .2 

-  .6 
+    .2 

-  .3 

-  ,1 

-  1.1 


-t 


•After  tot,  fpedncA  intt  foODd  wotped,  crocked  on  tklca,  and  bliftafcd  on  upper  on^ 
^  At  t88*.  opocimen  ww  oantractliif  ao  rapidly  that  one  end  left  anpport  of  the  apparatus. 
«  After  teat  i.  aporimen  kept  In  oven  at  zoo*  C  for  aerenl  days.    It  showed  a  change  in  wdght  and  In 
length  of  ^"0.6  per  cent  and  "~o.i  per  ocnt»  leipecthrely. 

From  a  study  of  the  work  on  these  materials  it  is  evident  that 
the  length  is  a  function  of  the  temperatuxe,  medium  in  which  the 
material  is  heated  (air  or  oil),  time,  rapidity  of  heating  or  cooling, 
etc 

From  these  experiments  the  conclusion  may  be  drawn  that 
delicate  appasatus  made  from  these  materials  or  containing  these 
materials  as  essential  parts  should  not  be  heated  above  6o^  C 
(140^  F),  if  loss  in  weight  and  shrinkage  or  warpage  are  to  be 
avoided. 

The  Bureau  takes  this  opportunity  of  thanking  the  manu- 
facturers of  the  above  products  for  their  cooperation  in  this  re- 
search. Practically  all  of  the  above  samples  were  given  the 
Bureau  by  the  respective  mantif  acturers. 
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VIL  MARBLS  AND  LIMESTONE 

This  research^'  includes  10  grades  of  marble^'  selected  from 
the  quarries  of  Vermont,  Tennessee,  and  Georgia,  and  one  specunen 
of  Indiana  limestone.  After  heating,  it  was  fotmd  that  each 
showed  an  increase  in  length.  This  growth  is  roughly  propor- 
tional to  the  maximum  temperature,  as  is  shown  by  S209  (Floren- 
tine blue),  which  was  heated  to  100**  C,  cooled  to  room  tempera- 
tm«,  then  heated  to  150^,  and  cooled  to  room  temperature,  and  so 
on.  Each  cycle  of  increased  temperatiure  caused  an  additional 
increase  in  length.  The  dotted  line  represents  how  the  material 
would  have  behaved  if  it  had  been  heated  directly  to  300^  C. 
(See  S207.)  Then  after  beiag  cooled,  it  would  have  returned 
approximately  to  point  11,  which  represents  a  growth  of  more  than 
0.3  per  cent.  In  other  words,  the  growth  is  approximately  the 
saxne,  whether  the  specimen  is  heated  by  cycles  or  heated  directly 
to  the  maximum  temperature. 

Si  98  (Pittsford  Italian)  and  S285  (Appalachian  gray)  show  the 
changes  in  length  on  two  heatings  and  two  coolings.  It  will  be 
noticed  that  the  growth  after  the  second  heating  is  less  than  that 
after  the  first  heating.  Repeated  heatings  tend  to  bring  the  marble 
to  a  constant  or  permanent  state.  The  Vermont  marble  shows  a 
larger  growth  than  the  Tennessee. 

S296  (Silver  gray)  shows  the  changes  in  length  at  low  tempera- 
tures. On  cooling  below  room  temperature,  it  is  seen  that  the 
specimen  expands,  contrary  to  the  usual  behavior  of  most  mate- 
rials. The  coefficient  of  expansion  of  this  specimen  on  the  first 
cooling  was  munerically  (but  opposite  in  sign)  about  the  same  as 
that  of  steel  at  room  temperature.  For  the  other  marbles  tested, 
however,  the  coefficients  of  expansion  on  cooling  are  quite  small, 
as  may  be  seen  from  Table  7.  The  peculiar  phenomenon  of 
minimum  length  is  common  to  all  the  specimens  tested.  This 
point  of  minimtnn  length  is  not  constant  for  the  differsit  kinds  of 
marble,  and  usually  occurs  below  room  temperature,  in  some 
instances  as  low  as  —  20^  C.  Attention  is  directed  to  the  slight 
permanent  lengthening  of  specimens  when  passed  through  the 
cooling  cycle. 

■Ftotf  of  these  dftU  on  marble  were  taken  under  the  direction  of  L.  W.  Schad,  formerly  of  thie 


•Selectod  by  D.  W.  XcHtcr.  of  thk  Bureau.    Por  additional  pbydcal  and  chemical  propettict  see 
BofCMi  of  Standaids  Technologic  Paper  No.  isj. 
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TEMPERATURE  IN  DEGREES  CENTIGRADE 
Flo.  33. — Expansion  of  marbU  (S  2^5) 
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Boolod 

30to«*C 

2SI»100*C 

100to200*C 
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Tables  6  aad  7  give  the  ooeffidents  of  eiqwuisiaii  of  the  various 
samples.  The  former  table  gives  the  values  on  the  fibrst  heating; 
and  the  latter,  on  cooling  below  room  temperature.  The  coeffi- 
cients are  higher  on  the  first  heating  than  on  any  subsequent 
heating.  The  symbols  JL  and  ||  are  used  in  the  table  to  indicate 
the  direction  of  the  grain,  the  former  representing  specimens 
cut  perpendicular  to  the  bed  and  the  latter  parallel  to  the  bed. 
Little,  if  any,  difference  in  expansion  can  be  cktected;  e.  g.,  S285 
and  S286  are  from  the  same  block  of  marble,  but  cut  in  opposite 
directions  to  the  grain. 

The  following  table  gives  the  principal  constituents  of  the 
marbles  investigated: 


TABLE  8.-Ch«iilc«l  Analysis 

Humbtra 

c»o 

CO, 

MfO 

AkCh 

FttlOi 

LOHOB 

Ipdttoa 

inHQ 

8198 

54.49 

55.90 
55.40 
55.60 
55.40 
55.60 
55.60 
55.90 
55.00 
55.54 
55.38 
S5.80 

43.65 
43.80 
48.4* 
43.94 
43.76 
43.58 
43.58 
43.80 
43.18 
43.75 
43.52 
42.65 

1.33 

.27 
.33 

.44 
.35 
.07 
.07 
.27 
.41 
.46 
Tnce 
.06 

0.20 
.06 
.06 
.07 
.10 
.26 
.26 
.06 
.09 
.09 
.14 
.45 

0.05 
.02 
.84 
.01 
.01 
.06 
.06 
.08 
.04 
.03 
.06 
.16 

43.81 
43.90 
43.78 
43.86 
43.70 
43.89 
43.89 
43.90 
43.37 
43.81 
43.95 
43.68 

0.44 

8207         

.34 

saoi  ,              ..    ,  

.70 

8209 

.30 

8210» 

.24 

82i5. ... 

.1$ 

82W 

.15 

8310 

.34 

8296 

1.10 

8514 

.24 

83SS 

.01 

8387 

M 

o  Trace  ol  SiO|  in  all  lamplft  txctpt  S5X4. 


ftS20fl-o.a6. 


The  difference  in  the  coefficients  of  the  various  marbles  when 
compared  with  each  other  or  the  difference  of  some  marbles  when 
compared  with  certain  metals,  raises  a  question  of  the  advisability 
of  assembling  these  in  structures,  subject  to  large  temperature 
variations,  where  dose  or  accurate  relative  dimensions  are  to  be 
maintained  unless  proper  compensating  facilities  are  provided. 

Length  measurements  made  two  years  after  these  tests  indicate 
that  the  growth  of  marble  after  heating  is  permanent. 

Vm.  SUMMARY 

The  present  paper  gives  data  on  the  thermal  eicoansion  of 
some  of  the  more  important  insulating  materials. 

A  short  description  of  the  method  employed  in  making  the 
observations  is  given.  A  photograph  of  one  of  the  furnaces  and 
the  microscopes  is  shown  in  Fig.  i. 
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The  dimensional  changes  incident  to  temperature  variations 
have  been  measured.  In  most  cases  the  expansions  are  too 
irregular  to  justify  the  use  of  the  general  quadratic  equations. 

The  coeflScients  of  40  samples  of  various  kinds  of  porcelain  were 
found  to  vary  over  a  wide  range,  from  1.6  to  19.6  millionths  per 
unit  length  per  d^ree  centigrade.  The  coefficients  of  expansion 
are  given  in  Table  2.  The  expansion  curves  of  most  materials 
are  concave;  but  with  porcelain  three  kinds  of  curves  were  found, 
namely,  straight-line,  concave,  and  convex  curves.  No  marked 
set  or  permanent  change  in  dimension  due  to  the  heat  treatment 
was  observed.  Porcelains  having  low  coefficients  exhibited 
marked  resistance  to  sudden  temperatture  changes. 

To  understand  the  work  done  on  the  phenol  condensation 
products  (bakelite,  condensite,  formica,  etc.),  it  is  necessary  to 
refer  to  the  representative  figures.  (See  p.  399.)  The  most 
striking  peculiarity  is  the  shrinkage  and  the  loss  in  weight  of  most 
of  these  materials  when  subjected  to  temperatures  above  60®  C. 
A  summary  of  the  values  obtained  is  given  in  Tables  4  and  5. 

Marble  and  limestone  showed  a  permanent  growth  when  sub- 
jected to  heat  treatment.  On  cooling  below  room  temperature, 
it  was  found  that  marble  has  a  negative  coefficient  of  expansion. 
The  coefficients  of  expansion  are  given  in  Tables  6  and  7. 

A  knowledge  of  the  thermal  behavior  of  these  materials  is 
essential  before  assembling  them  in  certain  types  of  apparatus 
subjected  to  wide  temperature  variations. 

We  are  indebted  to  John  O.  Eisinger  for  assistance  in  comput- 
ing, etc. 
Washington,  June  30,  1919. 
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L  INTRODUCTION 

The  investigation  herein  reported  was  an  outcome  of  a  study 
of  the  properties  of  an  extremely  long-wave  direction-finder  coil, 
with  a  view  to  determining  the  feasibility  of  using  such  long-wave 
direction  finders  on  large  aircraft  on  long  flights,  such  as,  for 
instance,  a  trans- Atlantic  flight.  The  use  of  direction  finders  for 
aurcraft  having  been  carried  to  such  a  very  satisfactory  conclusion 
at  the  Naval  Air  Station,  Hampton  Roads,  Va.,  on  a  wave  length 
of  2500  m,  it  seemed  highly  desirable  to  ascertain  if  it  might  be 
possible  to  utilize  for  airplane  direction-finder  work  existing  high- 
power  stations  in  Europe  in  case  of  extremely  long  flights.  Since 
all  of  the  trans- Atlantic  stations  which  may  be  considered  to  be 
really  high-power  stations  operate  on  continuous  waves  of  lengths 
between  8000  and  20  000  m,  it  was  decided  to  build  a  direction- 
finder coil  at  the  Naval  Aircraft  Radio  Laboratory,  Bureau  of 
Standards,  of  suitable  dimensions  for  installation  in  a  type  F-5-L, 
type  H-16,  or  type  NC  flying  boat. 

In  the  process  of  this  study,  comparison  was  made  of  the  rela- 
tive accuracy  of  settings  obtainable  with  the  two-coil  maximiun 
method  and  the  usual  single-coil  minimum  method.  It  was 
noticed  that  there  were  very  considerable  variations  in  the  appar- 
ent bearing  of  the  Naval  Radio  Station  at  New  Bnmswick,  N.  J., 
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trausmittixig  on  13  600  m,  and  a  series  of  observations  were 
undertaken  with  a  view  to  determining  whether  these  apparent 
variations  of  bearing  were  of  local  origin  or  not. 

IL  METHOD    OF    GETTING   ABSOLUTE    MINIMUM   WRH 
DIRECTION  FINDERS 

When  a  direction-finder  coil  is  placed  with  its  plane  at  rigizt 
angles  to  the  direction  of  propagation  of  electromagnetic  waves, 
the  resulting  signal  is  not  exactly  zero,  owing  to  the  antenna  effect 
in  the  coil  and  to  other  effects  of  less  importance.  This  is  because 
the  antenna  effect  is  approximately  90^  out  of  phase  with  the  true 
direction-finder  effect.  Settings*  of  the  coil  are,  therefore,  not  as 
sharp  as  they  would  be  if  an  absolute  minimum  existed,    hi  oon- 


■^ 


7\»ri. 


i^'I 


m 


t^ 


nection  with  the  long-wave  direction-finder  work  undertaken  at 
this  laboratory,  it  has  been  fotmd  possible  to  produce  an  abso- 
lute minimum  by  introducing  a  small  component  of  signal  differ- 
ing 180®  in  phase  from  the  undesirable  effect,  by  the  method 
indicated  below,  to  which  Fig.  i  refers. 

The  apparatus  consists  of  a  long-wave  direction  finder,  dimen- 
sions 35  by  30  inches,  with  three  layers  of  Utzendraht  wire,  each 
layer  containing  40  tiuns,  spaced  three-sixteenths  inch,  represented 
hy  A  in  Fig.  i.  A  standard  receiving  circuit,  without  coupling, 
was  used  with  two  stages  of  amplification  (not  shown  in  Fig.  i). 
A  small  auxiliary  coil  B  was  very  loosely  coupled  at  M  with  the 
main  coil  and  tuned  to  very  nearly  the  same  wave  length.  The 
method  of  operation  is  as  follows:  The  auxiliary  coil  B  is  detuned, 
the  coupling  M  made  approximately  zero,  and  the  coil  A  rotated 
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to  a  minimum.  It  is  found  that  upon  New  Brunswick  and 
Amiapolis  on  13  600  and  16  700  m,  respectively,  the  strength  of 
signal  varies  between  600  and  2000,  according  to  the  degree  of 
amplification  used,  and  the  best  TTrinimum  which  is  obtainable 
without  compensation  is,  roughly,  i  per  cent  of  the  maximum. 
When  the  best  minimum  has  been  obtained  with  coil  A,  coil  B 
is  placed  at  approximately  right  angles  to  il,  so  that  it  has  no 
coupling  with  A.  Coil  B  is  then  timed  to  the  same  wave  and  the 
coupling  at  ilf  is  adjusted.  Exact  opposition  in  phase  is  obtained 
by  a  very  slight  detuning  of  the  coil  5.  The  operation  is  very 
simple  and  quickly  made,  a  suitable  adjustment  of  the  coupling 
M  making  it  possible  to  obtain  an  absolute  minimum  with  coil  A. 
This  method  of  obtaining  an  absolute  minimum  was  reported 
to  the  direction-finder  experts  of  the  Philadelphia  Navy  Yard  with 
the  suggestion  that  they  try  it  out  on  short-wave  spark  stations. 
Expert  Radib  Aid  Stuart  Ballentine  made  this  matter  the  subject, 
of  a  lengthy  report,  in  which  he  concluded  that  while  the  method 
was  accurate  and  capable  of  application  at  all  wave  lengths,  it 
was  not  practicable  on  6oo-m  waves  on  accotmt  of  the  precision 
<rf  adjustment  required.  The  writer  concurs  fully  with  the 
Ballentine  report.  There  are  other  methods  more  suitable  for 
short-wave  work. 

m.  COMPARISON  OF  MAXIMXTM  AND  MINIMXTM  METHODS 

A  telescope  and  scale  were  arranged  in  connection  with  a 
mirror  on  coil  A ,  the  distance  between  the  mirror  and  scale  being 
soch  that  3.5  cm  on  the  scale  equaled  i®.  The  accuracy  with 
which  settings  may  be  duplicated  is  shown  by  the  following  table. 
Readings  were  taken  on  Annapolis  on  a,  very  clear  day.  The 
readings  extended  over  a  period  of  about  one  and  one-half  hours. 
It  was  found  best  to  choose  the  pitch  of  the  signal  rather  high. 


SMdlnfi  In 
fimtliiifttftri 

Defliiilonfram 

X>efltlliMiflraBi 

•vengtln 

dagnM 

71.0 
71.5 
7L2 
70.9 
71.0 
71.0 
71.2 

▲y.71.1 

-O.l 
+  .4 
+  .1 

-  .2 

-  .1 

-  .1 
+  .1 

-0.03 
+  .12 
+  .08 
-  .06 
-.08 
-.09 
+  .03 
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The  following  table  is  taken  on  the  compensation  wave  d 
Annapolis: 


SMdlntifai 

Dcvtatloalraai 
■vengela 

DeftaHmftnoi 
■vengtlii 

70.S 

+0.1 

+0.29 

69.5 

.0 

.0 

09.1 

-  .04 

-  .12 

68.6 

-  .09 

-  .26 

70.8 

+  .08 

+  .23 

69.4 

-  .01 

-  .03 

69.0 

-  .05 

-  .14 

69.7 

+  .02 

+  .06 

69.5 

.0 

.0 

69.5 

.0 

.0 

Av.69.5 

.  It  will  be  noted  that  the  general  average  on  the  compensation 
wave  differs  by  i.6  cm,  or  0.46*'^ from  the  general  average  on  the 
main  wave.  This  difference  might  have  been  due  to  a  greater 
accm-acy,  which  is  evident  on  the  settings  of  a  higher-pitched 
note,  the  compensation  wave  being  of  lower  pitch.  On  the  oth^ 
hand,  it  was  suspected  that  the  set  was  not  quite  as  accurately 
compensated  for  minimum  on  the  last  series.  The  set  was  there, 
fore  thrown  completely  out  of  adjustment  and  the  minimum 
balanced  out,  with  special  attention  to  the  compensation  wave  of 
Annapolis  and  the  following  readings,  in  centimeters,  obtained: 
71.0,  71.0,  71.0,  71.0,  and  70.9.  The  error  here  is  too  small  to  be 
calculable  and  the  readings  agree  with  those  obtained  upon  the 
main  wave. 

In  order  to  test  the  relative  accuracy  of  the  maximum  method 
as  used  in  airplanes  with  the  ordinary  minimiitn  method,  the 
following  two  series  of  readings  were  obtained  on  New  Brunswick's 
13  600  m  wave, 

KAZnClTM  METHOD 


Rwidlrni  In 
oulliiisten 

DevtetlQiiflraBi 
cmttmeten 

Devialloafram 

■vengtin 

dagnM 

20.5 

+1.2 

+0.34 

17.0 

-2.3 

-  .66 

20.0 

+  .07 

+  .20 

19.8 

+  .05 

+  .14 

Av.  19.3 
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18.0 

-a  15 

-a  43 

20.6 

+  .11 

+  .31 

21.0 

+  .15 

+  .« 

17.8 

-  .22 

-  .83 

20.5 

+  .10 

+  .29 

Av.  19.5 

It  is  evident  that  the  accuracy  of  the  setting  that  may  be 
obtained  with  the  maximtttn  method  is  not  much  inferior  to  that 
obtained  with  the  ordinary  minimum  method.  It  is  known, 
however,  that  the  maximum  method  requires  a  far  higher  degree 
of  experience  on  the  part  of  the  operator,  as  is  shown  by  the  fol- 
lowing table  taken  with  the  maximum  method  by  another 
observer  of  less  experience: 

MAXniTTM  MBTHOD 


centimeters 

DeftelloDftnmi 
•venffetai 

avwacein 
dagnM 

22.0 

+0.50 

+0.14 

2S.0 

+4.5 

+1.29 

20.0 

-L5 

-  .43 

19.0 

-2.5 

-  .71 

Av.21.5 

MnnMXJM  MBTHOD 

21.5 

--a4 

-ail 

22.5 

+  .6 

+  .17 

23.0 

+1.1 

+  .31 

20.5 

-1.4 

-  .40 

Av.21.9 

Undoubtedly  when  the  compass  is  swung  the  use  of  the  method 
of  compensation  of  minimum  herein  outlined  will  give  slightly 
different  distortion  curves  than  those  obtained  without  compen- 
sation, but  this  should  not  involve  any  new  diifictdty  as  long  as 
the  distortion  curve  is  known.  It  makes  no  difference  what  its 
shape  is,  provided  none  of  the  distortions  are  large. 

The  relative  precision  of  the  minimum  method  as  compared 
with  the -maximum  method  depends  largely  on  the  character  of 
disturbing  interference  and  strays.  In  general,  when  the  strays 
are  very  heavy  and  coming  with  nearly  equal  intensity  from  all 
points  of  the  compass,  the  maximum  method  gives  better  residts 
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than  the  minimum,  because  the  minimum  is  badly  obscured  by 
the  strays.  But  in  the  case  of  interfering  signals  this  may  not 
be  true,  as  the  interfering  signal  may  come  from  such  a  direction 
that  the  reversal  of  the  cross  coil  used  in  the  maximum  method 
may  cause  enormous  difference  in  the  intensity  of  the  interference 
signal,  thereby  obscuring  the  setting  obtainable  with  the  maximum 
method  in  a  manner  even  more  detrimental  to  the  results  than 
the  obscuration  which  would  be  obtained  with  the  minimum 
method. 

The  maximum  method  was  originated  in  England,  and  is  called 
the  Robinson  method.  It  consists  of  the  use  of  two  direction- 
finder coils  wound  at  right  angles  to  each  other  and  fixed  on  a 
common  support  so  that  they  can  be  rotated  together.  One  coil, 
known  as  the  A  coil,  lies  roughly  in  the  plane  of  propagation  of 
the  observed  signal,  and  the  other  coil,  known  as  the  B  coil,  is 
therefore  roughly  at  right  angles  to  it.  If  the  B  coil  is  exactly 
at  right  angles  to  the  signal,  reversal  of  the  B  coil  will  not  change 
the  strength  of  the  received  signal,  which  remains  equal  to  the 
maximtun  signal  obtainable  with  the  A  coil  alone.  The  method 
of  operation  is  to  keep  reversing  the  B  coil  until  the  signal  seems 
to  have  the  same  intensity  in  either  position  of  the  reversing 
switch.  The  advantage  of  the  maximum  method  lies  in  the  fact 
that  a  loud  signal  can  be  heard  at  all  times,  and  therefore  the 
device  can  be  used  in  an  airplane  where  the  minimum  method 
would  be  impossible  on  account  of  engine  noise.  A  device  is 
usually  provided  whereby  the  A  coil  can  be  used  alone  in  order 
to  determine  the  general  direction  of  the  signal,  said  device  con- 
sisting merely  of  suitable  inductance  or  capacity  to  bring  the 
tuning  of  the  circuit  to  the  same  point  where  the  A  coil  is  cut  in 
or  cut  out. 

IV.  VARIATIONS  IN  OBSERVED  DIRECTION 

Observations  of  the  same  character  as  those  included  in  tlie 
preceding  paragraph  were  then  made  from  day  to  day  for  long 
periods  of  time  during  the  day,  and  it  was  noticed  that  on  signals 
from  Annapolis,  on  16  700  m,  distant  only  35  miles,  the  settings 
could  be  repeated  from  day  to  day  and  from  hour  to  hour  with 
fair  accinacy,  but  that  readings  taken  near  the  sunset  hour  and 
at  night  showed  variations  of  a  number  of  degreesr  When 
observations  were  made  on  New  Brunswick's  wave  of  13  600  m 
(distance  from  Washington  to  New  Brunswick  about  175  miles), 
very  large  deviations  were  frequently  observed,  as  the  following 
table,  which  constituted  only  a  small  share  of  the  observations 
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actually  taken,  will  show.  A  direct  reading  scale  in  degrees  was 
attached  to  the  rotating  coil,  as  the  deviations  were  so  large  that 
it  was  not  necessary  to  use  the  mirror  and  scale  to  determine 
them.  The  degrees  in  the  table  are  not  true  bearing,  but  rather 
of  a  purely  arbitrary  scale.  Two  days  upon  which  the  observa- 
tions were  taken  were  very  foggy,  being  January  22  and  23,  191 9- 
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HXW  BRXnVSWICK 

Time 

finder 
Mttlng 

• 

Tim* 

diroctioii- 
finder 
Mttfng 

Time 

Dafre«0 

dlrectien- 
flnder 
■etUnc 

Jfiii.22: 

U.OOm 

20.5 
23.9 
21.7 
21.5 
20.0 
21.0 
19.5 
19.0 
18.8 
19.5 
20.5 
20.0 
20.3 
23.0 
21.5 
21.0 
20.0 
20.0 
24.6 
22.0 
21.5 
20.5 
20.0 
26.0 
26.0 
26.2 
26.5 
a26.5 
27.0 
25.0 

7.35  p.  m 

24.0 
23.0 
•  23.0 
24.0 
26.0 
27.0 
26.5 
25.5 
25.5 
23.5 
23.5 
23.5 
a23.0 
«26.0 
25.5 
25.5 

21.5 
19.7 
20.5 
20.2 
20.0 
19.5 
20.5 
19.8 
19.7 

Jan.  22: 

11.27  a.  m 

7.36  i».m 

75.8 

l.ttobin 

7.40  p.  m 

llJ8a.m 

75.8 

1.49i».m 

7.42  p.  m 

11.30  a.  m 

75.9 

1.50p.m 

7.43  p.  m 

11.40  a.  m 

75.9 

1.55  Vbin 

7.45  p.  m 

12.01  B.m 

79.5 

1.56  Dbin 

7.46  p.  m 

12.05  p.  m 

80.0 

1.57  PbOi 

9J07  p.  m 

12.10  p.  m 

75.8 

lJ8V.m 

2,00  pb  m 

9.10Dbiil 

3.10  p.  m 

70.9 

9.12  p.  m 

3.12  p.  m 

70.2 

ZJOZj^m. 

9.13  p.  m 

3.45  p.  m 

75.0 

Z26tum 

9.15  p.  m 

4.47  p.  m 

62.0 

2^P-«- 

2.46  p.  m 

9.25  p.  m 

5.19  p.  m 

66.9 

9.50  p.  m 

7.05  p.  m 

66.5 

3.03  p.  m 

9.54  p.  m 

7.51  p.  m 

SJMpbm 

3.05  p.  m 

9.55  p.  m 

7.55  p.  m 

67.0 

Jan.  23: 

2.07  p.  m 

7.57  p.  m 

•  64.0 

3,47  p.  m 

8.52  p.  m 

68.0 

3.52  p.in.... 

2.44  p.  m 

8.55  p.  m 

69.0 

4,46  p.  m 

2.52  p.  m 

8,57  p.  m 

72.0 

5j04p.iii 

3.01  p.m 

8.58  p,m 

73.0 

54)6  pbin 

3.07  p.  m 

8.59  ii,m 

72.0 

5jnp,m 

3.08  p.  m 

9.00  p.  m 

71.0 

5.17  p.  m 

3.081  p.  m 

3.09  ikm 

9.01  p.  m 

71.2 

-  7.22V, m 

9.03  Dw  n..... .... 

71.5 

7.2s  p.  m 

7.26  pbm 

3.10  p.  m 

Jan.  23: 

3.41  p.  m 

74.0 

7.27  p.  m 

7.30».m 

7.32  lb  m 

4^4  p.  m 

75.0 

4J6o.m 

72.5 

5.02  p.  m 

73.5 

7J34p.m 

5.03  p.  m 

74.0 

•Ifinfaninn  ^cry  broad,  onable  to  oompensate. 


b  MHiimiiin  too  broad  for  observation. 


It  will  be  seen  that  the  maximum  observed  variation  of  the 
apparent  direction  of  Annapolis  is  8.2®  and  in  the  case  of  New 
Brunswick  18®.  The  maximum  observed  rate  of  change  of  appar- 
ent bearing  in  the  case  of  Annapolis  was  2.2^  per  minute  and  oc- 
curred at  1.48  p.  m.  on  January  22.  A  number  of  cases  occur 
where  the  variation  on  Annapolis  is  in  the  neighborhood  of  2*^  per 
minute.  In  the  case  of  New  Brunswick  the  maximum  observed 
13e037<>— 19 — 2 
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rate  of  change  of  bearing  was  i  .5**  per  xninute,  which  was  noted  at 
7.55  p.  m.  and  8.57  p.  m.  on  January  22.  Observations  have, 
however,  been  made  on  New  Brunswick  showing  much  larger  rates 
of  change  than  those  appearing  in  this  table.  Many  of  these  early 
observations  were  discredited,  as  the  results  seemed  to  be  so  totally 
at  variance  with  results  obtained  by  the  Navy  Department  on 
short-wave  work  that  the  whole  matter  was  thought  to  be  due 
to  some  peculiarity  of  the  installation  at  this  laboratory. 

V.  POSSIBLE  CAUSES  OF  THE  VABIATIOIf  OP  APPAJtEUT 

BEARING 

It  having  been  suggested  that  the  variation  was  due  to  some 
peculiarty  of  the  method  of  compensated  minimum  outlined  in  this 
paper,  a  large  number  of  observations  were  taken  with  the  ordinary 
minimum  method,  and  variations  of  exactly  the  same  order  of 
magnitude  were  discovered,  although  the  accuracy  of  the  settings 
was  naturally  not  so  great.  The  method  of  compensated  mini- 
mtun  is  not,  therefore,  responsible  for  any  of  these  variations,  but 
merely  enables  them  to  be  detected  more  readily.  A  creeping 
variation  may  often  be  detected  in  the  course  of  a  few  seconds, 
since  the  accuracy  of  settings  with  the  new  method  is  of  the  order 
of  one-tenth  of  i  ®. 

The  possibility  of  reradiation  from  local  circuits  and  other 
antennas  at  the  Bureau  of  Standards  causing  a  shift  in  the  apparent 
bearing  was  than  considered.  A  number  of  observations  were 
taken  on  foiu*  different  evenings  betweeii  10  and  12  o'clock,  be- 
tween the  loth  and  20th  of  December.  An  investigation  showed 
that  no  antennae  were  being  used  at  that  time  and  that  all  elec- 
trical circuits  were  practically  constaiit  in  this  neighborhood. 
Even  greater  variations  than  those  reported  in  this  series  were 
observed.  Finally  the  anteima  at  the  Naval  Radio  Aircraft  Lab- 
oratory which  terminates  within  20  feet  of  the  direction-finder 
coil  was  timed  to  the  wave  length  under  observation.  The  fol- 
lowing table  shows  the  data  obtained  on  Aimapolis  taken  on  Jan- 
uary 23: 
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2.51  p.  m 

19.5 
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This  table  shows  conclusively  that  the  tuning  in  of  the  aerial 
produces  no  effect  unless  a  lead  from  the  aerial  is  brought  within 
a  few  inches  of  the  coil,  and  even  with  this  greatly  exaggerated 
case  of  reradiation  it  was  only  possible  to  rotate  the  apparent 
bearing  through  3.8^.  Thc^  change  between  2.44  p.  m.  and  2.53 
p.  m.  from  19.7  to  21.0  is  merely  what  might  be  called  the  normal 
drift  of  the  apparent  bearing  and  can  not  be  ascribed  to  tlie  tuning 
in  of  the  aerial. 

VI.  EXPLANATION  OF  VARIATIONS 

These  severe  tests  of  the  effect  of  reradiation  from  antennas  and 
other  accidentally  tuned  circuits  show  that  the  changes  dealt  with 
in  this  paper  are  of  an  order  of  magnitude  which  can  not  be 
ascribed  to  local  conditions  at  the  Bureau  of  Standards.  The 
writer  has  information  that  variations  of  this  sort  as  high  as  20^ 
have  been  noted  by  British  observers.  The  variations  must 
therefore  be  ascribed  to  reflection  and  refraction  effects  and  it  is 
believed  that  they  are  fully  in  accord  with  the  most  modem 
notions  of  the  manner  of  propagation  of  electrom£^;netic  waves 
over  the  surface  of  the  earth.  These  observations  are  therefore 
merely  a  confirmation  of  an  already  fairly  well-known  phenomena 
of  reflection  and  refraction  of  electromagnetic  waves  from  or 
through  banks  of  more  or  less  ionized  layers  of  the  atmosphere, 
clouds,  fogs,  etc.  The  result  is  that  the  receiving  rectangle  is 
influenced  not  only  by  the  main  wave  which  we  may  think  of  as 
coming  in  a  straight  line  from  the  sending  station,  but  by  the 
numerous  other  waves  coming  by  longer  paths  and  converging  on 
the  receiving  rectangle  by  virtue  of  their  having  suffered  either 
partial  reflection  at  various  surfaces  of  different  electrical  con- 
stants or  having  passed  through  regions  of  such  electrical  constants 
as  to  produce  what  may  be  described,  roughly,  as  prism  or  lens 
action. 

It  is  evident  that  these  reflected  and  refracted  portions  will 
arrive  at  the  receiving  rectangle  from  various  directions  and  in 
various  phases.  They  may  be  resolved  into  two  component 
parts — those  which  have  an  electric  vector  in  the  plane  of  the 
receiving  rectangle  and  those  which  have  an  electric  vector  at 
right  angles  to  that  plane.  The  latter  will  produce  no  effect, 
but  the  former  may  be  still  ftirther  subdivided  into  two  electrical 
components — one  in  phase  with  the  electric  vector  of  the  main 
wave  and  the  other  90®  out  of  phase  with  it.  Th<B  latter  is  com- 
pletely balanced  out  by  the  method  of  compensation  employed. 
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Its  effect  is  to  produce  a  very  broad  Tninimum  and  in  some  cases 
was  so  great  that  it  could  not  be  fully  compensated  out  with  the 
d^;ree  of  coupling  available  at  the  point  M  shown  in  Pig.  i.  It 
will  be  noted  from  the  observations  taken  after  dark  that  such 
very  broad  minima  were  quite  frequently  encountered.  The  other 
component  of  the  electric  vector  in  plane  with  the  coil  and  in  phase 
with  the  main  wave  may  be  compensated  by  slightly  rotating  the 
coil  so  as  to  oppose  their  action  on  that  of  the  main  wave.  These 
components  are  the  ones  that  produce  the  shift  in  the  apparent 
bearing.  The  fact  that  this  shift  is  less  noticeable  on  a  near-by 
station  like  Annapolis  than  it  is  on  a  more  distant  station  like 
New  Brunswick  is  due  to  the  main  wave  of  a  near-by  station 
being  so  much  stronger  than  these  reflected  and  refracted  com- 
ponents and  also  to  the  fact  that  over  a  short  distance  there  are 
less  opporttmities  for  such  reflection  and  refraction  to  occur. 

It  may  be  confidently  expected  that  with  greater  distances 
more  marked  deviation  of  the  apparent  bearing  will  appear.  At 
the  same  time  an  average  of  a  large  number  of  observations  will 
probably  give  settings  which  will  check  up  well  enough  with  the 
true  bearing.  From  what  is  already  known  of  the  erratic  behavior 
of  transmission  in  a  fog,  it  is  not  surprising  that  abnormal  varia- 
tions were  obtained  on  the  two  foggy  days  of  January  22  and  23. 
Neither  is  it  surprising  that  greater  variations  are  experienced  in 
the  sunset  period  and  after  dark  than  are  fotmd  on  a  clear  day, 
since  it  is  weil  known  that  all  signals  vary  enormously  in  intensity 
during  these  periods.  The  following  sunset  series  was  obtained 
on  February  8  on  New  Brunswick.  It  will  be  noted  that  at  5.30 
p.  m.  it  was  impossible  to  tell  from  what  direction  New  Brunswick's 
signals  were  coming  and  that  between  5.22  and  5.38  p.  m.  a  varia- 
tion of  68°  occurred. 
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Observations  taken  during  the  same  period  on  Annapolis  showed 
the  fluctuations  indicated  in  the  following  table: 
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A  large  number  of  observations  have  been  taken  on  wave 
lengths  of  4000,  9200,  9800,  10  000,  13600,  and  16700  m. 
It  was  soon  discovered  that  very  large  variations  in  bearing 


I 


ij 


\i 


« 
n 
m 
ti 

m 

M 

n 

a 


/mF 


Fio.  2  ♦ 


occurred  at  night  and  that  the  variations,  in  general,  were  much 
worse  on  the  long  waves,  the  one  exception  to  this  being  Annapolis 
on  1 6  700  m.  This  station  is  only  35  miles  distant,  which  probably 
accounts  for  the  small  variations.    Fig.  2  shows  a  typical  variation 
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on  Annapolis  over  24-hour  period.  For  purposes  of  comparison, 
some  observations  on  New  Brunswick  on  13  600  m  are  shown  on 
the  same  sheet.    Unfortunately  New  Brunswick  did  not  transmit 
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throughout  the  whole  of  this  period.  Fig.  3  shows  the  com- 
parative variation  during  the  afternoon  of  February  25,  1919,  on 
New  Bhmswick  on  13  600  m  and  Sayville  on  9800  m.    Fig.  4 
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shows  compartitive  variations  on  New  Brunswick  on  13  600  m,  • 
and  Boston  during  the  sunset  period  on  10  000  and  4000  m. 
•The  shorter  wave  seemed  to  give  the  least  variation.  Pig.  5 
shows  a  t3rpical  24-hour  series  on  New  Brunswick.  It  will  be 
noted  that  between  3  and  4*  a.  m,  the  bearing  suffered  a  rotation 
of  nearly  90®.  A  number  of  other  observations  have  been  taken 
on  4000  m,  some  of  them  showing  very  bad  variations,  but  in 
general  less  than  those  obtained  on  longer  waves.  Work  on  con- 
tinuous waves  shorter  than  4000  m  is  imder  way. 
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Considerable  work  has  also  been  done  on  spark  signals,  with 
particular  attention  to  the  wave  lengths  of  952,  1200,  and  1512  m. 

So  far  no  serious  variations  have  been  observed  on  these  waves, 
with  the  exception  of  a  few  series  on  Brooklyn  and  New  York. 
Some  of  the  Brooklyn  observations  at  151 2  m  taken  on  his  press 
schedule  between  9  and  9.40  p.  m.  have  shown  a  shift  as  large 
as  30**.  The  variation  of  the  observations  on  New  York  at  9.52  m 
is  partly  accounted  for  by  the  fact  that  several  stations  are  operated 
uader  the  same  call  letter.    On  the  other  hand,  their  angular 


Digitized  by 


Google 


432  Scientific  Papers  of  the  Bureau  of  Standards  .      l*^**  'j 

separation  is  only  12^,  whereas  the  variations  in  bearing  so  far 
observed  are  mor^  than  double  that  amount. 

Variations  pn  short-spark  waves  are  evidently  quite  rare  and- 
not  nearly  of  as  great  magnitude  as  on  the  longer  continuous 
waves.  Results  obtained  at  short-wave  direction  finder  stalions 
do  not  indicate  variations  of  the  order  of  magnitude  herein 
described.  This  also  is  entirely  tmderstandable  on  the  basis  of 
the  reflection  and  refraction  idea.  Short  waves  commonly  used 
for  direction-finding  work  between  ship  and  shore  are  emitted  by 
spark  stations  and  have  a  considerable  decrement.  The  wave 
train  not  being  sustained,  definite  and  persistent  interference 
phenomena  are  no  longer  possible.  Broadening  of  the  minimum 
may,  of  coiurse,  be  expected  and  in  fact  is  noted  in  all  direction- 
finder work.  It  has  hitherto  always  been  ascribed  to  what  is 
called  the  antenna  effect  in  the  coil,  but  reflection  and  refraction 
may  also  be  responsible  for  a  considerable  share  of  the  broadening 
of  the  minimum.  Moreover,  with  shorter  waves  the  path  differ- 
ences from  sender  to  receiver  by  the  direct  route  as  compared 
with  routes  via  reflecting  and  refracting  media  will  correspond 
to  a  much  larger  ntunber  of  wave  lengths.  If  the  principal 
reflecting  surfaces  should  prove  to  be  the  so-called  Heaviside  layer 
at  very  high  altitides,  it  is  evident  that  there  could  be  no  definite 
arrangement  of  interference  at  the  receiver  as  the  latter  end  of 
one  wave  train  might  arrive  at  the  same  time  as  the  beginning  of 
the  main  wave  train.  The  problem  would,  therefore,  be  much 
complicated  by  the  fact  that  the  wave  train  is  not  continuous 
and  it  is  very  difficult  to  see  how  any  definite  shift  of  wave  front 
could  result.  The  writer  has  no  available  data  on  continuous 
short  wave  stations,  but  ventures  to  suggest  that  there  is  far  more 
likelihood  of  serious  deviations  in  the  apparent  bearings  of  such 
stations  occurring  than  in  the  cases  of  spark  stations  on  similar 

wave  lengths. 

Vn,  CONCLUSIONS 

A  method  of  compensating  the  minimum  and  increasing  the 
accuracy  of  direction-finder  settings  has  been  worked  out  for  long 
waves.  It  has  been  shown  that  deviations  of  the  order  of  90° 
may  occur  in  the  line  of  propagation  of  the  resultant  wave  front 
in  the  case  of  very  long  continuous  waves.  The  facts  are  fully  in 
accord  with  the  theory  of  propagation  of  such  waves  and  the  often 
expressed  belief  in  the  existence  of  media  in  the  various  layers  of 
the  earth's  atmosphere  which  are  capable  of  reflecting  and  refract- 
ing these  waves.  • 
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The  value  of  long  continuous  waves  for  direction-finder  work 
is,  in  view  of  these  results,  very  doubtful.  It  is,  of  course,  pos- 
sible that  observations  taken  over  a  more  imif orm  surface  like  the 
sea  would  not  show  such  marked  variations.  Observations  on 
long  continuous  waves  would  be  of  value  only  if  the  observations 
cover  a  considerable  period  of  time  and  show  no  very  wide  fluctua- 
tions. 

It  has  been  indicated  that  these  results  do  not  cast  doubt  upon 
the  accuracy  of  direction-finder  observations  carried  out  on  short 
wave  spark  stations,  since  consecutive  interference  according  to  a 
definite  plan  would  not  be  as  likely  to  occur  when  a  damped  wave 
train  is  used.  The  few  cases  of  variations  of  bearing  on  spark 
signals  so  far  observed  seem  to  be  accompanied  by  marked  fading 
effects,'  as  would  be  expected  if  they  are  an  interference  pheno- 
mena. Also  the  minimum  was  broadened  very  considerably  in 
many  cases,  but  in  a  few  cases  a  very  bad  fluctuation  in  bearing 
was  accompanied  by  a  sharpening  rather  than  a  broadening  of  the 

TniTiimittn , 

No  attempt  in  any  of  this  work  has  been  made  to  compensate 
local  deflections  so  as  to  get  the  true  bearing,  as  the  writer  was 
interested  solely  in  time  variations  and  not  with  local  distortions. 

It  must  be  concluded  that  it  would  be  very  dangerous  to  use 
long  continuous  waves  for  direction-finder  work  at  sea  ujitil  it  has 
been  definitely  proven  that*  these  variations  do  not  occur  when 
transmission  is  not  partly  or  wholly  overland.  It  is  also  very 
likely  that  even  with  spark  stations  it  would  not  be  wise  to  use 
longer  waves  than  1500  m  ujitil  it  has  been  definitely  shown  that 
such  waves  do  not  vary  in  overseas  transmission  as  they  occa- 
sionally do  in  overland  transmission. 

Washington,  July  15,  1919. 
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I.  INTRODUCTION 

In  a  radio  transmitting  or  receiving  set,  either  the  condenser 
or  the  inductance  coil  is  made  of  large  .dimensions.  It  is  then 
called  the  aerial,  and  effects  the  transfer  of  power  between  the 
radio  circuits  and  the  "ether.  The  coil  aerial  has  the  inherent 
advantage  of  serving  as  a  direction  finder  and  interference  pre- 
venter, but  is  less  effective  quantitatively  as  a  transmitting  or 
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receiving  device  than  the  condenser  type  of  aerial,  commonly 
called  the  antenna.  Both  kinds  of  aerial  are  very  simple  in  con- 
struction, consisting  merely  of  one  or  more  wires.  An  antemia 
consists  of  a  wire  or  set  of  wires  connected  in  parallel  and  consti- 
tuting one  plate  of  a  condenser,  the  other  plate  being  the  grotmd 
beneath.  The  coil  aerial  is  one  or  more  turns  of  wire  constituting 
a  simple  coil  or  loop.  When  an  antenna  is  used  its  circuit  is  com- 
pleted, in  general,  by  placing  an  inductance  coil  in  series  with  it 
and  the  ground;  and  when  a  coil  aerial  is  used  its  circuit  is  com- 
pleted by  connecting  a  condenser  across  its  terminals.  The 
typical  connections  are  shown  in  Figs,  i  and  2.  The  coil  aerial 
requires  no  connection  to  grotmd  at  alL 

The  antenna  is  used  when  it  is  desired  to  communicate  over  as 
great  a  range  as  possible  or  to  reduce  the  power  required  in  the 


Ground 
PlO.  X. — SimpU  antenna  circuit 

• 

transmitting  apparatus  as  much  as  possible.  The  coil  is  used 
when  directional  properties  are  particularly  important.  The  co3 
radiates  and  receives  electric  waves  better  in  the  direction  of  its 
plane  than  in  the  direction  of  its  axis,  whereas  the  performance 
of  an  antenna  is  much  more  nearly  independent  of  the  direction 
pf  the  waves.  By  arranging  a  coil  so  that  it  can  be  rotated  it 
makes  an  excellent  direction  finder.  When  thus  used  on  a  ship 
or  an  airplane  a  coU  aerial  is  sometimes  called  a  radio  compass. 
It  has  also  been  called  a  radio  goniometer.  By  turning  it  so  that 
its  axis  is  parallel  to  ^e  direction  of  propagation  of  the  wave 
from  some  particular  station,  that  wave  is  not  received  while 
waves  from  other  directions  are  received.  The  coil  may  thus 
serve  as  an  interference  preventer.  It  is  possible  to  attain  some 
sUght  reduction  of  the  effects  of  strays,  commonly  called  static, 
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by  usiiig  combmations  of  coil  aerials.  Submarine  conununicatioH 
is  more  successful  with  coil  aerials  than  with  antennas,  because 
the  coil  can  be  protected  from  the  short-circuiting  effect  of  the 
water  while  an  antenna  can  not.  The  numerotis  advantages  of 
the  coil  aerial  make  it  highly  important  to  know  the  relative 
sensitiveness  or  power  of  transmission  of  the  device  in  comparison 
with  the  antenna.    This  publication  provides  the  answer  to  this 


Flo.  2, — SiptpU  coil  aerial  circuit 

question  and  sets  forth  the  theory  of  radiation  and  reception  and 
the  action  of  antenna  and  coil  aerials.  The  relative  effectiveness 
of  any  coil  and  antenna  is  given  by  formulas  (32)  to  (36)  in  Sec- 
tion IV,  I,  below.  The  uses  of  the  coil  as  a  direction  finder, 
interference  preventer,  reducer  of  strays,  and  submarine  aerial, 
are  not  treated  in  this  article. 

The  most  important  question  considered  is  the  practical  one: 
How  far  can  communication  be  maintained  by  the  use  of  any 
specified  antennas  or  coil  aerials?  Formulas  are  developed  by 
which  the  ciurent  received  in  an  antenna  or  coil  is  calculated 
in  terms  of  the  cturent  in  a  transmitting  antenna  or  coil,  resist- 
ance of  receiving  aerial  circuit,  the  distance,  wave  length,  and 
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dimenstons  of  the  aeriab.  The  formtilas  have  been  found  to  be 
useful  in  the  design  of  aerials  and  in  the  selection  of  an  aerial  for 
a  particular  kind  of  communication.  They  were  worked  out 
before  there  was  any  experimental  information  available  to  ans- 
wer the  question  of  the  comparative  quantitative  value  of  the 
two  kinds  of  aerials.  Not  much  information  on  this  has  been 
obtained  from  experiment  even  yet  (191 9),  but  such  experiments 
as  have  been  made  have  substantiated  the  formulas.  The  work 
described  in  this  paper  was  done  in  1916  and  191 7.  The  results 
were  given  in  ''Radio  Transmission  Formulas,"  a  confidential 
paper  of  July,  191 7,  which  was  circulated  in  the  Signal  Corps 
and  Navy.  Publication  was  withheld  during  the  war  at  the  re- 
quest of  the  Signal  Corps.  The  formulas  have  also  been  given 
by  the  writer  of  the  present  paper  on  page  234  of  "The  Principles 
Underlying  Radio  Communication/'  1918,  Signal  Corps  Pamph- 
let »No.«  40,  a  book  which  can  be  purchased  from  the  .Superin- 
tendent of  Documents,  Government  Printing  Ofl&ce,  Washington, 
D.  C. 

Historical. — ^The  coil  aerial  and  the  condenser  type  of  aerial 
(antenna)  both  date  back  to  the  first  experimenter  with  the  elec- 
tric waves  that  make  radio  telegraphy  possible.  H.  Hertz,  in 
1888,  used  an  open  oscillator,  which  was  the  forerunner  of  the 
antenna,  as  his  transmitting  apparatus.  For  receiving  he  used  a 
circle  of  wire,  which  was  the  first  loop  or  coil  aerial,  and  observed 
its  directional  properties. 

The  possibility  of  a  loop  or  coil  aerial  as  a  transmitting  device 
was  discussed  from  the  theoretical  standpoint  by  G.  F.  Fitzgerald 
and  later  by  J.  A.  Fleming  (Electrician,  vol.  59,  pp.  936,  976, 
1016;  1907).  Fleming  derived  expressions  for  the  radiated  fiddSp 
using  a  curious  theory  in  which  the  four  sides  of  the  coil  were 
replaced  by  Hertzian  doublets. 

The  use  of  a  large  loop  or  single-tiun  coU  as  an  aerial  in  prac- 
tical radio  communication  was  described  by  G.  Pickard  (Pro- 
ceedings of  the  Wireless  Institute  of  America,  vol.  i.  May,  i ,  1909). 
He  discussed  its  properties  both  as  a  radiating  and  receiving  aerial. 
He  described  its  use  as  a  direction  finder,  stating  that  he  had 
determined  directions  with  it  to  better  than  i  degree. 

In  spite  of  this  work  and  proposals  by  others,  the  antenna  was 
used  almost  exclusively  as  the  transmitting  and  receiving  device 
until  191 3.  The  use  of  the  coil  aerial  received  a  great  impteus 
by  the  publication  of  an  article  by  F.  Braun  (Jahrbuch  der  draht- 
losen  Tdegraphie  und  Telephonic,  vol.  8,  p.  i ;  1914),  on  the  Use 
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of  Closed  Circuits  in  Place  of  Open  in  Radio  Td^^raphy.  He 
discussed  the  advantages  of  a  coil  aerial  as  a  receiver  and  trans- 
mitter, both  from  the  theoretical  and  the  experimental  standpoint. 

Since  1913  there  has  been  a  great  deal  of  development  work 
done  on  coil  aerials  and  they  were  extensively  used  in  the  war. 
The  development  of  the  coil  aerial  as  a  practical  direction  finder 
and  receiving  device  was  b^;tm  at  the  Bureau  of  Standards  in 
191 5.  Using  electron  tubes  as  the  detecting  apparatus,  trans- 
Atlantic  signals  were  received  on  a  coil  inside  a  room.  Experi- 
ments with  the  coil  as  a  transmitting  device  were  carried  out  at 
the  Bureau  in  191 7.  Among  the  very  few  published  treatments 
of  development  and  use  of'^the  coil  aerial  are  those  in  Bucher's 
textbook  "Practical  Wireless  Tel^;raphy,"  191 7,  p.  256;  and 
"Radio  Direction-Finding  Apparatus/'  by  A.  S.  Blatterman 
CBlec.  World,  vol.  73,  p.  464;  1919).  Most  of  the  descriptions  to 
date  have  been  ouidGidential  reports  of  the  military  services  of 
various  countries. 

The  theoretical  disctissions  by  Fleming  and  Bratm  are  ctunber- 
some  and  needlessly  complicated  and  the  results  are  not  well 
adapted  to  practical  use.  The  present  paper  presents  an  original 
treatment  that  is  relatively  very  simple,  but  none  the  less  exact, 
and  leads  to  conclusions  that  apply  directly  to  practical  work. 
This  paper  also  points  out  a  munber  of  misconceptions  that  have 
existed,  and  endeavors  to  clear  up  some  of  the  controversial 
points  on  the  radiation  of  waves  and  the  functioning  of  aerials. 

n.  DERIVATIONS  OF  THEORETICAL  FORMULAS 
1.  RADIATION  FROM  AN  ANTENNA 

Formula  (8)  below,  giving  the  radiated  magnetic  field  at  a 
distance  from  an  antenioa,  is  a  well-known  formula.  It  has  been 
given  by  various  writers,  and  is  the  only  one  presented  in  this 
paper  that  requires  any  deep  consideration  of  fundamental 
electromagnetic  theory.  The  result  is  in  fact  implicit  in  Maxwell 's 
classical  treatise,  "Electricity  and  Magnetism."  The  derivation 
given  here  is  much  more  direct  and  brief  than  the  others  the 
author  has  seen,  and  is  given  only  for  that  reason.  The  deri- 
vations of  formtda  (10)  and  following  ones  are  still  simpler,  and 
will  be  of  more  interest  to  most  readers. 

The  units  used  in  this  paper  are  international  electric  units, 
the  ordinary  electric  units  based  on  the  ohm,  ampere,  centimeter, 
and  second.     (See  paper  by  the  author  on  "  International  System 
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of  Electric  and  Magnetic  Units/'  Scientific  Paper  of  the  Bureau  of 
Standards  No.  292.)  The  unit  of  magnetic  field  intensity  is  the 
gilbert  per  cm,  often  called  the  cgs  unit.  The  only  exception 
to  the  use  of  units  of  the  international  system  is  in  certain  of  the 
practical  formulas  where  lengths  are  expressed  in  meters  or  miles 
where  so  stated. 

In  the  following  discussion  is  calculated  the  magnetic  field 
intensity  produced  by  a  flat-top  antenna,  having  electric  current 
of  uniform  value  throughout  the  length  of  the  vertical  portion. 
Most  antennas  in  practice  approximate  closely  this  condition. 
The  sjnnbols  used  are: 

i — instantaneous  cturent. 

/o — maximum  value  of  current. 

/ — effective  value  of  current. 

Ht — instantaneous  value  of  magnetic  field  intensity. 

i/o— maximum  value  of  magnetic  field  intensity. 


T 

I 


p 

Pio.  $,-^alcutaiion  of  magnetic  field  at  a  distance  from  an  antenna 

/f  »  effective  value  of  magnetic  field  intensity. 

A  — height  of  aerial. 

d  "  distance  from  sending  aerial. 

««— 2  ir  times  frequency  of  the  current. 

/—time. 

X— wave  length. 

c— velocity  of  electric  waves«-3X  lo**  cm  per  second. 

Subscripts  ( : )  s  —  sending,  r = receiving,  a  ■=  antenna,  c — ccmI. 
In  Fig.  3  the  upper  heavy  line  represents  the  flat  top  of  the 
antenna  and  the  lower  heavy  line  the  groundii^  area.  Suppose 
a  current  is  flowing  having  tiie  instantaneous  value  t  in  the  ver- 
tical portion.  The  magnetic  field  intensity  at  any  point  due  to 
a  varying  current  is  different  from  that  due  to  a  steady  current. 
Consequently  the  field  can  not  be  calculated  in  the  same  way  that 
the  magnetic  field  intensity  of  a  straight  wire  is  ordinarily  calcu- 
lated. When  the  current  is  varying,  the  magnetic  field  intensity 
is  calculated  by  the  aid  of  a  quantity  called  the  vector  potential 
in  such  a  way  that  the  variation  with  time  is  taken  into  accotmt. 
The  instantaneous  value  of  the  vector  potential  of  current  in  the 
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vertical  conductor  at  a  distance  (2  in  a  plane  perpendicular  to  the 
conductor,  is 

-^ 

where  [i]  indicates  that  for  any  time  /  the  value  of  i  is  taken  for 

the  instant  it  —  V 

Suppose  the  current  in  the  antenna  is  a  sine-wave  alternating 
current, 

i^Io^itoi  (2) 

.•.[i]-/osin«(^^--j 


.     h[i]     hlo   . 


The  magnetic  field  intensity  is  calculated  from  the  vector  potential 
by  the  general  relation  Ht  — o.i  curl  A,  which  for  this  simple  case 
of  a  straight  conductor  becomes 

^*--^'  (4) 

the  direction  of  Ht  being  perpendicular  to  the  plane  of  h  and  d. 
Prom  equation  (3), 


Ht= J  cos 

locd 


"('-c-)-S-"('-0  <=> 


This  equation  gives  the  magnetic  field  intensity  at  any  point  P 
at  a  distance  d  from  the  antenna.  The  second  term  represents 
the  ordinary  induction  field  associated  with  the  current,  while  the 
first  term  is  the  radiation  field.  At  a  considerable  distance  the 
second  term  is  n^Ugible,  because  the  second  power  of  d  occtus  in 
the  denominator.  The  first  term  then  represents  the  magnetic 
field  radiated  from  an  antenna  at  the  distance  d  from  the  antenna. 
The  distance  d  is  meastu-ed  ajong  the  earth's  surface,  because  the 
waves  follow  the  curvature  of  the  earth's  surface  instead  of  pro- 
ceeding straight  out  into  space.  For  a  considerable  distance  from 
the  antenna  the  maximum  value  of  the  magnetic  field  intensity 
during  a  cycle  is  therefore 


Ho- 

134143<»— 19 2 


^""locd 


Digitized  by 


Google 


442  ScietUific  Papers  of  the  Bureau  of  Standards  ivd.j5 

Expressing  in  terms  of  effective  values, 

Henceforth  H  means  the  radiated  field,  unless  it  is  specifically 
stated  to  be  the  total  field.  The  last  equation  may  be  expressed 
in  terms  of  wave  length  instead  of  w  by  the  relation 

c-T  <7) 

Using  the  subscript  s  to  indicate  that  it  is  the  sending  rather  than 
the  receiving  antenna  which  is  considered, 

^--^  (8) 

lo  Xd  ^  ' 

This  derivation  follows  the  conceptions  presented  in  the  early 
pages  of  Lorentz,  "  The  Theory  of  Electrons."  It  is  equivalent  to 
Hertz's  intricate  proof,  but  is  more  direct.  The  way  in  which 
the  result  is  expressed  here  accords  more  closely  with  tiie  physical 
ideas  and  with  actual  practice,  being  expressed  in  terms  of  current 
rather  than  electric  charge,  since  it  is  ciurent  that  is  actually 
measured  in  an  antenna,  and  the  ciurent,  furthermore,  is  generally 
uniform  in  the  vertical  portion  of  the  antenna. 

Formula  (8)  gives  the  radiated  magnetic  field  from  a  sending 
,  antenna  at  a  distance  d  along  the  earth's  surface.  The  tmits  are 
the  gilbert  per  cm  for  H,  the  ampere  for  /,  and  the  centimeter 
for  all  lengths,  as  previously  stated. 

Undamped  alternating  cturent  in  the  antenna  was  assumed. 
The  same  result,  however,  is  obtained  if  the  current  is  damped. 

At  very  great  distances  from  the  sending  aerial,  the  taagattic 
field  is  less  than  that  calculated  by  formula  (8),  because  of  absorp- 
tion of  the  power  of  the  wave  in  the  ground  as  it  travels  along. 
This  may  be  taken  into  accotmt  by  multiplying  the  right-hand 
member  of  (8)  by  a  correction  factonFj.  The  value  of  this  factor 
for  daytime  transmission  over  the  ocean,  derived  from  the  experi- 
ments of  L.  W.  Austin,  Scientific  Paper  of  the  Bureau  of  Standards 
No.  159;  1911,  is 

^^«  ^-0.000047-^  (9) 

for  d  and  X  both  in  meters.    This  correction  ordinarly  needs  to 
be  applied  only  when  the  distance  is  greater  than  100  kilometers. 
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2.  RADIATION  PROM  A  COIL 

It  was  fonnerly  the  belief  that  a  coil  could  not  radiate,  because 
the  current  up  one  side  of  the  coil  (Fig.  4)  produces  a  field  eqtial 
and  opposite  to  that  down  the  other  side  of  the  coil.  This  is 
erroneous  because  the  two  equal  fields  are  not  exactly  opposite. 
The  phase  between  the  two'  departs  from  180®  because  of  the 
finite  time  required  for  the  field  to  be  propagated  from  one  side 
of  the  coil  to  the  other.  It  is  only  along  the  axis  of  the  coil  that 
the  calctilated  radiation  is  zero.  The  actual  resultant  field 
radiated  from  the  coil  may  be  deduced  in  either  of  two  very 
simple  ways,  both  of  which  are  interesting  from  the  physical 
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Fig.  4. — Calculaiion  of  magnetic  field  radiated  from  a  coil 

standpoint.    The  first  deals  with  the  instantaneous  values  of  the 
magnetic  field,  and  the  second  with  the  effective  values. 
The  following  additional  symbols  are  used: 

/» horizontal  length  of  coil  aerial. 
N  =  number  of  turns  of  wire  of  coil  aerial. 
0 = phase  angle  between  values  of  field  intensity  a  distance 
/  apart  in  the  wave. 

First  Deduction. — Consider  a  rectangular  coil  of  height  h  and 
horizontal  length  /.  The  magnetic  field  at  a  point  P  in  the  d 
direction  is  the  resultant  of  the  fields  arising  from  current  in  the 
two  vertical  sides  of  the  coil.  The  two  horizontal  sides  contribute 
nothing,  because  a  point  at  great  distance  d  is  practically  eqtu- 
distant  from  these  two  sides.  The  magnetic  field  due  to  any  one 
of  the^vertical  wires  of  the  coil  is  calculated  from  equation  (5) 
above.  Neglecting  the  second  term,  because  d  is  large,  the  in- 
stantaneous values  of  the  magnetic  field  (Fig.  4)  at  the  distances 
d  and  (dr-l),  respectively,  from  the  two  vertical  sides  are 


hNwIo 
10  cd 


Ha^ T  cost 


A    d-l\ 


//d_i  =  + .  .  V  COS 


Digitized  by 


Google 


444  Scientific  Papers  of  the  Bureau  of  Standards  {vau 

The  resultant  field  H%  is  the  algebraic  sum  of  these  two,  which 
becomes,  since  (d— /)  is  very  nearly  d  when  d  is  ^atge, 

„         hNialo      .       (.    d-^\.     id 

•  lO  Cd  I         I  2C 

The  effective  value  of  the  resultant  field  is 


2  hNoil   .     «/ 

i/n. 5—  sin  — 

ID    cd  2  c 


Using  the  relations 


ia     2T 


.    .     id     'id 

andsm  — — — 

2  c     2  c 


the  latter  holding  when  the  angle  is  small;  that  is,  /  small  com- 
pared with  the  wave  length, 

"'l^S  "Ty-  (10) 

This  is  the  radiated  magnetic  field  from  a  sending  coil  aerial 
at  a  distance  d  along  the  earth's  surface,  the  direction  of  d  being 
the  plane  of  the  coil.  The  units  are  international  units  as  stated 
under  equation  (8).  The  deduction  assumes  that  the  ground 
below  the  coil  is  not  so  good  a  conductor  as  to  form  an  image 
of  the  coil.  Thus  the  formula  applies  to  a  radiating  coil  in  an 
airplane  as  well  as  to  one  at  a  ground  or  ship  station. 

The  formula  applies  for  either  damped  or  undamped  current 
/.  in  the  sending  antenna.  For  very  great  distances  the  right- 
hand  side  of  the  formula  must  be  multiplied  by  the  distance 
correction  factor  F^  given  in  (9),  the  same  as  for  a  radiating 
antenna. 

Second  Deduction, — ^The  radiated  magnetic  field  due  to  one  of 
the  sides  of  the  coil  is  NJI^,  and  from  formula  (8) , 

H.-H?^  (II) 

*     10   Xa 
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If  the  two  vertical  sides  of  the  coil  coincide,  thdr  magnetic 
fields  would  be  equal  and  opposite,  as  shown  by  the  lines  OA 
and  OB,  Fig.  5.  But  since  the  two  vertical  sides  are  separated  by 
the  distance  /,  at  any  instant  the  field  a  distance  d  (Fig.  4)  from 
the  left  side  of  the  coil  has  traveled  a  distance  /  farther  than 
the  field  from  the  right  side.  If  then  NJI^  is  the  field  due 
to  the  right  ^de,  the  field  at  the  same  point  due  to  the  left 
side  is  shifted  in  phase  from  the  position  OB  to  OC  in  Fig.  5,  where 
the  an^le  9  between  them  is  the  phase  angle  between  the  values 
of  the  field  a  distance  /  apart  in  the  waves. 

The  distance  /  is  the  same  fraction  of  the 
wave  length  that  the  angle  9  is  of  a  complete 
cycle,  2T.    That  is, 

2t"X 


or 


(»-4 


(12) 


The  resultant  of  OA   and  OC   is  their 
vector  sum, 


H~NJIi-^2(i-cose)  (13) 

When  d  is  small,  i.  e.,  /  small  compared  with 
the  wave  length. 


H 


-sin  0-9 


Fig.  5. — Pkas*  relaUont  of 
magnttie  JUUs  radiated 
from  a  coil 


'NMiO  (14) 

Thus  the  radiated  magnetic  field  from  a  coil 

is  equal  to  the  field  from  one  side  of  the  coil 

multiplied  by  the  phase  angle  6  corresponding  to  the  distance  / 

between  the  sides  of  the  coil. 

From  (14)  and  (11), 

^m-  h  \r  T 

(15) 


"lo     \d 


This  equation,  together  with  (12),  gives  identically  formula  (10) 
obtained  by  the  first  deduction. 

It  was  assumed  in  these  deductions  that  the  current  was  imi- 
form  throughout  the  coil.  If  the  distributed  capacity  of  the  coil 
is  appreciable  the  current  in  the  coil  will  be  different  at  different 
points.  Thus  the  cturent  in  the  middle  may  be  greater  than  at 
the  ends.  This  also  may  give  rise  to  radiation  from  the  coil,  but 
is  an  entirely  separate  phenomenon  from  the  phase  angle  between 
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the  two  sides  of  the  coil  which  has  been  discussed.  This  ques- 
tion of  distributed  capacity  requires  consideration  particulariy 
when  coils  are  used  having  dimensions  comparable  with  the  wave 
length.  The  phenomenon  is  discussed  further  under  ''Antema 
effect"  in  section  VI,  3,  below. 

3.  RSCBIVBD  CURRBNT  IN  AN  ANTBNN4 

The  current  flowing  in  the  receiving  aerial  ciicuit  when  the 
field  intensity  of  the  wave  traversing  the  aerial  is  Imown  can  be 
calculated  in  several  ways.  An  electromagnetic  wave  in  space  has 
both  an  electric  and  a  magnetic  field  intensity  which  are  at  right 
angles  to  each  other  and  to  the  direction  of  propagation  of  the 
wave.    The  two  field  intensities  are  related  to  each  other  by 

e=3oojFf  (16) 

where  C  is  in  volts  per  cm  and  H  in  gilberts  per  cm. 

The  following  additional  symbols  are  used  in  this  and  the  fol- 
lowing section: 

C — electric  field  intensity. 

£— electroitnotive  force  in  receiving  aerial. 

R  « resistance  of  receiving  aerial  circuit 

^«  magnetic  flux. 
First  Deduction. — ^The  electromotive  force,  and  thence  the  cur- 
rent, produced  in  an  antenna  may  be  calculated  from  the  prin- 
ciple that  relative  motion  of  a  magnetic  field  and  a  conductor 
create  an  electromotive  force  in  the  conductor  whose  vahie  is 

E'^io'^fhHc  (17) 

when  the  directions  of  the  field,  the  motion,  and  the  conductor 
are  mutually  perpendicular,  hr  being  the  length  of  the  conductor 
and  c  the  velocity  of  relative  motion.  This  then  gives  the  emf 
in  an  antenna  of  height  hr,  produced  by  an  electromagnetic  wave 
having  magnetic  field  intensity  H  and  traveling  with  the  velocity  c. 
In  ordinary  practice,  the  reactance  in  series  with  the  antemia 
is  varied  to  produce  resonance  to  the  frequency  of  the  incomiag 
wave,  so  that 

/,-|  (18) 

Inserting  for  c  its  value,  3  X 10"  in  equation  (17), 

7,-300.-^  (19) 
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This  is  the  current  in  amperes  received  in  a  flat-top  antenna, 
using  the  centimeter  as  the  imit  of  length,  with  resistance  of  circuit 
in  ohms,  and  the  magnetic  field  intensity  in  gilberts  per  cm. 

The  received  current  is  less  than  that  given  by  the  formula  if 
the  wave  is  damped,  since  an  undamped  alternating  field  was 
assiuned  in  the  discussion.  For  a  damped  field  the  emf  acting  on 
the  aerial  is  similarly  damped  and  equation  (i8)  does  not  hold- 
Correct  results  are  obtained  by  multiplying  the  right-hand  side 
of  formula  (19)  by  the  correction  factor  F,  obtained  as  follows: 

K  the  magnetic  field  intensity,  and  hence  the  emf,  has  the 
decrement  S\  the  efifective  current  is  not  /r,  defined  by  (18),  but 
another  value  which  we  shall  call  7^.  The  value  of  I^  may  be 
fotmd  by  the  aid  of  the  generalized  definition  of  decrement  given 
in  the  author's  paper,  *'The  Measurement  of  Radio-Frequency 
Resistance,  Phase  Difference,  and  Decrement"  (Proc.  I.  R,  E., 
vol.  7,  p.  27;  Feb.,  1919). 

For  decrements  smaller  than  about  0.2,  the  logarithmic  decre- 
ment is  one-half  the  ratio  of  the  average  energy  dissipated  per 
cycle  to  the  average  energy  associated  with  the  current  at  the 
mayimum  of  the  cycle. 

J?' 
Taking  the  average  power  as  -j^f  the  average  energy  dissipated 

per  cycle- jH'    The  average  energy  associated  with  the  current 

at  the  maximum  of  each  cycle  «L  /p'.  The  energj^-ratio  defini- 
tion of  decrement  just  given  applies  to  the  stun  of  the  decrements 
acting,  viz,  the  decrement  i'  of  the  emf  and  the  decrement  5  of 

Applying  the  decre- 


the  aerial  circtiit. 

The  value  of  6  is  — ry 

ment  definition: 

E* 

«'  +  «-     fR 
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From  the  relation,  ^^5  -  /r% 


^'"Vra"^'^i+^ 


L«' 


where  L  is  in  microhenries  and  X  is  in  meters. 

This  reduces  to  I^  -/r  when  y  is  small  compared  with  6.  Thus 
in  the  particular  case  of  an  undamped  wave,  where  t'-o,  no 
correction  is  needed. 

Correct  results  are  obtained  from  equation  (19)  for  any  damped 
wave  by  multiplying  its  right-hand  member  by  the  correction 
factor  F,,  given  by 


-v^ 


600.  La^  (20) 

R\\ 

where  L  is  the  inductance  of  the  receiving  aerial  circuit  in  micro- 
henries and  X  is  wave  length  in  meters,  and  2'  is  the  logaritfaxnic 
decrement  of  the  damped  wave  that  is  being  received. 

Second  Deduction. — ^The  same  formtda  may  be  derived  from 
entirely  independent  consideration  of  the  electric  field  associated 
with  the  wave.  The  emf  between  two  points  in  space  is  the 
product  of  the  distance  between  them  by  the  electric  field  in- 
tensity along  the  line  joining  them.  Thus  the  emf  produced  in  a 
flat-top  antenna  is  C  times  the  height,  the  direction  of  C  being 
assumed  to  be  vertical. 

f-ArC  (21) 

Inserting  the  value  of  C  from  (16)  and  dividing  by  the  resistance, 

/r-3«>-  -^  (22) 

This  is  identically  the  same  formula  obtained  above  from  con- 
sideration of  the  magnetic  field. 

4.  RSCBIVBD  CURRENT  IN  A  COnL 

The  current  in  a  receiving  coil  aerial  can  be  calculated  in  a 
number  of  different  ways,  all  very  simple  and  all  giving  the  same 
restdt.  The  first  conception  which  will  be  presented  is  simply 
that  an  emf  is  produced  in  the  circuit  by  the  time  variation  of 
magnetic  flux  through  it. 

The  other  modes  of  calctdation  involve  the  phase  angle  between 
the  two  vertical  sides  of  the  coil.    The  emf 's  acting  in  the  two 


Digitized  by 


Google 


DtBmttr)  Principles  of  Radio  Aerials  449 

vertical  sides  are  exactly  equal  and  oppose  each  other  in  pro- 
ducing a  current  around  the  circuit  when  the  plane  of  the  coil 
is  perpendicular  to  the  direction  of  propagation  of  the  wave. 
When  the  coil  is  turned  in  any  other  direction,  however,  the  emf 's 
in  the  two  sides  are  not  exactly  opposite  in  phase,  because  of  the 
difference  in  time  required  for  the  field  to  be  propagated  to  one 
side  of  the  coil  and  to  the  other.  The  emf  can  be  calculated 
either  from  the  elecrtic  or  the  magnetic  field,  as  in  the  discussion 
of  received  cturent  in  an  antenna.  The  restdtant  emf  can  be 
found  either  from  the  algebraic  sum  of  the  instantaneous  emf 's 
in  the  two  vertical  sides  or  the  vector  simi  of  the  effective  emf  *s. 
These  two  methods  are  used  in  the  second  and  third  deductions, 
respectively,  below. 

The  phase  angle  between  the  two  sides  of  the  coil  is  a  very 
different  thing  from  the  phenomenon  caused  by  the  distributed 
capacity  of  the  coil.  It  is  assumed  in  the  deductions  given  here 
that  the  cmrent  is  uniform  in  all  parts  of  the  coil,  which  is  not 
true  when  the  distributed  capacity  is  appreciable.  Such  capacity 
is  large  in  coils  of  dimensions  comparable  with  the  wave  length, 
and  in  such  cases  consideration  must  be  given  to  the  separate 
and  additional  phenomenon  of  distributed  capacity. 

First  Deduction. — AssiitniTig  that  the  dimensions  of  the  coil 
are  small  compared  with  the  wave  length,  the  magnetic  field 
intensity  is  practically  imiform  throughout  the  coil.  When  the 
plane  of  the  coil  is  parallel  to  the  direction  of  propagation  of  the 
wave,  the  emf  induced  in  the  coil  is 

E  =  io''aj0 
Now, 

E 
Since  the  permeabiUty  m  =  1 1  and  ^r  =■  ^  because  in  ordinary  prac- 
tice the  condenser  in  series  with  the  coil  aerial  is  adjusted  to 
produce  resonance  with  the  frequency  of  the  incoming  wave. 


/r"600.T    '^^  (23) 
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This  is  the  cunnit  recdved  in  a  rectangular  coil  ae^ 
with  its  plane  parallel  to  the  direction  of  propagation  of  the  wave. 
The  units  are  international  units,  as  stated  under  formula  (19). 
No  image  is  wisnmed  in  the  ground,  so  the  formula  applies  not 
only  to  a  receiving  coil  at  a  ground  or  ship  station,  but  also  to  an 
airplane  direction  finder,  provided  the  airplane  is  not  flying  at  so 
great  a  height  that  the  field  of  the  wave  is  appreciably  different 
from  its  value  at  the  ground. 

There  are  two  correction  factors  that  may  need  to  be  applied 
to  this  formula,  both  of  which  make  the  result  smaller.  If  the 
wave  is  damped,  the  right-hand  side  of  the  formtda  should  be 
multiplied  by  the  decrement  correction  factor  F,;  given  by  (20), 
the  same  as  for  a  receiving  antenna. 

When  the  plane  of  coil  is  in  some  direction  other  than  parallel 
to  the  direction  of  propagation  of  the  wave,  the  right-hand  side 
of  formula  (23)  must  be  multiplied  by  the  direction  correction 
factor  F,  given  by 

F,-C06a  (24) 

where  a  is  the  angle  between  the  direction  of  propagation  of  the 
wave  and  the  plane  of  the  coil. 

Second  Deduction. — ^The  emf  produced  in  any  one  of  the  ver- 
tical wires  of  the  coil  is  given  by  either  equation  (17)  or  (21) 
above,  deduced  from  considerations  of  the  action  of  the  magnetic 
and  the  electric  field  intensity,  respectively.  Each  of  these 
equations  reduces  to 

Fi-30o:W/  (25) 

The  instantaneous  emf  in  either  of  the  two  vertical  sides  of  the 
coil  is  therefore 

e'  -  iOO.hrNrHoCOSoa 

The  instantaneous  emf  in  the  other  side  of  the  coil  is  produced 
by  the  magnetic  field  existing  in  the  wave  a  distance  /  away,  when 
the  plane  of  the  coil  is  parallel  to  the  direction  of  propagation  of 
the  wave.  This  emf  e^'  has  the  same  direction  in  space,  but  the 
opposite  direction  as  far  as  producing  current  around  the  circuit 
is  concerned. 

e"  -  -  3oo.hrNrHoCosj(t  - 1) 

The  resultant  emf  in  the  circuit  is  the  algebraic  sum  of  these 
two, 

e  -  30o.WVrHo2sm«(^  -— jsin^ 
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The  effective  value  of  the  resultant  emf  is  It 

E  -  eoo.hrNrHsm— 

2C 

Since  when  the  angle  is  small,  that  is,  when  /  is  small  compared 
with  the  wave  length,  •  ^x 

/ 


sm—  «» — « 

2C      2C 


J?«=6oo.T 


hrlrNrH 


(26) 


Dividing  by  i?,  this  gives  the  identical  value  of  It  obtained  in  (23) 
by  the  first  mode  of  deduction. 

Third  Deduction. — ^The  emf  produced  in  one 
of  the  sides  of  the  coil  is  Nt  J?i,  where  from 
either  equation  (17)  or  (21)  above;  that  is,  from 
consideration  of  either  the  magnetic  or  the 
electric  field  intensity,  respectively, 

£i-3oo.W/  (25) 

If  the  two  vertical  sides  of  the  coil  coincided, 
the  emf 's  produced  in  them  would  be  equal 
and  exactly  neutralize  each  other,  as  shown  by' 
the  lines  O  A  and  O  B,  Fig.  6.  But  since  the 
two  vertical  sides  are  separated  by  the  distance 
/,  at  any  instant  the  field  acting  on  one  side  of 
the  coil  has  traveled  a  distance  /  farther  than 
that  acting  on  the  other  side.  If,  then,  iV,  Et 
is  the  emf  in  one  side  of  the  coil,  the  emf  in 
the  other  side  is  shifted  in  phase  from  the 
position  O  B  to  the  position  O  C  in  Fig.  6, 
where  the  angle  ^  between  them  is  the  phase 
angle  between  the  values  of  the  field  a  distance 
/  apart  in  the  wave. 

The  distance  /  is  the  same  fraction  of  the  wave  length  that  the 
angle  9  is  of  a  complete  cycle,  2t;  that  is, 


Fio.  6.— Phase  relatuMts 
of  elKtromotvoe  fotces 
in  f9C€wing  coil 


2T*X 

The  resultant  of  O  i4  and  O  C  is  their  vector  sum 
E  -  N^^^2  (i-costf). 


(27) 


(28) 
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When  B  is  small;  i.  e.,  /  small  compared  with  X 

:.E-N^fi  (29) 

E-soo.hJ^rHB  (30) 


Prom  (25), 


Thtis  the  emf  acting  in  the  coil  is  equal  to  the  emf  in  one  side  of 
the  coil  multiplied  by  the  phase  angle  0  corresponding  to  the 
distance  /  between  the  sides  of  the  coil. 

Equations  (27)  and  (30)  combined  give  (26),  and  by  dividing 
by  R  formula  (23)  is  obtained. 

m.  DISCUSSION    OF    THEORY    OF    RADIATION    AND 

RECEPTION 

1.  DlSTDfCnON  BBTWEBN  INBUCTION  AMD  RADIATION 

Certain  fallacies  which  have  appeared  in  textbooks  and  dis- 
cussions arise  from  insufficient  tmderstanding  of  the  difference 
between  an  induction  field  and  a  radiation  field.  Such  fallacies 
are: 

(a)  An  "open"  circuit  can  radiate,  while  a  "closed"  circuit 
can  not. 

(6)  There  is  no  radiation  from  a  circuit  at  low  frequencies. 

(c)  Induction  and  radiation  are  the  same  phenomenon. 

{d)  The  action  of  an  antenna  differs  from  that  of  a  coil  aerial 
in  that  the  former  is  due  to  electrostatic  fields  and  the  latter  to 
magnetic  fields. 

These  fallacies  will  now  be  discussed.  Fallacy  c  has  led  to  the 
supposition  that  the  radiation  and  reception  of  electric  waves  can 
be  taught  in  terms  of  transformer  action.  It  should  not  be  diffi- 
cult to  separate  the  two  ideas,  for  there  is  a  definite  and  clear  dis- 
tinction between  the  field  due  to  induction  and  that  due  to  radia- 
tion. The  total  magnetic  field  at  a  distance  d  from  a  radiating 
antenna  is,  from  equation  (5) 

ff^^hJn      ±hJ^  ,     V 

where  ;  indicates  that  the  two  terms  differ  in  phase  by  90**.  The 
first  term  represents  the  radiation  field  and  the  second  term  the 
induction  field.    The  fact  that  one  contains  XJ  in  the  denominator 
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while  the  other  contains  dP  makes  them  radically  different  in 
nature.  This  gives  the  mathematical  distinction  between  induc- 
tion and  radiation.  The  physical  difference  is  discussed  in  section 
3  below.  It  shotdd  be  noted  that  the  word  ''induction"  here 
means  not  the  production  of  an  emf ,  but  the  magnetic  induction, 
or  flux  per  cm  >,  associated  with  a  circuit. 

The  radiation  field  becomes  relatively  more  important  than  the 
induction  field  as  the  distance  d  is  increased  or  as  the  wave 
length  is  diminished  (i.  e.,  the  frequency  increased).  The  ques- 
tion whether  radiation  or  induction  predominates  in  any  given 
case  can  be  settled  by  calculation  from  the  formula.  Thus,  the 
two  fields  are  equal  at  a  distance 

For  points  closer  to  the  antenna  than  this  the  induction  field  pre- 
dominates. For  points  farther  away  the  radiation  field  predominates 
and  the  induction  field  falls  off  rapidly  with  distance  and  becomes 
negligible. 

Certain  early  experiments  in  wireless  signalling  used  true  in- 
duction, e.  g.,  the  induction  telegraphy  of  Preece  and  of  Dolbear. 
When  higher  frequencies  were  used  by  later  experimenters,  sig- 
nals of  appreciable  strength  were  received  at  distances  of  several 
wave  lengths.  These  were  genuine  radiation  signals,  now  com- 
monly called  radio. 

2.  IS  RADUTION  LIMITED  TO  HIGH  FWQUBNCIBS? 

The  answer  to  this  should  be  obvious  from  formulas  (8)  and 
(10).  The  radiated  field  does  not  become  zero,  no  matter  how 
great  X  is.  For  alternating  current  of  any  frequency,  no  matter 
how  low,  radiation  takes  place  from  the  circuit.  To  be  sure,  the 
radiation  is  greater  the  higher  the  frequency,  so  that  high-fre- 
quency circuits  are  better  radiators  than  low-frequency  ones,  and 
this  is  all  the  basis  there  is  for  the  mistaken  idea  that  only  high- 
frequency  circuits  radiate. 

This  applies  to  radiation  from  a  coil  as  well  as  from  an  antenna. 
It  has  sometimes  been  stated  that  a  coil  will  not  radiate,  the  state- 
ment being  put  in  the  form  that  only  "open"  circuits  radiate. 
The  statement  is  doubly  faulty  since  electricity  can  flow  pnly  in 
closed  circuits.  The  meaning  intended  by  "open"  circuit  is  a 
circuit  containing  a  condenser  of  open  form;  that  is,  with  two 
plates  well  separated.  There  are  two  misconceptions  at  the  base 
of  the  belief  that  a  "  closed  "  circuit  or  one  not  containing  a  con- 
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denser  would  not  radiate.  In  the  first  place,  some  have  doubt- 
less thought  that  waves  would  be  started  in  the  ether  only  by  an 
electrostatic  disturbance  and  thus  could  not  be  jntxluced  by  a 
metallically  closed  circuit.  Or,  supposmg  it  was  imderstood  that 
a  magnetic  disturbance  in  the  ether  would  send  out  a  wave  just 
as  readily  as  an  electrostatic  disturbance,  it  may  have  been  thought 
that  the  radiation  from  one  side  of  the  circuit  would  be  neutralized 
from  that  from  the  opposite  side.  As  has  already  been  shown  in 
this  paper  the  two  disturbances  do  not  exactly  neutralize  each 
other,  on  accoimt  of  the  finite  time  of  propagation  from  one  side 
of  the  circuit  to  the  other,  and  the  resultant  is  what  gives  rise  to 
the  radiation  from  a  metallically  closed  circuit. 

3.  BQUIVAISNCB  OP  RLBCTROSTATIC  AND  MAOHBTIC  flRLDS  Df  ▲  WAVB 

The  physical  distinctions  between  radiation  and  induction  are 
(a)  the  latter  can  be  fixed  in  space  and  the  former  moves  through 
space  with  the  velocity  of  light,  and  (6)  in  the  case  of  radiation 
the  magnetic  field  is  always  accompanied  by  an  electrostatic  field 
of  value 

e-300.     H  (i6) 

and  vice  versa,  whereas  in  the  case  of  induction  there  is  no  fixed 
relation.  It  is  of  course  true  that  whenever  magnetic  induction 
varies  an  electrostatic  field  is  produced,  and  similarly  whenever 
electrostatic  induction  varies  a  magnetic  field  is  produced.  But 
it  is  only  in  a  radiated  wave  that  these  variations  take  place  in 
such  a  way  that  one  can  be  calculated  from  the  other  by  the  fixed 
relation  (i6).  When  there  is  a  fixed  electrostatic  field  associated 
with  a  circuit  which  does  not  vary,  the  magnetic  field  associated 
with  this  electrostatic  field  is  zero,  and  vice  versa. 

In  a  radiated  wave,  then,  the  electrostatic  and  magnetic  field 
are  no  longer  independent  phenomena  but  are  strictly  equivalent. 
Indeed,  they  are  but  two  aspects  of  the  same  thing.  Perhaps 
this  will  be  clearer  from  the  analogy  of  a  sound  wave.  In  a 
mechanical  apparatus,  elastic  action  and  inertia  act  independently 
in  various  parts  of  the  apparatus.  In  a  sound  wave,  however, 
the  effects  of  elastic  action  and  inertia  are  mutual  parts  of  a  single 
phenomenon,  the  sound  wave. 

It  is  possible  to  separate  the  electrostatic  and  magnetic  induction 
fields  associated  with  a  circuit  by  an  arrangement  of  nu^etic 
shields,  but  the  electrostatic  and  magnetic  fields  in  a  radiated  wave 
can  not  be  separated.     (This  should  not  be  confused  with  the  sepa- 
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ration  of  antenna  effect  and  coil  effect  discussed  in  Sec.  VI,  3,  below, 
under  "Antenna  Effect.") 

In  considering  any  effect  of  the  electromagnetic  wave,  it  is 
equally  permissible  to  consider  the  electrostatic  or  the  magnetic 
field  associated  with  the  wave.  They  are  equivalent  and  lead  to 
the  same  result.  This  has  been  amply  demonstrated  above  in 
this  paper.  The  current  received  in  an  antenna,  calculated  from 
the  electrostatic  field,  was  exactly  the  same  as  calculated  from 
the  magnetic  field.  The  san[ie  agreement  was  found  for  the  coil 
aerial.  This  disposes  of  the  question  whether  the  current  jntxluoed 
in  an  antenna  or  a  coil  aerial  is  caused  by  the  electrostatic  or  the 
magnetic  field  present  in  the  wave  or  both. 

Complete  discussions  of  electromagnetic  waves  are  given  in 
such  treatises  as  Maxwell,  "Electricity  and  Magnetism,"  1873; 
Jeans,  "Electricity  and  Magnetism,"  1907;  Lorentz,  "The  Theory 
of  Electrons,"  1909. 

4.  WHAT  RADUnOir  IS 

It  has  been  shown  that  radiation  differs  from  induction  by  a 
definitely  calculable  amount,  that  either  kind  of  circuit  radiates 
at  any  frequency,  that  there  are  both  an  electrostatic  and  a  mag- 
netic field  present  in  every  wave,  having  a  constant  ratio,  and 
that  any  effect  of  the  wave  may  be  considered  as  due  either  to 
the  electrostatic  or  the  magnetic  field  of  the  wave. 

Radiation  is  the  moving  disturbance  of  the  ether,  the  energy 
associated  with  which  does  not  return  to  the  radiator. 

This  conception  leads  to  more  correct  ideas  than  are  cturent  on 
the  mechanism  of  radiation  from  an  antenna  and  permits  explana- 
tion of  the  radiation  from  a  coil  aerial,  which  is  not  covered  at  all 
by  the  usual  explanations  of  radiation  in  textbooks.  Such  ex- 
planations have  led  to  the  impression  that  the  radiation  largely 
depends  on  the  form  of  the  electrostatic  lines  of  force  which  are 
present  at  the  edges  of  the  radiator.  It  might  thus  be  supposed 
that  in  a  flat-top  antenna  or  a  condenser  aerial  the  current  in  the 
central  portions  of  the  condenser  was  not  effective  in  causing 
radiation  while  only  that  which  spread  into  the  sturoimding  space 
from  the  edges  was  effective.  This  appears  incorrect.  If  it  were 
correct,  the  builders  of  long  flat-top  antennas  must  have  wasted 
a  great  deal  of  wire.  All  of  the  dielectric  cturent  sends  a  moving 
disttu-bance  out  into  the  ether.  The  portion  of  the  energy  asso- 
ciated with  this  disturbance  that  does  not  return  to  the  radiator 
is  that  connected  with  the  first  term  of  equation  (31).    In  this 
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term  the  total  antenna  current  appears.  The  radiation  is  the 
moving  disturbance  caused  by  the  whole  of  the  current  which 
the  antenna  makes  flow  in  the  dielectric. 

The  ordinary  treatment  of  the  mechanism  of  radiation  from  an 
antenna  is  misleading  also,  becattse  it  deals  with  radiation  at  the 
fundamental  wave  length.  In  practice  antennas  are  usually 
loaded.  The  radiation  depends  in  no  d^;ree  whatsoever  on  the 
value  or  location  of  any  of  the  field  lines  attached  to  the  aerial, 
but  only  on  the  variation  of  the  lines.  And  all  the  lines  when 
var3ring  give  rise  to  radiation.  Thus  the  stationary  field  is  given 
by  the  second  term  of  formula  (31),  the  first  is  the  radiation  tenn, 
and  they  are  independent. 

IV.  COMPAIUSON  FORMULAS 
1.  DBRTTATIOlf  VROM  THBORSnCAL  FORMULAS 

Formulas  are  here  derived  to  answer  the  practical  question  of 
how  far  a  given  coil  will  send  or  receive  in  comparison  with  a  given 
antenna.  The  formulas  also  answer  such  questions  as  the  length 
of  a  coil  aerial  required  to  give  a  particular  ratio  of  performance 
of  coil  and  antenna. 

The  ratio  of  the  magnetic  field  radiated  from  a  coil  to  that  froin 
an  antenna,  for  a  given  sending  current,  distance,  wave  length,  and 
height,  is  obtained  from  equation  (13).  The  ratio  of  the  distance 
from  a  coil  to  that  from  an  antenna,  at  which  a  given  magnetic 
field  is  produced,  is  the  same  as  the  ratio  of  the  magnetic  field 
produced  by  a  coil  to  that  produced  by  an  antenna  at  a  given  dis- 
tance. Either  ratio  is,  therefore,  given  by  the  following  expres- 
sion, which  assumes  the  same  cturent  /«,  wave  length  X,  and  height 
ht,  for  the  coil  and  the  antenna. 

^-iVrV2  (i-cose) 
Inserting  the  value  of  0  and  neglecting  the  subscript  s, 

|-iVy2(l^COS2T0  (32) 

When  the  length  of  the  coil  /  is  small  compared  to  X  (i.  e.,  for 
most  oractical  purposes,  less  than  o.i  X),  this  simplifies  to 

^;-6..8ivi  (33) 
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This  could  have  been  deduced  directly  from  (8)  and  (lo).  The 
expression  is  similarly  deduced  for  comparison  of  the  distances 
obtained  with  a  coil  and  an  antenna  of  different  heights, 


^=6.28  N^J^ 


(34) 


The  length  of  a  coil  reqtiired  to  give  a  particular  ratio  of  per- 
formance to  an  atifPTitift  is  given  by  solving  these  formulas  for  /. 
From  (32), 


I- 


■^*^'0-77s^[|J) 


(35) 


When  the  length  of  the  coil  is  small  compared  to  X,  the  simpler 
formula  suffices^ 


1-0.16  j^j^ 


(36) 


The  relative  distances  at  which  an  antenna  or  a  coil  will  receive 
a  given  wave  are  given  by  the  same  identical  expressions  that 
have  just  been  deduced  for  sending  aerials.  Thus  formula  (32) 
may  be  deduced  from  (28)  and  (33)  from  (19)  and  (23).  They 
give  the  ratio  of  the  distance  from  the  source  at  which  a  given 
emf  will  be  produced  in  a  coil  aerial  to  that  in  an  antenna,  asstun- 
ing  the  same  height  Ih  and  wave  length  X  for  the  coil  and  the 
antenna.  They  also  give  the  ratio  of  the  emf  produced  in  a  coil 
to  that  in  an  antenna  for  a  given  value  of  magnetic  field  intensity, 
or  the  ratio  of  cturents  when  the  resistances  and  other  quan- 
tities are  the  same  in  coil  and  antenna.  Equations  (34),  (35), 
£uid  (36)  similarly  hold  for  receiving  as  well  as  sending  aerials. 
For  comparison  of  cturent  in  a  coil  and  an  antenna  of  different 
resistances  as  well  as  different  heights 


^=6.28  N^Js^. 
a,  X  »s  Re 


(37) 


The  relative  distances  of  transmission  between  two  coil  aerials 
and  between  two  antennas,  for  a  given  sending  current,  is  sim- 
ilarly fotmd  from  equations  (8),  (10),  (19),  and  (23).  The  ratio 
of  received  cturent  for  coils  and  antennas  the  same  distance  apart 
is  given  by  the  same  formula,  which  assumes  the  same  sending 
cturent  /.  and  wave  length  X  for  the  pair  of  coils  as  for  the  pair 
of  antennas. 


=  39.5 


UrNJ^r    ihX)o   R. 
V  (A.Ar).   Re 


134143*>— 19- 


(38) 
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All  of  these  fonnulas  assume  that  the  decrement  cortectioii 
factor  F,  is  the  same  for  coil  and  antenna  in  all  cases.  If  waves 
of  differing  decrement  are  used,  apply  the  factor  F,  as  stated  in 
connection  with  (20).  If  the  plane  of  the  coil  considered  is  not 
parallel  to  the  direction  of  propagation  of  the  wave,  apply  the 
factor,  cos  a,  as  stated  in  connection  with  (24). 

2.  EZAMFUBS  OV  COHPARISOir  OV  COE.  AND  AHTBUHA 

What  is  the  length  of  the  coil,  either  as  sender  or  receiver, 
equivalent  to  an  antenna  of  the  same  height?    The  answer  is 

given  by  (36).    For  jr-i» 

/ -0.160  j^  (39) 

This  is  the  correct  length  except  for  a  single-turn  coil.  When 
N  - 1  the  more  exact  formula  (35)  must  be  used.  This  gives,  for 
the  equivalent  coil, 

Thus  a  single-tum  coil  of  length  H  the  wave  length  is  equivalent 
to  an  antexma  of  the  same  height.  For  a  coil  of  8  turns,  however, 
the  length  of  the  coil  equivalent  to  an  antenna  of  the  same  height 
is,  from  (39),  0.02  of  the  wave  length. 

When  the  length  of  the  coil  is  small  compared  with  the  wave 
length — ^that  is,  as  already  stated,  when  /  is  less  than  about  o.  i  X — ^the 
performance  ratio  is  given  by  (33).  For  a  length  greater  than 
o.i  X,  however,  the  more  accurate  formula  (32)  must  be  used. 
Thus,  when  the  length  is  exactly  H  of  a  wave  length,  from  (32), 

Thus  any  coil- of  length  H  the  wave  length  is  equivalent  to  an 
antenna  of  N  times  the  height  of  the  coil.  When  the  length 
of  the  coil  is  one-quarter  wave  length,  similarly 

For  a  coil  of  length  equal  to  one-half  the  wave  length. 
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This  is  the  maxitnnm  or  best  performance  for  a  coil  aerial.  If 
the  length  is  increased  beyond  one-half  wave  length,  the  perform- 
ance ratio  decreases,  and  at  /  »X  it  is  equal  to  o  jtist  the  same  as 
for/=o. 

These  values  of  the  peiformance  ratio  of  g  coil  aerial  are  obvious 
from  Fig.  5  or  6. 

These  comparisons  all  apply  to  either  transmitting  or  receiving 

aerials.     They  assume,  however,  in  the  case  of  a  transmitting 

antenna  or  coil,  that  the  same  cturent  flows,  and,  when  applied  to 

receiving  aerials,  that  the  resistance  is  the  same,  in  either  coil 

or  antenna.    As  a  matter  of  fact,  however,  it  is  easy  to  secure 

a  considerably  lower  resistance  in  a  coil  aerial  circuit  than  in 

R 
an  antenna  circuit.     This  is  taken  accoimt  of  by  the  factor  -^ 

as  in  (37)  and  (38).  The  difference  in  ciurent  in  a  transmitting 
coil  and  antenna  is  taken  accoimt  of  by  multiplying  the  right-hand 

members  of  (32)  and  (33)  by  the  ratio  of  the  sending  currents  y* 

«»• 

On  this  accotmt  a  coil  is  sometimes  a  more  effective  radiating 
or  receiving  device  than  an  antenna  of  considerably  greater  dimen- 
sions. 

The  comparison  formulas  and  conclusions  drawn  from  them  are 
subject  to  the  same  errors  as  the  transmission  formulas,  as  dis- 
cussed in  Section  V.  2.  below. 

3.  THE  CONDENSER  AERIAL 

Since  the  dimensions  of  a  coil  aerial  which  would  give  the 

same  performance  as  a  given  antenna  are  a  length  equal  to  -Jtt- 

times  the  wave  length  and  a  height  equal  to  the  antenna  height, 
rather  large  structiu-es  are  required.  For  example,  a  flat-top 
antenna  30  m  above  the  ground  operating  on  a  600  m  wave  is 
equivalent  to  a  4-tum  coil  24  m  long  by  30  m  high.  The  dimen- 
sions of  the  equivalent  coil  are  thus  of  the  same  order  as  the  dimen- 
sions of  the  antenna. 

It  is  possible  to  escape  from  the  apparent  necessity  of  large 
structtu'es  for  effective  radio  transmission  and  reception  in  two 
ways.  First,  the  coU  aerial  can  easily  be  made  to  have  a  lower 
resistance  than  the  antennas  ordinarily  used,  and  its  size  reduced 
in  proportion  to  the  reduction  of  resistance.  This  is  mainly  be- 
cause the  condenser  used  in  the  coil  aerial  circuit  can  be  one  having 
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practically  no  resistance  while  the  condenser  consisting  of  antimtia 
and  ground  has  a  large  resistance.  Thus  by  due  attention  to  the 
minimizing  of  resistance  in  its  circuit,  the  coil  aerial  may  be  of 
small  dimensions  and  yet  highly  effective.  The  size  may,  of 
course,  be  reduced  alsp  in  proportion  as  the  number  of  turns  is 
increased. 

It  is  equally  possible  to  avoid  an  aerial  of  large  dimensions 
without  having  recourse  to  a  coil  aerial.  The  alternative  is  to 
use  the  antenna  principle,  but  use  a  special  construction  of  much 
lower  height.  At  first  sight  it  would  appear  that  this  would  make 
a  poorer  antenna,  since  the  effectiveness  is  proportional  to  the 
height,  according  to  either  (8)  or  (19).  And  this  is  true  if  the 
antenna  is  merely  lowered  a  moderate  amount.  Such  lowering  in- 
creases the  capacity  only  very  slightiy,  not  nearly  in  proportion 
to  the  decrease  in  height.  In  order  to  seciu-e  an  appreciable  gain 
it  is  necessary  to  have  the  height  very  small  and  use  a  special 
construction  to  reduce  the  resistance  as  much  as  possible.  A 
good  method  is  to  replace  the  ordinary  antenna-ground  structure 
in  which  the  antenna  is  one  plate  of  a  condenser  and  the  grotmd 
the  other  plate,  by  an  aerial  consisting  of  two  horizontal  metal 
condenser  plates.  This  may  be  called  a  ''condenser  aerial."  The 
formulas  derived  for  antennas  apply  to  it. 

Such  an  aerial  has  lower  conductor  resistance  than  the  ordinary 
antenna,  and  since  it  has  greater  capacity  a  smaller  inductance 
will  be  used  in  series  with  it  which  will  also  have  smaller  resistance 
and  thus  reduce  the  resistance  of  the  circuit.  Furthermore,  the 
resistance  of  an  antenna  largely  arises  from  the  imperfect  dielec- 
trics, such  as  vegetation,  buildings,  and  poor  insulators,  present 
in  its  field  (as  shown  in  Scientific  Paper  of  the  Biu-eau  of  Standards, 
No.  269,  by  J.  M.  Miller),  and  the  resistance  from  the  grounding 
wires  to  ground.  These  can  be  eliminated  in  a  condenser  aerial. 
Finally,  then,  the  resistance  of  the  aerial  circuit  can  be  reduced 
to  more  than  compensate  for  the  reduction  in  height.  This  will 
result  in  a  larger  current  /r  in  formula  (19),  or  in  a  larger  H  in 
formula  (8),  because  of  the  increase  of  the  sending  current. 

The  advantage  of  the  very  low  antenna  has  been  observed  in 
the  experiments  of  Eliebitz^  and  others  on  so-called  earth 
antennas.  It  is  probable  that  still  greater  advantages  would 
be  obtained  by  the  condenser  aerial  as  here  described.  The  special 
construction  required  to  eliminate  dielectric  loss  would  involve 
making  the  lower  plate  considerably  wider  and  longer  than  the 

I  Earthed  tttennM,  Kiebitz,  Ann.,  tS,  p.  94*  19x0:  Blec.  €8,  p.  86B,  i9x>. 
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upper  plate,  or  else  having  both  plates  a  considerable  distance 
above  the  ground,  and  keeping  the  space  between  the  plates  free 
from  poor  dielectrics.  An  aerial  consisting  of  a  pair  of  jnetal 
plates  elevated  from  the  gromid  was  used,  described  by  Oliver  Lodge 
in  1897,  and  .again  by  Lodge  and  Muirhead  (Proc.  Royal  Soc., 
vol.  82,  p.  227,  1909),  who  found  that  it  worked  best  without 
being  grounded.  The  author  is  informed  that  the  same  sort  of 
an  aerial  has  recently  been  tried  on  airplanes,  using  the  upper  and 
lower  planes  as  the  condenser  plates.  Such  an  aerial  would  be 
ideal  for  airplanes  if  the  space  between  could  be  kept  free  from 
poor  dieUctrics.  If  the  plates  of  the  condenser  aerial  have  their 
length  and  width  approximately  equal,  the  aerial  radiates  in  all 
directions.  If  a  long  narrow  condenser  is  used  it  would  probably 
be  very  directional,  both  as  a  transmitting  and  receiving  device. 
Such  a  condenser  might  consist  of  a  pair  of  parallel  wires,  which 
would  be  a  considerable  improvement  on  the  ground  antenna. 

An  example  will  make  clear  how  the  size  of  the  condenser  aerial 
compares  with  other  aerials.  It  was  found  above  that  an  atif<>titift 
30  m  high  was  equivalent  to  a  4-ttuii  coil  24  m  long  by  30  m 
high,  both  operating  on  a  600  m  wave  and  with  circuits  of  the 
same  resistance.  For  the  same  wave  length  and  with  an  induct- 
ance of  100  microhenries,  in  series,  the  capacity  of  a  condenser 
aerial  would  need  to  be  0.00102  xnicrofarad,  whidi  would  be  given 
by  a  pair  of  square  plates  i  m  apart  and  10.7  xn  on  a  side.  The 
height  is  thus  reduced  in  the  ratio  of  about  25  to  i,  and  the  hori- 
zontal dimensions  3  to  I  in  comparison  with  the  coil  aerial. 

The  aerial  can  be  xnade  as  small  as  desired.  If  a  given  coil 
is  to  be  used  in  series,  the  capacity  of  the  aerial  is  maintained 
constant  by  reducing  the  distance  between  the  plates  when  the  area 
of  the  plates  is  reduced.  The  author  made  some  interesting  ex- 
periments with  a  small  condenser  aerial  as  a  receiving  device,  used 
inside  the  laboratory  with  no  ground  connection.  The  plates  con- 
sisted of  copper  netting.  The  top  plate  was  250  cm  square  and  the 
distance  between  them  was  15  cm.  The  signals  received,  with 
either  a  crystal  detector  or  electron  tube,  were  roughly  of  the  same 
intensity  as  those  received  with  a  simple  coil  aerial  of  the  type  and 
size  ordinarily  used  as  a  direction  finder. 

The  indication  of  absolute  direction  of  propagation  of  the  waves 
as  well  as  the  line  of  propagation,  which  has  been  developed  by 
workers  in  France  and  elsewhere,  using  combinations  of  ordinary 
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antenna  and  coil  aerials,  was  observed  in  the  experiments  on  the 
condenser  aerial.  An  inductance  coil  of  rather  latge  dimensions 
used  in  series  with  the  condenser  acted  as  a  lecdving  aerial. 
As  this  coil  was  rotated  the  signal  varied  from  maximum  in  one 
angular  position  to  zero  in  a  position  180^  from  the.first  position; 
whereas  the  angular  positions  corresponding  to  maximum  signal 
and  to  zero  signal  would  be  90^  apart  in' the  case  of  a  coll  aerial 
independent  of  any  antenna  action.  Apparently  the  action  of  the 
condenser  aerial  reinforced  that  of  the  coil  in  one  position  and  neu- 
tralized it  in  the  opposite  position.  When  the  connections  to  the 
coil  were  interchanged,  the  effect  shifted  180^.  Reversing  the  con- 
nections of  the  coil  rcverses  the  emf  in  the  coil,  E,  in  Pig.  6,  just 
as  a  reversal  of  the  direction  of  the  wave  would  do,  whereas  the 
direction  of  the  emf  in  the  antenna  or  condenser  aerial  is  un- 
changed. The  reason  why  the  condenser  emf  can  neutralize 
the  coil  emf  is  probably  that  the  capacity  of  the  coil  introduces 
different  values  of  reactance  to  the  two  emf  a.  Thus  when  the 
circuit  is  tuned  for  one  of  these  emf  s  the  currents  due  to  the 
two  differ  90^  in  phase.  This  phase  angle  may  be  shifted  180^ 
by  a  very  slight  variation  of  the  reactance  of  the  circuit.  Be- 
cause of  this,  sjrstems  for  determining  the  absolute  direction  of 
radio  waves  require  very  delicate  adjustment. 

The  ordinary  laboratory  type  of  condenser  used  in  radio  cir- 
cuits does  not  function  as  a  condenser  aerial.  This  is  because 
the  interleaving  of  the  plates  results  in  the  current  in  each  portion 
of  the  dielectric  being  balanced  by  the  current  in  a  neighboring 
portion.  This  is  discussed  further  below  in  Section  VI,  3,  and 
illustrated  in  Pig.  17. 
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V.  TRANSMISSION  FORMULAS 
1.  STATEMENT  OF  FORMULAS 

The  current  received  in  any  aerial  may  be  calculated  in  terms 
of  the  current  in  any  transmitting  aerial,  either  antenna  or  coil, 
by  the  following  foiu:  formulas.  They  are  derived  by  combining 
equations  (8),  (10),  (19),  and  (23).  The  symbols  ate  as  previ- 
ously given,  also  stated  in  the  Appendix  below. 

Antenna  to  antenna: 


/r- 


188.      hnhrls 
R\d 


Antenna  to  coil: 


Coil  to  antenna: 


Coil  to  coil: 


.      1 184.     JhMrNJ. 


.     1 184.    hJiJhNJ. 
^'*  R\H 


.      7450.     hJMrNJVrTB 


(40) 


(41) 


(42) 


(43) 


The  formula  (40)  has  existed  heretofore  in  various  forms.  The 
formulas  here  given  generalize  the  antenna-to-antenna  formula,  so 
that  calculations  can  be  made  for  any  kinds  of  aerials. 

The  lengths  in  these  formulas  may  be  in  any  units,  provided 
the  same  unit  is  used  for  all  the  lengths.  The  meter  is  usually 
the  most  convenient  unit.  If  the  heights  and  wave  length  are  in 
meters  and  the  distance  d  in  miles,  the  f otu:  constants  in  the  four 
formulas  become,  respectively,  0.117,  0.736,  0.736,  and  4.63. 

To  calculate  the  distance  at  which  a  given  current  will  be 
received,  as  when  a  particular  receiving  arrangement  is  specified, 
the  formulas  may  be  stated  explicitly  for  d.  It  and  d  are  inter- 
changed in  each  formula.  For  example,  the  formula  for  antenna- 
to-coil  (41)  becomes 


R\Ur 


(44) 
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All  of  these  transmissioii  formulas  are  for  daytime  trans- 
mis^on.  Greater  values  are  obtained  at  night,  probably  because 
the  waves  are  reinforced  by  reflection  from  ionized  layers  of  the 
upper  atmosphere,  which  axe  broken  up  by  sunlight  in  the  day- 
time. The  formulas  are  all  subject  to  correction  factors  for  dis- 
tance and  for  decrement.  If  the  distance  is  very  great  (in 
ordinary  cases,  over  100  kilometers),  the  right-hand  side  of  the 
formula  should  be  multiplied  by  the  correction  factw  F^.  The 
value  given  below  for  F^  is  for  transmission  over  sea  water.  Its 
value  for  transmission  over  land  would  be  greater.  If  damped 
waves  are  used,  the  correction  factor  F,  should  be  similaiiy 
applied.  Puthermore,  if  the  plane  of  the  receiving  coil  is  not 
parallel  to  the  direction  of  propagation  of  the  wave,  the  correc- 
tion factor  F,  must  be  similarly  applied  to  formulas  (41)  and 
(43)  and  related  formulas,  such  as  (44).  In  formulas  (42)  and 
(43)  the  direction  of  the  wave  is  taken  to  be  that  of  the  plane  of 
the  transmitting  coil.    The  three  correction  factors  are: 

Fi-e-*-*"*';^  (9) 


'--yh^ 


(20) 


Fg«cosa  (24) 

All  of  the  correction  factors  make  the  resultant  numerical  values 
smaller. 

2.  DISCUSSIOlf  OF  TRANSMISSIOlf  FOUIULAS 

The  power  in  which  the  wave  length  appears  in  the  denominator 
is  different  in  the  several  formulas.  Thus  when  a  coil  aerial  is  used 
for  both  transmitter  and  receiver  the  received  current  is  inversely 
proportional  to  the  cube  of  the  wave  length.  Thus  transmissicm 
between  coils  is  better  the  shorter  the  wave  length.  This  advan- 
tage of  coils  at  short  wave  lengths  applies  only  for  short-distance 
transmission.  When  the  distance  is  hundreds  or  thousands  of 
kilometers,  the  increased  absorption  of  the  waves  makes  the  cor- 
rection factor  Fi  so  great  that  short  waves  are  impractical.  So 
for  long  distances  the  comparison  favors  the  antenna  rather  than 
the  coil.  The  coil  compares  most  favorably  with  the  antenna, 
then,  for  transmission  over  short  distances  with  very  short  waves. 
This  is*  subject  to  the  proviso  that  current  of  the  same  order  of 
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magnitude  can  be  put  into  a  transmitting  coil  aerial  as  into 
an  antenna,  or  that  the  resistance  of  a  receiving  coil  is  the  same 
as  that  of  a  receiving  antenna.  Neither  of  these  assiunptions  is 
wholly  fulfilled,  in  practice,  with  the  result  that  the  difference 
of  applicability  of  the  two  kinds  of  aerials  at  long  and  short  wave 
lengths  is  less  marked.  (For  additional  comparisons  of  antennas 
and  coils  and  further  discussion,  see  Section  IV  above.) 

Limitations  of  Formulas. — ^The  formulas  can  not  be  expected 
to  give  results  of  great  accuracy,  certainly  not  better  than  a  few 
per  cent,  because  of  the  ideal  conditions  assumed  in  their  deriva- 
tion. Thus  it  is  assumed  that  no  image  of  the  aerial  exists  in 
the  ground  beneath  it;  that  is,  the  ground  is  not  perfect  as  a  con- 
ductor. As  a  matter  of  fact,  the  groimd  varies  greatly  in  con- 
ductivity, and  while  in  most  cases  the  currents  induced  in  the 
ground  below  a  transmitting  or  receiving  aerial  probably  have 
very  little  effect,  these  currents  may  be  appreciable  in  some  cases. 
This  is  discussed  further  below  tmder  **  Height  of  Aerial." 

On  ^account  of  the  uncertainty  introduced  by  the  ground,  the 
formulas  may  apply  better  to  airplane  aerials  than  to  those  on 
ships  or  on  land.  It  is  well  known,  however,  that  radio  signals  are 
fainter  on  an  airplane  than  on  the  ground.  It  is  not  Imown  to 
what  extent  this  is  due  to  (i)  the  diminution  of  intensity  vertically 
of  waves  sliding  along  the  grotmd,  (2)  electrical  disturbances  from 
the  ignition  S3^tem  of  the  engine,  and  (3)  the  unavoidable  noises 
on  an  airplane. 

In  transmission  over  great  distances,  particularly  at  night,  radio 
waves  are  reinforced  by  reflection  from  the  upper  cotiducting  strata 
of  the  atmosphere.  This  tends  to  increase  the  current  in  a  receiving 
aerial.  The  theory  of  this  effect  is  treated  in  an  article  by  G.  N. 
Watson  (Proc.  Royal  Soc.,  vol.  95,  p.  546;  1919). 

There  are  other  sources  of  uncertainty  in  the  application  of 
these  formulas.  An  antenna  does  not  form  a  flat-plate  condenser 
with  the  ground  of  such  form  that  the  curving  of  the  field  at  the 
edges  can  be  neglected.  The  simple  method  of  calculating  the 
radiated  field  is  thus  in  doubt.  Similarly,  in  the  case  of  a  radiat- 
ing coil,  the  field  from  the  top  and  bottom  of  the  coil  may  have 
some  effect  at  a  distance,  which  has  not  here  been  taken  into 
account.  It  is  not  certam  with  how  great  propriety  the  earth's 
surface  can  be  taken  to  be  equivalent  to  the  equatorial  plane  of 
the  radiating  aerial.  Frequently  radio  waves  have  a  wave  front 
that  is  tilted  and  not  perpendicular  to  the  earth's  surface,  as 
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assumed  in  the  calculation  of  received  current.  Purthermofe, 
the  formulas  assumed  uniform  current  throughout  the  aerial, 
which  sometimes  does  not  hold,  because  the  antfuna  may  have 
a  vertical  portion  of  appreciable  capacity  or  the  coil  may  have 
rather  large  distributed  capacity.  Calculations  involving  coil 
aerials  are  subject  to  the  additional  imcertainty  arising  from  the 
capacity  of  the  coil  to  ground  or  the  surroundings  so  tiiat  it  acts 
like  an  antenna  as  well  as  a  coil.  This  is  discussed  under  "An- 
tenna Effect"  in  Section  VI,  3.  Another  difficulty  discussed  in 
the  same  section  is  the  effects  of  surrounding  objects. 

\!l^th  these  departures  in  the  action  of  the  aerials  and  the 
behavior  of  the  waves  from  the  conditions  assumed,  it  is  impossi- 
ble to  calculate  received  currents  with  great  accuracy.  It  is 
almost  surprising  that  the  experimental  results  check  the  for- 
mulas as  closely  as  shown  in  Section  VI,  2,  below. 

Height  of  Aerial. — ^The  value  used  for  A  is  the  length  of  the 
vertical  side  of  a  coil  aerial,  the  distance  from  the  surface  of  the 
ground  to  the  flat  top  of  an  antenna,  or  the  vertical  distance 
between  the  two  flat  plates  of  a  condenser  aerial.  In  previous 
discussions  it  has  been  assumed  that  the  ground  beneath  an 
antenna  was  a  perfect  conductor  and  thus  the  height  of  the  radia- 
tor was  twice  the  value  of  the  h  defined  here.  Eiqieriment, 
however,  corroborates  the  view  here  taken,  which  assumes  that 
the  radiating  structure  is  independent  of  the  earth,  the  waves 
becoming  attached  to  the  earth  soon  after  leaving  the  antenna. 
In  the  present  state  of  our  knowledge  the  most  satisfactory  con- 
ception is  that  the  radiating  structure  is  the  actual  structure 
above  the  ground  level.  (Questions  of  the  conductivity  of  the 
ground,  presence  of  earth  currents,  etc,  near  the  radiating  aerial, 
are  expressly  not  considered.) 

Austin's  empirical  formula'  for  antenna-to-antenna  trans- 
mission is  equation  (40)  with  a  constant  twice  as  great,  and 
quantities  h^  and  h^  used  instead  of  hu  and  fh.  These  quantities 
fcj  and  *,  are  the  **  height  to  the  center  of  capacity  "  of  the  trans- 
mitting and  receiving  antenna^  respectively.  This  height  is  not 
defined,  but  its  value  for  any  particular  antenna  is  the  value  that 
is  required  to  make  experimental  results  fit  the  formula.  Now,  as 
has  been  stated,  such  experiments  as  have  been  performed  agree 
in  general  with  formula  (40).  For  instance,  see  the  first  two 
examples  in  Section  VI,  2,  below.     It  mtist  follow,  since  the 

'Scientific  Paper  of  the  Btucea  of  Steodarda,  No.  astf^  cquatkn  (5). 
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constant  in  Austin's  formula  is  twice  as  great  as  the  constant  in 
(40),  that 

hi  Aj  — — fes  ht 

This  may  be  satisfied  by  various  values  of  h^  and  fc,.  One  set  of 
values  would  be 

Ai=o.5  A, 

A,  —  1 .0  Ar 
Another  would  be 

Ai  =0.707  A. 
A,  =0.707  Ar 

Austin's  values  for  the  height  of  various  antennas,  thus  deduced 
in  such  a  way  as  to  make  them  fit  the  experimental  values  ob- 
served, do  in  fact  vary  from  one-half  to  .full  value  of  the  actual 
antenna  heights,  and  average  around  0.7  the  actual  heights. 
It  is  much  simpler  and  more  direct  to  use  the  formula  and  the 
interpretation  presented  in  this  paper,  bearing  in  mind  that  it  is 
subject  to  the  imcertainties  introduced  by  the  varjring  character 
of  the  ground. 

The  idea  that  the  groimd  is  not  a  good  enough  conductor  to 
form  an  image  of  a  transmitting  aerial,  and  that  the  waves  be- 
come attached  to  the  ground  after  leaving  the  aerial,  is  in  harmony 
with  the  ideas  of  Lodge  and  Muirhead,  sdready  referred  to.  They 
found  that  they  got  better  transmission  by  using  what  amounted 
to  a  condenser  aerial,  elevated  from  ground,  with  no  ground  con- 
nection. This  conception  conflicts  with  the  commonly  accepted 
view  that  Marconi's  achievement  was  the  connection  of  a  radiat- 
ing system  to  the  ground.  What  then  was  Marconi's  achieve- 
ment? The  best  answer  to  this  may  be  one  stated  to  the  author 
by  Prof.  A.  E.  Kennelly,  viz,  the  use  of  a  large  radiating  system, 
arranged  vertically. 

VL  EXPERIMENTAL  VERIFICATION  OF  FORMULAS 

I.  FRINCIFLBS  OP  MBASURSMBIIT  OP  RBCEIVED  CURRENT  AUDVOLTAOB, 
WITH  APPUCATIONS  TO  DBSIGH 

The  formulas  presented  in  this  paper  not  only  make  it  possible 
to  calculate  approximately  the  field  intensity  produced  or  current 
received  with  given  aerials,  but  also  give  the  basis  for  determining 
what  constants  to  select  for  the  circuit  of  a  partictilar  aerial  to 
secure  the  maximum  effect.    In  other  words,  these  formulas  fur- 
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nish  the  principles  of  design  of  aerial  circuits.  There  are  a  great 
many  points  not  obvious  from  mere  inspection  of  the  formulas, 
which  are  of  importance  equally  in  design  and  in  the  measurement 
of  received  signals.  These  will  now  be  considered.  While  this 
discussion  is  limited  to  what  takes  place  in  receiving  aerials,  the 
same  principles  and  treatment  can  readily  be  appUed  to  trans- 
mitting aerials. 

The  received  current  or  voltage  can  be  measured  in  a  number 
of  different  ways.  It  is  important  to  know  just  what  quantity  is 
being  considered  or  meastned.  Suppose  an  indicating  instrument 
G,  which  may  be  a  galvanometer  or  a  telephone  receiver,  is  con- 
nected to  a  rectifying  device  D  in  parallel  with  the  condenser  of 
the  receiving  circuit,  as  in  Fig.  7,  where  either  L  is  a  coil  aerial. 


I 


I 


D 


FlQ.  7. — Aerial  circuit  with  detecting  apparatus  across  the  condenser 

or  else  C  is  an  antenna  or  condenser  aerial.  Does  the  indication 
of  the  instrument  measure  directly  (a)  the  emf  which  the  wave 
causes  to  act  on  the  circuit  CL,  (b)  the  current  in  the  circuit,  or 
(c)  the  voltage  across  the  condenser?  The  answer  is.  of  course, 
none  of  these  things.  The  system  can,  however,  conveniently  be 
calibrated  in  terms  of  the  voltage  across  the  condenser.  This 
voltage  V  is  related  to  the  received  current  It  by  the  relation 


and  since  /,  is  related  to  the  emf  acting  by 


(45) 


(46) 


the  relation  of  K  to  £  is 


K- 


Ri^ 


(47) 
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When  a  detecting  apparatus  like  that  of  Fig.  7  is  used,  in  which 
the  deflections  or  signals  depend  directly  on  the  voltage  across  the 
condenser,  the  results  obtained  with  various  receiving  circuits  will 
be  entirely  di£ferent  from  those  obtained  when  the  cturent  in  the 
circuit  is  directly  measured,  as  in  Fig.  8.  Equations  (46)  and  (47) 
show  at  once  that  the  effects  of  varying  the  ccmstants  of  the 
receiving  circuit  will  be  different,  depending  on  whether  it  is  E, 
Itf  or  V  that  is  being  measured.  These  three  quantities  for  a 
receiving  antenna  are,  from  equations  (17),  (46),  and  (47),  for  unit 
magnetic  field  intensity. 


Fio.  8. — Aerial  circuit  wiik  current-measuring  instrument  in  circuit 
E^^  300.hr 


(48) 
(49) 

(50) 


The  quantity  A,  may  be  called  the  "emf  reception  factor"  for 
an  antenna;  the  emf  in  the  receiving  circuit  is  proportional  to  it. 

Similarly  -^  may  be  called  the  " current  reception  factor"  since  it 

determines  the  received  current.    And  -w-t^  or  the  equivalent  -pz- 

may  be  called  the  "voltage  reception  factor"  of  an  antenna  since 
it  determines  the  voltage  across  the  antenna. 

The  most  favorable  or  optimum  value  of  any  of  the  variables 
that  determine  the  antenna  emf,  current,  or  voltage,  can  be 
determined  either  by  direct  experimental  measurement  of  their 
values  when  actually  receiving  or  by  calculation  from  the  reception 
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factors.  It  is  desired  to  learn  simply  what  will  produce  the  maxi- 
mum £a,  /a^  or  Va.  Por  example,  it  is  obvi6ias  that  £«  increases 
indefinitely  as  Ih  increases,  but  more  careful  consideration  is 
required  to  detCTmtne  what  will  be  the  effect  on  the  received 
current  of  increasing  hr.  The  reception  factors  furnish  analter- 
native  to  direct  reception  measurements,  requiring  instead  meas- 
urements upon  the  constants  of  the  aerial  circuit. 

Coil  Aerial  Reception  Factors. — ^The  emf  appUed  by  the  passing 
wave  to  a  coil  aerial,  the  current  in  the  circuit,  and  the  voltage 
across  the  condenser  are,  from  equations  (26),  (46),  and  (47),  for 
unit  magnetic  field  intensity, 

£.6oo.._.__  (5,) 

^    ^        a^N    .1     a^N  ,    . 

V.36.x»io^^-^5^-j^^  (53) 

These  equations  assume  the  coil  to  be  square,  having  both 
height  and  length  -  a.  For  a  coil  that  is  not  square,  the  formulas 
apply,  replacing  a  by  VW^  Two  values  are  given  for  each  recep- 
tion factor;  the  &:st  of  the  two  is  the  more  useful,  since  it  is  more 
common  to  consider  the  dependence  of  the  reception  on  X  than 
onC. 

a^N 
Emf  reception  factor  =  -y  (51) 

Current  reception  factor  •=  -^  (52) 

Voltage  reception  factor  =  ^^  (53) 

Design  of  Receiving  Coil  Aerials, — The  response  produced  in  a 
coil  aerial  circuit  may  be  measured  in  a  great  variety  of  ways. 
In  the  first  place,  it  may  be  considered  either  from  the  viewpoint 
of  the  emf  acting,  the  current,  or  the  voltage  across  the  condenser. 
The  first  of  these,  the  emf  E,  may  be  determined  for  any  partictdar 
case  from  the  emf  reception  factor  (51) .  The  current  /  or  voltage 
V  may  each  be  determined  in  fom:  different  ways:  (i)  by  direct 
meastu-ement  with  a  suitable  instrument,  (2)  by  measurement  of 
the  quantities  which  make  up  the  appropriate  reception  factor, 
(3)  by  measurement  of  signal  strength  in  some  such  device  as 
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sketched  in  Fig.  7,  which  has  been  calibrated  in  /  or  V,  (4)  from  a  . 
"signal  intensity  reception  factor/'  which  can  be  calculated  for 
any  signal-measuring  device  when  the  law  connecting  the  signal 
intensity  with  either  /  or  V  is  known. 

The  design  of  a  receiving  coil  requires  kaiowledge  of  the  depen- 
dence of  the  ciurent  or  voltage  upon  the  dimensions,  etc.,  of  the 
coil.  Measurements  made  in  all  of  the  ways  just  enumerated 
give  results  in  agreement  with  one  another,  provided  due  care 
is  given  to  the  avoidance  of  errors.  The  som-ces  of  error  are 
numerous,  as  discussed  in  Section  3  below. 

While  direct  measurement  of  the  received  current  or  voltage 
can  be  replaced  by  calculation  from  the  reception  factors,  the 
fact  remains  that  the  design  of  an  aerial  requires  experiments. 
This  is  because  the  quantity  R  in  the  reception  factors  can  not 
be  obtained  by  calculation.  It  must  be  obtained  by  measurement 
for  the  particular  coil  and  mode  of  connections  employed. 

Measurements  upon  receiving  aerials  to  determine  their  con- 
stants and  the  best  design  for  given  conditions  constitute  a  most 
interesting  study.  In  later  publications  from  this  laboratory 
the  results  of  experiments  will  be  published  giving  such  data  for 
typical  coil  aerials. 

The  capacity  C  in  the  formulas  is  the  total  capacity  of  the  cir- 
cuit, including  the  capacity  of  the  coil,  L  is  the  piu-e  inductance 
of  the  coil,  and  R  is  the  actual  resistance  of  the  circuit.  R  in- 
cludes the  resistance  of  the  conductors,  effective  resistance  of 
the  condenser  and  of  the  coil  capacity,  effective  resistance  of  the 
detecting  apparatus,  and  radiation  resistance.  All  of  these  vary 
with  frequency,  and  thus  measurements  of  R  at  the  frequency 
concerned  is  necessary.  On  accotmt  of  the  complexity  of  the 
quantities  entering  into  the  total  R,  its  measurement  is  no  easy 
matter.  The  capacity  of  the  coil  and  other  stray  capacities  may 
easily  vitiate  the  measiu-ement  of  R,  C,  or  L.  The  effect  of  the 
detecting  apparatus  always  requires  most  careful  consideration. 
Even  if  Z?  in  Fig.  7  is  an  electron  tube,  it  is  necessary  to  consider 
the  resistance  which  it  introduces  into  the  aerial  circuit. 

Dependence  of  Received  Current  and  Voltage  on  Dimensions  of 
Coil  and  Wave  Length. — ^Let  l?o=  resistance  of  coil  and  /?,= 
resistance  external  to  coil; 


I  «  Current  reception  factor* 


a^N 


{R.+Ro)\ 


(54) 
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The  variation  of  received  current  with  number  of  turns,  wave 
length,  and  size  of  coil  is  readily  found  by  considering  the  variation 
of  the  quantities  in  (54).  In  the  foUowioig  discussions  the  spac- 
ing between  turns  of  wire,  which  affects  resistance  and  induc- 
tance, is  assumed  constant 

(a)  Varying  N,  with  X  and  a  constant.    When  R^  is  large  com- 
pared to  Re,  we  see  from  (54) 

I  oc  N 

When  Re  is  large  compared  to  J?,,  since  Rp  «  N,  roughly, 

/  a  constant 


PlO.  9. — Depend^ncg  of  recnv^d  cwr^mi  on  mimhtr  of  turtu 


However  R^  increases  somewhat  faster  than  proportional  to  N 
as  N  is  increased,  because  of  the  proximity  of  the  added  turns, 
and  hence  /  decreases  somewhat  as  N  increases  instead  of  being 
strictly  constant. 

Rx  is  likely  to  be  large  compared  with  R^  when  N  is  very  small, 
and  hence  for  small  N,  the  variation  of  /  with  N  will  be  a  straight 
line,  as  shown  in  Fig.  9.  As  iV  increases,  Ro  becomes  laige  com- 
pared to  /?x  and  the  tendency  of  /  to  increase  with  N  is  reversed. 
As  a  result  the  curve  of  /  has  a  maximum.  The  value  of  N  at 
this  point  may  be  called  the  "optimum  number  of  tiuns."  Its 
value  will  be  greater  the  greater  the  external  resistance. 
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(6)  Vaiying  X  with  N  and  a  constant.     When  Rx  is  large  com- 
pared to  Ro  and  does  not  vary  appreciably  with  wave  length 

This  variation  is  shown  in  Fig.  lo.    When  Ro  is  large  compared 
to  /?„  however,  since  Ro  «  -^,  roughly, 


Fio.  lo. — Dependence  of  received  current  on  wofoe  length  when  external  resistance  is  large 

However  the  efiTect  of  the  adjacent  turns  increases  Ro  faster  than 
stated,  as  X  is  diminished,  and  hence  /  tends  to  approach  a  con- 
stant value  for  short  wave  lengths,  as  shown  in  Fig.  ii.  These 
conclusions  may,  however,  be  vitiated  by  the  variation  of  R^ 
withX. 

(c)  Varying  a,  with  N  and  X  constant.     When  /?,  is  large 
compared  to  Ro, 

loco? 

This  is  shown  in  Fig,  12.  When  Ro  \s  large  compared  to  R^, 
since  Ro^^a^ 

I  oca, 
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Ffeo.  XX. — tUptnimcMof  recmtd  current  on  wave  lenglh  when  coil  retiskmco  is  hrgi 


Pio.  xa . — Dependence  of  received  current  on  siu  of  coil  when  external  resistance  is  large 
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Fig.  13. — Dependence  of  received  current  on  size  of  coil  vih/en  coil  resistance  is  large 

giving  the  straight  line  in  Fig.  13.  From  these  two  extreme 
cases  it  follows  that  an  actual  curve  is  likely  to  have  a  form 
that  is  a  combination  of  these  two,  as  shown  in  Fig.  14. 


Fso.  14. — Dependence  of  received  current  on  siu  of  coil  in  typical  case 
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(d)  Varying  a,  with  X  constant,  allowing  N  to  vary  in  such  a 

way  that  length  of  wire  is  constant.    The  condition  is  that  iV«  — 

When  J?x  is  large  compared  to  /?o, 

/oc  a. 

The  curve  of  /  is  thus  a  straight  line.  When  J?<,  is  large  com- 
pared to  /?x,  the  same  conclusion  holds,  but  only  roughly.  R^ 
increases  slightly  as  a  is  decreased  because  of  the  proximity  of 
the  added  turns,  hence  /  increases  a  little  faster  than  propor- 
tional to  a.    This  is  shown  in  Fig.  15. 


Flo.  i$.-^D§pmd«ncB  of  received  current  on  site  of  coil  wftm  len^  ef  mre  is  kept  amsiant 

The  voltage  reception  factor  differs  from  the  current  reception 
factor  by  t-- 

Thus, 

a*  N  L 
Voc  Voltage  reception  factor- .^^^^v  ^^  (55) 

It  is  thus  a  more  complex  problem  to  determine  the  variation  of 
voltage  with  N,  X,  and  a,  because  the  variation  of  L  must  be 
considered  in  addition.  This  may  be  done  in  each  case,  just  as 
was  done  above  for  current,  taldng  into  account  the  rektions: 
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LocN^' 
Loca'-^ 

Rcoz  ^ 


where  the  +  or  —  sign  after  the  exponent  indicates  that  the 
actual  power  is  slightly  greater  or  less  than  that  given. 

The  relations  obtained  for  voltage  are  similar  to  those  obtained 
for  current.  There  are  some  characteristic  differences,  as,  e.  g., 
with  varying  N  the  optimum  number  of  turns  comes  out  greater 
than  for  received  current.  Thus,  when  the  detecting  apparatus 
depends  essentially  on  the  current,  the  size  of  the  coil  should  be 
as  large  as  possible,  whereas  when  it  depends  essentially  on  the 
voltage  across  the  condenser  the  ntunber  of  ttuns  should  be  as 
large  as  possible. 

On  the  whole,  the  received  current  or  voltage  or  signal  inten- 
sity is  increased  by  increasing  the  dimensions  {N  and  a)  and  by 
decreasing  the  wave  length.  These  concltisions  are  subject  to 
the  limitation,  discovered  by  French  experimenters,  and  quali- 
tatively obvious  from  the  known  increase  of  R  near  the  natural 
wave  length  Xo  of  a  circuit,  that  poor  results  are  obtained  if 
Xo>>^X.  Thus,  the  dimensions  of  the  coil  can  not  be  increased, 
or  the  wave  length  decreased,  indefinitely.  Beyond  the  Umit 
mentioned,  in  fact,  better  results  are  obtained  by  decreasing  the 
dimensions  of  the  coil. 

It  is  an  interesting  fact  that  these  discussions  apply  not  only 
to  the  design  of  a  coil  aerial  for  receiving  signals,  but  that  they 
also  solve  the  problem  of  design  of  wave  meters.  The  choice  of 
constants  of  a  wave-meter  coil  for  any  particular  case  is  settied 
by  the  formulas  and  ideas  here  presented.  The  considerations 
given  for  received  current  and  voltage  apply,  respectively,  to  the 
design  of  wave  meters  for  measurements  upon  tmdamped  or 
damped  waves;  that  is,  to  the  securing  of  minimum  resistance 
and  minimum  decrement,  respectively. 

2.  EXAMPLES  OF  MEASURSMEHTS 

Measurements  having  as  their  object  the  verification  of  the 
transmission  formulas  were  discussed  in  the  preceding  section. 
Any  experiments  which  verify  the  transmission  formulas  may 
also  be  considered  as  checking  the  "theoretical  formulas"  and 
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"comparison  fonnulas."  In  fact  experimental  tests  of  the  trans- 
mission f ormtdas  are  the  most  rigorous  test  of  the  theory  pre- 
sented in  this  paper.  All  of  the  limitations  and  errors  discussed 
in  Section  V,  2,  affect  the  transmission  formulas,  while  only  a 
portion  of  them  affect  the  theoretical  and  comparison  formulas. 

The  complicated  practical  conditions  of  any  experiment,  the 
tilting  of  the  wave  front,  the  combination  of  antenna  and  coil 
effects,  discussed  in  the  next  section  below,  and  other  uncertain- 
ties, make  close  agreement  between  theory  and  experiment 
unlikely.  Agreement  to  30  per  cent  should  be  considered  as 
highly  satisfactory  verification  of  the  essential  correctness  of  the 
theory.  On  account  of  its  field  being  more  definitely  localized, 
experiments  with  a  coil  aerial  may  be  expected  to  yield  greater 
accuracy  than  experiments  with  an  antenna.  The  same  advantage 
appertains  to  a  condenser  aerial.  No  quantitative  data  have 
been  obtained  with  condenser  aerials,  to  the  author's  knowledge; 
such  experiments  would  be  very  desirable. 

Experimental  data  obtained  at  the  Bureau  of  Standards  on 
radio  transmission  and  reception  are  presented  below.  The 
agreement  between  the  received  current  observed  and  the  values 
calculated  from  the  transmission  formulas  can  be  considered  as 
very  satisfactory.  The  author  is  informed  that  experiments  made 
by  the  Signal  Corps  have  led  to  a  similar  verification.  In  some 
of  the  Signal  Corps  experiments  it  was  thought  at  one  time  that 
wide  departures  from  the  transmission  formulas  for  coil  aerials 
were  observed,  the  received  current  for  very  short  waves  being 
much  less  than  the  transmission  formulas  indicated.  When, 
however,  the  actual  values  of  the  resistance  at  the  wave  lengths 
used  were  determined,  the  agreement  was  very  good.  Particular 
care  must  be  given  to  proper  measurement  of  the  resistance  of 
the  receiving  aerial  drcuit. 

Antenna  to  Antenna. — ^Experiments  which  supply  a  check  on 
formula  (40)  have  been  published  by  Dr.  Austin,  chief  of  the 
Naval  Radio  telegraphic  laboratory  located  at  the  Bureau  of 
Standards. 

For  transmission  between  two  antennas  located  on  ships 
(Jom*.  Wash.  Acad.  Sciences,  voL  i,  p.  275;  1911),  Afc  =  29.2, 
Ax"* 29.2,  /.-=3o.,  /?«25.,  X=iooo.,  d-iooo.  The  lengths  given 
in  all  these  examples  are  in  meters.    Calculating  from  (40), 

/r  calculated -^0.19 
/,  observed   —0.21 
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For  the  Washington  Navy  Yard  antenna  transmitting  to  an 
antenna  at  the  Bureau  of  Standards  (Bull.  Bureau  of  Standards, 
vol.  II,  p.  74;  1914),  *B-36.,  Ar-a^M  /.-y-o,  -R-70.,  X-2800., 
d=ioooo.    Cakulating  from  (40)  and  (20) 

It  calculated  —0.53  X  icr* 
/r  observed   —0.55— io"« 

As  already  pointed  out,  the  agreement  of  observed  values  with 
the  transmission  formulas  indicates  that  it  is  proper  to  take  as 
the  antenna  height  the  actual  height  from  the  ground  to  the  flat 
top. 

Antenna  to  Coil. — ^A  number  of  experiments  to  check  the 
mtenna-to-coil  transmission  formulas  have  been  made  at  the 
Biu-eau  of  Standards  radio  laboratory  since  early  in  191 7.  The 
Srst  ones  did  not  involve  quantitative  measurements,  but  served 
to  give  a  rough  check  on  the  formulas.  The  cakulated  value  of 
nirrent  was  compared  with  the  current  as  estimated  from  the 
loudness  of  signal  in  a  telephone  receiver  connected  to  various 
types  of  detecting  devices.  These  signals  were  interpreted  on 
the  assumption  that  a  fairly  audible  response  is  given  by  the 
currents  indicated  with  the  several  types  of  detector. 

lo"*  to  lo"*  ampere,  crystal  detector, 
ic^  to  lo"^  ampere,  simple  audion. 
io~*  ampere,  oscillating  audion. 

For  the  Arlington  antenna  received  on  a  coil  aerial  at  the 
Bureau  of  Standards,  A.  =  122.,  Ar=4.,  /r'=4.,  iVr«22.,  /,«io2., 
f?=25.,  X=38oo.,  d  =  78oo.  The  received  cturent  calctdated 
Tom  (41)  is  0.0018  ampere.  The  observed  signal  using  crystal 
ietector  and  telephone,  was  very  loud,  thus  checking  in  a  quali- 
tative way  the  result  calculated. 

Two  similar  qualitative  experiments  were  made,  transmitting 
irom  an  antenna  at  the  Bureau  of  Standards  and  receiving  on  a 
portable  coil  aerial.  In  one  experiment,  A»=36.,  Ar="fc«=i.o7, 
Vr  =  ii., /,«o.5, /?«2.,  X=850.,  d  =  i6ooo.,  whence  calculated 
Fr^iLXio-*.  Intheother,A,'=i2.,fe=/r=»i.o7,Arr«ii.,/,=o.25, 
!?=»2,  X«6oo.,d  =  ii  000,  whence  calculated  /r=»5.7Xio-*.  la 
30th  cases  the  observed  signal  was  loud  with  a  simple  audion, 
igain  giving  a  qualitative  check  on  the  formula,. 


Digitized  by 


Google 


480  Scientific  Papers  of  the  Bureau  of  Standards  ivd.  ^ 

A  number  of  experiments  have  been  made  by  Dr.  Austin  dining 
1918  and  1919,  who  has  kindly  placed  the  results  at  my  disposal 
A  couple  of  typical  ones  will  be  given.  For  the  Arlington  antfama 
transmitting  toacoil  aerial  at  the  Bureau  of  Standards,  ^»i22., 
Ar^i-82,  lt^i.2g,  Nr'^sS,,  /,  — loo.,  J?«5o.,  X— 6000,  d— 7800. 

/r  calculated  «i,4Xio'^ 
It  observed     —  2.1  x  lo"* 

For  the  same  antenna  transmitting  to  a  large  coil  suspended  from 
masts  outdoors,  A.  — 122.,  ^,""21.6,  1^^24.4,  iVr«7.,  Z.^ioo., 
/2-50.,  X-ioooo,  d-7800,  a-42^    From  (41)  and  (24), 

It  calculated  -=«  i.o  X  lo"* 
/r  observed    —i.2«io'* 

A  large  number  of  transmission  experiments  from  antennas  to 
coils  have  been  made  by  the  radio  laboratory  of  this  Bureau  in  the 
early  part  of  1919.  In  a  typical  case,  wherel^"2i.,Ar»/r  =  i.44» 
iVr-8.,/,-3.,  2? - 7.7, X" 700.,  d»48oo.,  8'— o.i,  L— 541.,  nudo- 
henries.    From  (41)  and  (20), 

/r  calculated  —  24,  x  lo"* 
It  observed   « 28.  X  lo"* 

The  fact  that  the  observed  cmrent  is  lai^er  than  the  calculated, 
in  these  and  other  cases,  is  probably  due  to  the  antenna  effect, 
discussed  in  the  next  section.  The  coil  structure  has  capacity, 
which  makes  it  receive  the  wave  by  antenna  action  in  addition 
to  the  coil  action,  thus  increasing  the  current  actually  received. 

Coil  to  Antenna. — In  an  experiment  made  by  Dr.  Austin,  with 
a  large  coil  at  the  Bureau  of  Standards  transmitting  to  the  Arling- 
ton antenna,   A,»21.6,  /.»24.4,    Ar  —  I22.,    N.  =7., /,  =  !., /?  =  50., 

X  =»  2800. ,  d  =  7800,  a «-  42  °.     From  formula  (42) , 

/r  calculated  - 1 .3  x  lo"* 
/r  observed   —  1.5X10"* 

Coil  to  CoU, — ^The  only  data  available  to  the  author  on  the  use 
of  the  coil  aerial  for  both  transmitting  and  receiving  are  from' 
experiments  nmde  in  1917  by  Messrs.  Kolster,  WiUoughby,  and 
Lowell,  and  these  are  only  qualitative.  For  transmission  from  a 
coil  at  the  Btu-eau  of  Standards  to  a  portable  coil  40.  km  away, 
*8=*/.=»3*  fe=^  =  i.,  A^.=4f  Nr-^i5',  /.-lo.,  /?  =  !.,  X-600., 
(i=»4o  Qoo.  The  received  current  calculated  from  formula  (43)  is 
4.6  X  io~^.    The  observed  signal  was  loud  with  a  simple  audion. 
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For  transmission  from  a  coil  located  at  a  lighthouse  to  a  coil 
onaship  48.  km,  away,  A.=/li-3.05,  Ar-/r-i-22,  iV,-3,  JVr«=io, 
/,  =  io,  /?  =  2,  X  — 550,  (2»48  000.  The  calculated  Iris  i.6xio~*. 
The  observed  signal  was  audible  on  a  simple  audion.  Comparing 
with  the  current  sensibility  of  an  audion  stated  above,  it  is  seen 
that  both  of  these  results  furnish  a  rough  check  on  the  formula. 

3.  DISCUSSION  OF  EXPBRIMBNTS 

The  agreement  of  the  experiments  with  the  theory  is  highly 
satisfactory  in  view  of  the  simple  conditions  assumed  in  the  theory. 
The  complex  practical  conditions  preclude  the  likelihood  of 
agreement  within  a  few  per  cent.  The  various  limitations  of  the 
formulas  arismg  from  actual  experimental  conditions  are  dis- 
cussed above  in  Section  V,  2. 

One  characteristic  of  the  experiments  with  coil  aerials  is  that 
the  observed  value  of  received  current  is  in  every  case  greater  than 
the  calculated  vahie.  This  strongly  suggests  that  the  action  of 
the  coil  structure  involves  something  additional  to  the  pure  action 
as  a  coil.  This  would  be  expected  also  from  theoretical  considera- 
tions. The  inevitable  capacities  between  parts  of  the  aerial  circuit 
must  introduce  an  action  analogous  to  that  of  an  antenna.  When 
it  is  borne  in  mind  that  the  coil  action  is  really  a  second-order 
effect  in  comparison  with  the  action  of  a  system  of  antenna  nature, 
it  appears  extremely  likely  that  the  stray  capacities  of  any  coil 
aerial  circuit  would  introduce  an  antenna  effect  which  would  have 
to  be  considered  in  addition  to  the  pure  coil  effect.  Besides  the 
reasons  thus  given  by  theory  and  by  the  excessive  values  of  current 
observed  in  experiments  with  coil  aerials,  there  are  two  other  Unes 
of  evidence  that  the  antenna  effect  is  not  negligible  in  coil  aerials. 

One  of  these  additional  lines  of  evidence  is  furnished  by  measiu-e- 
ments  of  cturent  in  different  parts  of  a  coil  aerial  or  the  circuit 
thereof.  If  the  capacities  between  parts  are  appreciable,  some 
of  the  cturent  must  leave  the  conductors  and  flow  off  into  the 
dielectric;  the  cmrent  observed  with  an  ammeter  must,  therefore, 
be  different  in  different  parts  of  the  circuit.  These  differences 
are  actually  foimd.  The  foiuth  kind  of  evidence  that  the  an- 
tenna effect  is  appreciable  in  coil  aerials  is  furnished  by  considera- 
tions of  radiation  resistance,  which  will  now  be  discussed.  Fol- 
lowing that,  the  antenna  effect  will  be  considered  in  more  detail. 

Radiation  Resistance. — It  is  possible  to  determine  whether  in  a 
given  system  the  antenna  effect  or  coil  effect  predominates  by 
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measurements  of  radiation  resistance.  The  radiation  resistance 
has  dilBferent  values  and  follows  di£ferent  laws  for  antenna  and 
coil. 

Radiation  resistance  in  general  is  defined  by 

P'-Rn  (56) 

in  which  /  is  the  current  in  the  aerial  used  as  a  transmitting 
device,  P  is  the  power  radiated,  and  R  the  radiation  resistance. 
The  study  of  radiation  resistance  is  an  important  means  of  facili- 
tating work  on  aerials.  This  may  be  seen  from  the  simple  fact 
that  the  magnitude  of  the  radiation  resistance  gives  at  once  the 
power  radiated,  and  hence  the  effectiveness  of  a  transmitting 
aerial  or  the  range  of  communication  can  be  judged  without 
making  transmission  experiments.  Field  tests  are  thus  in  large 
part  replaced  by  laboratory  measurements.  In  addition  to  this, 
it  is  possible  to  discriminate  between  the  antenna  and  coil  effects. 
The  magnitude  of  the  radiation  resistance  of  a  flat-top  antenna, 
at  wave  lengths  considerably  greater  than  the  fundamental,  is 
given  by  the  well-known  expression 


'(3970 


(57) 


An  approximate  expression  for  the  radiation  resistance  of  a  coil 
can  be  derived  very  simply,  as  follows:  When  a  radiated  field 
exists  in  any  part  of  space,  the  relation  of  the  power  P'  radiated 
through  that  portion  of  space  to  the  magnetic  field  intensity 
there  existing  is 

P'ocH^  (58) 

for  any  given  distance  from  the  soince,  whatever  the  sowce  may 
be.  The  total  power  radiated  is  proportional  to  the  integral  of 
P'  over  any  surface  entirely  surrotmding  the  source.  This  inte- 
gral will  be  of  the  same  form  for  Ho,  the  field  due  to  a  coil,  as  for 
if  a,  the  field  due  to  an  antenna,  except  for  the  effect  of  the  varia- 
tion of  Hq  in  a  plane  arotmd  the  radiating  coil,  which  varies  from 
zero  to  the  value  given  in  (10)  for  any  given  distance  from  the 
sotu-ce.  As  a  first  approximation,  this  variation  may  be  con- 
sidered to  make  the  integrated  value  of  if  o  one-half  as  great  as  it 
would  be  if  ifo  had  the  value  given  in  (10)  in  all  directions  around 
the  radiating  coil. 

•  ^-'-^  (59) 
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From  (8)  and  (10),  for  a  given  distance  from  the  sotirce  and  a 
coil  and  antenna  of  same  height  with  same  cmrent, 


From  (56), 


Hence  from  (59)  and  (60), 


Inserting  the  value  of  /?*  from  (57), 

hVN^ 

If  the  coil  is  a  square  one  with  h^l^a, 


Ho 

Hr 

IN 

Ro 
R. 

P 
■p. 

Re 
R." 

J^N* 

(60) 


/?c=(i3.30V 


(61) 


This  approximate  expression  for  radiation  resistance  of  a  coil 
gives  at  once  the  variation  with  size,  nimiber  of  turns,  and  wave 
length.    For  example,  for  a  set  of  coils  of  varying  size,  in  which 

the  length  of  wire  is  kept  constant,  Rcoc^.    It  shows  that  for  a 

given  ratio  of  size  to  wave  length,  RoOcN^,  The  principal  point  of 
interest  is  that  J?©  is  inversely  proportional  to  the  fourth  power  of 
wave  length. 

Since  the  radiation  resistance  of  an  antenna  is  inversely  pro- 
portional to  the  second  power  of  wave  length,  and  that  of  a  coil 
inversely  proportional  to  the  fourth  power,  the  radiation  resist- 
ance ftunishes  a  means  of  determining  whether  a  given  structtu-e 
functions  as  a  coil  or  as  an  antenna.  Rough  determinations  of 
radiation  resistance  which  were  made  upon  a  partictdar  coil 
aerial  showed  a  variation  of  observed  radiation  resistance  inversely 
as  the  third  power  of  the  wave  length,  thus  verifying  the  idea  that 
the  action  is  a  combination  of  coil  and  antexma  effect.  The  ob- 
served values,  however,  were  all  higher  than  the  siun  of  the  the- 
oretical R^  and  jRo-  The  meastuement  of  radiation  resistance  is 
an  extremely  diffictdt  operation,  and  satisfactory  methods  can 
not  be  said  to  have  been  developed  as  yet. 


Digitized  by 


Google 


484 


Scientific  Papers  of  the  Bureau  of  Standards 


n^Aij 


Antenna  Effect. — Since  there  are  differences  of  potential  be- 
tween various  parts  of  a  coil,  acting  either  as  a  transmitting  or 
receiving  aerial,  there  must  be  some  dielectric  current  through  the 
space  around  the  coil  and  between  the  coil  and  ground.  It 
follows  that  there  must  be  some  antenna  action,  porportional  to 
the  amount  of  this  dielectric  current  and  the  length  of  path  over 
which  it  flows,  and  this  will  produce  a  current  additional  to  that 
produced  by  the  coil  action  imless  the  coil  structure  happens  to 


FlO.  16. — Paihs  of  dielectric  currents  which  cause  antenna  effect  in  coil  aerial 

have  an  exact  S3mimetry  which  causes  the  ttnt^nnA  effect  in  each 
part  of  the  coil  to  be  balanced  by  an  ant^tmsk  effect  in  some  other 
part. 

Pig.  16  shows  the  origin  of  the  antenna  effect.  As  in  ordinaiy 
practice,  the  leads  cause  some  part  of  the  apparatus  to  be  practi- 
cally at  ground  potential,  the  shield  of  the  condenser  is  shown  con- 
nected to  ground.  An  appreciable  dielectric  current  flows  from 
various  parts  of  the  conducting  circuit  to  other  parts  and  to 
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ground.  Typical  paths  of  this  dielectric  ctirrent  are  shown  by 
the  dotted  lines.  The  line  a  b  suggests  the  dielectric  current  from 
the  coil  structure  to  ground,  the  lines  c  d  and  e  f  the  dielectric 
current  between  turns  of  the  coil,  and  the  line  g  h  the  dielec- 
tric current  between  coil  and  leads.  The  flow  of  dielectric  ciu:- 
rent  between  turns  of  the  coil  is  in  a  horizontal  direction  when  the 
coil  is  of  prismatic  form  with  the  turns  separated  and  all  of  the 
same  area.  This  part  of  the  antenna  effect  arises  in  a  receiving 
coil  of  this  form  only  when  the  wave  front  is  more  or  less  tilted 
from  the  vertical. 

On  account  of  the  flow  of  current  off  through  the  dielectric 
from  vluious  parts  of  the  circuit,  ammeters  placed  at  different 
places  in  the  circuit  would  show  different  values  of  current  to  be 
flowing.  In  radio  circuits  it  can  not  be  assumed  that  the  current 
is  the  same  at  all  points  around  the  conducting  circuit,  as  was 
shown  by  the  author  in  his  investigation  of  high-frequency  cturent 
measurement  described  in  Bureau  of  Standards  Scientific  Paper 
No.  206;  1913. 

To  the  extent  that  these  dielectric  currents  flow,  the  conductors 
of  the  circuit  may  be  considered  as  an  antenna  system.  Perhaps 
only  the  current  typified  by  the  line  a  b  might  be  thought  of  as 
giving  rise  to  an  '*  antenna  "  effect,  since  the  others  Ao  not  flow  to 
grotmd ;  still  this  part  of  the  dielectric  current  does  not  differ  from 
the  others  in  nattu-e  or  effect,  and  hence  it  seems  advisable  to  use 
the  suggestive  term  "antenna  effect"  to  indicate  all  of  the  effect 
arising  from  the  presence  of  currents  in  the  dielectric. 

It  might  be  supposed  that  the  same  sort  of  an  effect  would  be 
caused  by  the  flow  of  dielectric  current  in  the  condenser  of  the  coil 
aerial  circuit.  This  is  not  true  ordinarily,  because  a  condenser  of 
the  laboratory  t3rpe  is  used  in  which  the  condenser  plates  are  inter- 
leaved. As  shown  in  Fig.  17,  the  ciurent  in  one  direction  in 
the  dielectric  is  balanced  by  a  current  in  the  opposite  direction 
in  the  neighboring  part  of  the  condenser.  This  is  a  noiuradiating 
condenser  and  is  the  analog  of  a  noninductive  coil,  which  is  also 
nonradiating.  A  condenser  consisting  of  a  single  pair  of  plates 
would  radiate,  but  is  not  ordinarily  used,  because  it  would  be 
much  bulkier  than  the  laboratory  t3rpe  of  condenser.  The 
condenser  consisting  of  a  single  pair  of  plates  would  be,  in  fact, 
the  "condenser  aerial,"  which  has  been  recommended  by  the 
author  in  Section  IV,  3,  as  worthy  of  serious  consideration  in 
radio  practice. 
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The  effect  of  the  distributed  capacities  of  the  aerial  drcuit 
must  not  be  confuted  in  any  way  with  the  phase  angle  between 
the  fields  existing  at  the  two  vertical  sides  of  the  coil  aerial. 
The  phase  angle  referred  to  is  the  seat  of  the  action  of  the  coil 
aerial  as  such.  The  dielectric  currents  flowing  in  the  distributed 
or  stray  capacities  of  the  circuit,  however,  give  rise  to  the  direct 
action  as  an  antenna,  not  depending  in  any  way  on  the  8q>arat]on 
between  the  two  vertical  sides  of  the  coil.  All  of  these  remarks 
apply  both  to  transmission  and  reception. 


Pio.  17. — Directions  of  flow  of  dieUcfrx  currents  in  laboratory  type  of  condenser 

It  is  rather  difficult  to  determine  what  fraction  of  the  effect  of 
a  coil  aerial  is  due  to  antenna  action  and  what  part  to  coil  action. 
In  many  cases,  doubtless,  the  antenna  action  predominates.  It 
is  possible,  however,  to  separate  the  effects  in  any  particular  case 
by  the  several  different  methods.  The  antenna  effect  may  be 
calculated,  at  least  for  parts  of  the  circuit,  by  the  aid  of  careful 
ammeter  readings,  which  show  what  amount  of  the  cturent  has 
flowed  off  into  the  dielectric.    The  antenna  effect  may  be  elimi- 


Digitized  by 


Google 


Ddhmtti] 


Principles  of  Radio  Aerials 


487 


lated,  thus  leaving  only  the  coU  effect,  by  a  carefully-arranged 
ystem  of  shields  and  grounds;  or,  by  a  synunetrical  arrangement 
rf  the  coil  structure  which  causes  the  antenna  effect  in  each  part 

0  be  balanced  by  the  antenna  effect  in  some  other  part  The 
;oil  effect  may  be  eliminated,  on  the  other  hand,  in  the  case  of 

1  receiving  coil,  by  taking  advantage  of  the  fact  that  the  coil  effect 
lepends  on  the  direction  of  orientation,  while  the  antenna  effect 
at  least  the  major  part  of  it)  does  not;  that  is,  by  turning  the 
oil  so  its  plane  is  parallel  to  the  wave  front.  A  method  which 
liminates  the  coil  effect  and  retains  a  part  of  the  antenna  effect 
s  to  open  one  of  the  coil  leads,  thus  leaving  the  coil  aerial  con- 
lected  to  the  circuit  at  one  point,  placing  in  series  with  it  an 
iductance  coil  of  very  small  dimensions,  but  of  the  same  induc- 
ance,  the  circuit  being  completed  by  the  capacity  of  the  coil 
erial  to  ground. 

Effects  of  surroundings. — Ciurents  are  induced  in  metal  and 
ther  objects  near  a  transmitting  aerial,  and  sometimes  are 
owerful  enough  to  affect  the  radiation  appreciably.  The  objects 
ear  a  receiving  aerial  have  currents  produced  in  them  by  the 
assing  wave.  These  cmrents  in  nearby  objects,  which  may 
iclude  the  groimd,  indtice  emf 's  in  the  receiving  aerial.  It  is  to 
e  noted  that  this  effect  of  neighboring  objects  is  caused  by  induc- 
ion  and  not  radiation  from  them,  which  wotild  be  comparatively 
ieble. 

The  emf  thus  induced  in  a  coil  aerial  from  the  smrotmdings  is 
f  the  same  or  opposite  phase  as  that  caused  by  the  wave.  It 
iffers  in  this  respect  from  the  emf  due  to  the  antenna  effect 
iscussed  above.  The  antenna  effect  ordinarily  produces  an  emf 
^hich  is  90®  out  of  phase  with  the  coil  effect  and  does  not  vary 
rith  the  orientation  of  the  coil.  The  antenna  effect  can  thus 
ever  balance  out  the  coil  effect,  and  it  is  impossible  to  reduce  the 
eceived  ciurent  to  zero,  no  matter  how  the  coil  is  tiuned.  The 
mf  induced  by  the  surroimdings,  however,  depends  upon  the 
rientation  of  the  coil.  This  emf  will  be  reduced  to  zero  by  tum- 
ig  the  coil  at  a  different  orientation  from  that  at  which  the  emf 
ue  to  the  wave  is  zero  unless  the  line  between  distorting  object 
nd  the  coil  aerial  is  the  direction  of  propagation  of  the  wave, 
'he  result  of  this  is  that  the  total  emf  is  reduced  to  zero  at  some 
rientation  other  than  that  obtained  when  the  wave  alone  acts 
n  the  coil  aerial.  There  is  thus  a  distortion  in  the  apparent 
iirection  of  the  wave,  caused  by  objects  sturounding  the  coil 
lerial. 
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Correctjons  can  be  made  ^or  this  effect  upon  the  indicattons  of  a 
direction  finder.  The  errors  for  various  directions  of  wave  are 
determined,  and  this  gives  a  calibration  by  which  subsequent 
observations  at  the  same  wave  length  are  corrected. 

vn.  PRACTICAL  concLusions 

1.  REL4TIVB  EflBCnVBHBSS  Of  AHTBllirAS  AMD  COIL  ABRULS 

(a)  Generally  speaking  a  coil  aerial  is  as  powerful  a  trans- 
mitting or  receiving  device  as  an  antenna  only  when  its  dimensions 
approach  those  of  the  antenna. 

(b)  It  is  easy  to  make  the  resistance  of  a  coil  aerial  drcuit  much 
^mailer  than  the  resistance  of  the  ordinary  antenina  circuit  and 
thus  make  a  small  coil  as  effective  as  a  large  antenna.  A  small 
aerial  as  effective  as  a  large  antenna  can,  however,  also  be  secured 
by  the  use  of  the  antenna-like  aerial  called  the  "condenser 
aerial." 

Heeding  these  principles  and  using  amplifiers  in  receiving,  radio 
aerials  can  in  the  future  be  much  smaller  than  heretofore. 

(c)  The  relative  effectiveness  of  a  coil  and  antenna,  in  terms  of 
the  wave  length,  munber  of  turns,  etc.,  i9  given  by  formula  (33) 
and  the  related  formulas. 

(d)  A  coil  aerial  exhibits  antenna  action  as  well  as  coil  action, 
because  of  capacities  between  its  parts  and  surrotmdings.  The 
antenna  action  sometimes  overbalances  the  coil  action. 

(e)  The  advantage  of  the  coil  aerial  is  greatest  for  short  wave 
lengths.  It  is  consequently  likely  to  be  well  stiited  to  airplane 
communication.  The  increasing  advantage  of  the  coil  as  a  trans- 
mitting aerial  as  the  wave  length  is  decreased  is  subject  to  the 
proviso  that  the  same  current  can  be  gotten  into  a  coil  as  into  an 
antenna.  In  fact,  the  whole  practical  problem  is  to  get  as  much 
current  as  possible  in  the  aerial. 

(/)  The  use  of  coil  aerials  at  both  receiving  and  transmitting 
ends  of  the  communication  is  particularly  stiitable  for  short  waves, 
since  the  received  cmrent  in  such  a  system  is  inversely  propor- 
tional to  the  cube  of  the  wave  length. 
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2.  PiUNCIPAL  FORMULAS 

The  units  used  are  international  electric  units,  the  ordinary 

electric  units  based  on  the  ohm,  ampere,  centimeter,  and  second, 

except  where  otherwise  stated.    The  principal  sjrmbols  are  the 

following: 

Symbols 

i » instantaneous  cxurent. 

fo  -maximum  value  of  current, 

r = effective  value  of  current. 

F/t » instantaneous  value  of  magnetic  field  intensity- 

F/o  =maximimi  value  of  magnetic  field  intensity. 

^  =  effective  value  of  magnetic  field  intensity. 

i   «=height  of  aerial 

I   —distance  along  earth's  surface  from  sending  aerial. 

I)   =  2  T  times  frequency  of  the  ciurent. 

=time. 
i    —wave  length, 
—velocity  of  electric  waves  =-  3  X  lo*®  cm  pet  second, 
—horizontal  length  of  coil  aerial. 
^  —number  of  turns  of  wire  of  coil  aerial, 
t    -  length  of  side  of  square  coil. 
'    -phase  angle  between  values  of  field  intensity  a  distance  I 

apart  in  the  wave. 
t  —electric  field  intensity. 
I  =  electromotive  force  in  receiving  aerial. 
'  -  logarithmic  decrement  of  H  or  E. 
^   -magnetic  flux. 

I  -resistance  of  receiving  aerial  circuit, 
r  —capacity  of  receiving  aerial  circuit. 
.   —inductance  of  receiving  aerial  circuit. 

.    —angle  between  d^'rection  of  propagation  of  wave  and  plane  of 
coil. 

Subscripts:  s  — sending,  r— receiving,  a  — antenna,  c— coil. 

The  following  are  the  principal  formtilas  presented  in  this  paper: 
ladiated  magnetic  field  intensity  from  an  antenna  or  condenser 
erial: 

ID  Xd 
ladiated  magnetic  field  intensity  from  a  coil: 


H- 


(8) 


i/. 


4ir'hJ.NJ. 


ID 


X»d 


(10) 
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Received  current  in  an  antenna  or  condenser  aerial: 


/r-300.-^  {19) 


Received  cturent  in  a  coil: 


Jr-600.T       j^  (23) 


Distance  correction  factor: 


F,  =€-0.000047;^  (9) 


Decrement  correction  factor: 


F^^^j   •    6ooX«'         •  (20) 


RK 
Direction  correction  factor: 

F,=»cosa  (24) 

Anteima  to  antetma  transmission: 

^' KM-  <40) 

Anteima  to  coil  transmission: 

^' R)^  ^^^^ 

Coil  to  anteima  transmission: 

.      ii84.&./,AriV,/,  ,    . 

^^ Rh^ ^^^ 

'  Coil  to  coil  transmission: 

The  lengths  in  the  four  preceding  formulas  may  be  in  any  units. 
Meters  are  commonly  used.  Any  of  these  formulas  may  be 
expres^  in  terms  of  d.    For  example, 
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Distance  at  which  a  given  ctirrent  is  received  in  a  coil  for  a  given 
transmitting  current  in  an  antenna : 


(44) 


Total  magnetic  field  from  an  antenna,  including  radiation  and 
induction: 


^  10  \d      10  d* 


(31) 


Relative  effectiveness  of  coil  and  antenna  for  same  height  and 
wave  length: 


j;-N^2(l-COS2T0 

Ditto,  /  small  compared  to  X: 


(32) 


^-6.28  A-/ 


Length  of  coil  aerial  equivalent  to  antenna  of  the  same  height. 

X 


(33) 


/-0.16 


N 


Current  in  aerial  circuit: 


'■4 


Voltage  across  condenser  in  aerial  circuit: 

E 


V  = 


RuC 


Coil  aerial  reception  factors: 


Emf  reception  factor  =-%- 
Current  reception  factor  =-™r 
Voltage  reception  factor  =  j^y. 


(39) 
(46) 

(47) 

(51) 
(52) 
(53) 
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Radiation  resistance: 

^•=(39.7-)'  (57) 

/?c-(i3-3  0N«     •  (61) 

3.    FUTURB  RBSRARCH  HSBDED 

The  subject  of  research  on  electric  waves  can  be  considered  as 
barely  b^^un.  The  study  presented  in  this  article  has  revealed 
vast  and  most  interesting  problems  awaiting  solution,  which  can 
be  solved..  The  functioning  of  aerials,  both  in  transmitting  and 
receiving,  can  now  be  considered  as  roughly  tmderstood.  Recent 
advances  in  radio  measurements  and  technique  open  the  way  to 
experiments  and  progress  which  will  bring  about  far-reaching  con- 
trol of  electric  waves.  A  few  of  the  detailed  problems  which 
border  on  the  subject  matter  of  this  paper  and  await  solution  win 
now  be  mentioned. 

Theoretical  Problems, — (a)  Develop  a  simple  and  straightforward 
derivation  of  the  radiated  field  from  a  coil,  directly  and  without 
considering  the  action  of  the  sides  separately  as  antennas. 

(b)  Work  up  an  explanation  of  the  mechanism  of  radiation  that 
brings  out  clearly  the  relation  of  the  radiation  to  the  induction 
field  and  shows  that  all  of  the  dielectric  current  is  effective  in 
causing  radiation,  which  shall  take  the  place  of  the  usual  explana- 
tion in  terms  of  the  snapping  off  of  lines  of.  force. 

(c)  Determine  the  effects  of  the  phase  angle  between  different 
parts  of  the  dielectric  field  in  an  antenna  or  condenser  aerial, 
especially  the  long,  low  types. 

{d)  Develop  methods  of  measuring  radiation  resistance. 

(e)  Work  out  laws  of  variation  of  voltage  reception  factor  of 
coil  aerials,  and  laws  of  variation  of  both  current  and  voltage 
reception  factors  of  antenna  and  condenser  aerials.  Similarly^ 
develop  accurate  and  useful  transmission  factors. 

Experimental  Problems. — (a)  Determine  the  relative  effective- 
ness, over  a  very  wide  range  of  sizes,  wave  lengths,  etc.,  of  the 
various  types  of  aerials.  Do  this  by  (i)  dUect  measurements  to 
verify  transmission  formulas,  (2)  measurements  of  the  factors 
that  enter  into  the  reception  factors,  (3)  measurements  of  radia- 
tion resistance. 

(6)  Make  transmission  experiments  at  very  great  distances  over 
typical  kinds  of  land,  to  obtain  distance  absorption  factors. 
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(c)  Try  out  condenser  aerials,  comparing  petformance  with 
transmission  fommlas.  Btdld  such  aerials  with  minimum  resist- 
ance. Demonstrate  the  nonradiating  natmre  of  the  laboratory 
type  of  condenser,  comparing  it  with  condenser  aerials. 

(d)  Compare  trailing  wire,  condenser  aerial,  and  coil  aerial,  on 
urplanes. 

(e)  Find  out  how  directive  as  transmitting  devices  coil  and 
x)ndenser  aerials  and  "earth  antennas"  are;  measure  magnitude 
Lnd  direction  of  field  at  various  distances  from  the  aerial,  at 
lumerous  wave  lengths,  etc. 

(/)  Determine  relative  magnitudes  of  induction  and  radiation 
lose  to  transmitting  aerials.  Determine  also  directions  of  fields, 
D  secure  complete  knowledge  of  phenomena  near  radiating 
jrstems. 

(g)  Measure  cturents  in  grotmd  as  well  as  the  fields  above  the 
round,  to  determine  how  wave  attaches  itself  to  the  grotmd. 

(A)  Study  distributed  capacities  in  coil  aerial  circuits  by  measur- 
ig  current  at  different  points  in  circuit. 

(i)  Determine  values  of  antenna  effect,  and  develop  means  of 
mtrolUng  or  eliminating  it  by  shielding  systems,  etc. 

(j)  Make  quantitative  investigation  of  receiving  systems  com- 
ining  antenna  and  coil  aerial.  Measure  phases  of  currents, 
etermine  under  what  circumstances  the  indication  of  absolute 
irection  is  reversed  when  the  tuning  is  sUghtly  varied. 

(k)  Determine  effects  of  surrounding  objects  on  currents  in 
ansmitting  and  receiving  aerials.  Measure  magnitude  and  phase 
;  currents  in  typical  cases. 

(/)  Develop  methods  of  coxmecting  generating  apparatus  to 
irious  types  of  aerials  to  get  maximum  current  into  the  aerial, 
pecially  at  short  wave  lenghts. 

Vm.    SUMMARY 

The  advantages  of  the  coil  aerial  as  a  direction  finder,  inter- 
rence  preventer,  reducer  of  strays,  and  submarine  aerial  make 
important  to  know  how  effective  the  coil  aerial  is,  in  comparison 
ith  the  ordinary  antenna,  as  a  transmitting  and  receiving  device. 
bis  article  gives  the  answer.  Simple  formulas  are  worked  out 
om  fundamtotal  electromagnetic  theory,  by  which  the  per- 
rmance  of  any  aerial  can  be  calculated.  Experiments  have 
srified  the  formulas,  and  show  that  they  are  a  valuable  aid  in 
le  choice  and  design  of  an  aerial  to  fit  any  particular  requirement* 
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The  principal  formulas  are  of  three  lands:  (i)  theoretical  for- 
mulas, giving  the  magnetic  field  intensity  at  any  distance  from 
either  kind  of  aerial  and  the  current  produced  by  a  given  field 
intensity  in  either  kind  of  aerial;  (2)  comparison  formulas,  giving 
the  ratio  of  performance  of  antenna  and  coil  aerial  under  various 
conditions;  (3)  and  transmission  f  ormulas»  giving  the  current  in  any 
receiving  aerial  in  terms  of  the  current  in  the  distant  transmitting 
aerial. 

The  tiiieory  and  nature  of  radiation  are  discussed,  and  applied 
to  the  elucidation  of  some  current  fallacies.  There  has  been  a 
vast  haziness  of  ideas  on  these  points.  The  distinction  between 
induction  fields  and  radiation  fields  is  presented.  It  is  shown 
that  the  receiving  action  in  any  kind  of  an  aerial  may  be  considered 
as  arising  either  from  the  electrostatic  or  the  magnetic  field  pres- 
ent in  the  wave.  Such  questions  are  discussed  as  the  distinction 
between  "open"  and  "closed"  circuits.  It  is  shown  that  a 
metallically  closed  circuit  can  radiate,  and  that  radiation  takes 
place  at  dl  frequencies,  th^  amount  of  radiation  being  greater 
the  higher  the  frequency. 

The  ratio  of  the  range  of  communication  obtainable  with  a  coil 
aerial  to  that  with  an  antenna  is  proportional  to  the  number  of 
turns  and  horizontal  length  of  the  coil  and  is  inversely  proportional 
to  the  wave  length.  The  coil  aerialis  hence  particularly  suited  to 
communication  on  short  wave  lengths.  A  coil  aerial  is  quan- 
titatively as  powerful  as  an  antenna  only  when  its  dimensions  ap- 
proach those  of  the  antenna.  However,  it  is  easy  to  make  the 
resistance  of  a  coil  aerial  circuit  much  smaller  than  the  resist- 
ance of  the  ordinary  antenna  circuit  and  thus  make  a  small  coil 
as  effective  as  a  large  antenna. 

A  small  aerial  as  effective  as  the  ordinary  antenna  may  be 
secured  without  recourse  to  the  coil  principle  by  using  an  aerial 
consisting  of  a  condenser  having  two  large  parallel  plates,  arranged 
so  that  the  dielectric  of  the  condenser  includes  no  ground.  The 
circuit  of  such  an  aerial  may  be  made  to  have  a  very  low  resistance. 
It  appears  likely  that,  with  the  use  of  either  condenser  or  coil 
aerials  together  with  sensitive  amplifiers,  radio  aerials  will  in 
the  future  be  much  smaller  than  heretofore.  These  principles 
apply  with  particular  advantage  to  airplane  aerials. 

A  coil  aerial  usually  functions  by  a  combination  of  the  puie 
coil  action  and  antenna  action.  The  latter  arises  from  the  stray 
capacities  and  capacities  to  ground  which  are  inevitably  present 
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The  existence  of  these  capacities  may  be  shown  by  differences  in 
ammeter  readings  at  different  points  of  the  circuit.  The  antenna 
effect  makes  the  actual  received  current  in  experiments  with  coil 
aerials  larger  than  the  values  calculated  from  the  transmission  for- 
mulas. The  observed  values  are  also  affected  by  currents  in  neigh- 
boring objects. 

A  formula  for  the  radiation  resistance  of  coil  aerials  is  worked 
out.  Comparison  of  experiment  with  this  formula  supplies  ad- 
ditional evidence  that  the  coil  aerial  operates  by  a  combination 
of  antenna  and  coil  effects. 

The  fundamental  principles  of  design  of  aerials  are  given.  The 
various  modes  of  measuring  received  cturent  and  voltage  across 
the  condenser  are  discussed.  The  relations  of  these  two  quantities 
to  the  electromotive  force  acting  in  the  aerial  must  be  carefully 
observed  in  calculations  or  design.  Reception  factors  are  derived, 
to  which  the  received  ciurent  or  voltage  are  proportional.  Ex- 
perimental data  on  the  functioning  of  aerials  may  be  secured  either 
from  actual  transmission  experiments  or  from  measurements  of 
the  quantities  which  enter  into  the  reception  factor. 

This  investigation  has  opened  up  a  large  and  most  interesting 
field  for  further  research.  Progress  in  the  control  and  utilization 
of  electric  waves  depends  on  the  investigation  of  such  theoretical 
and'experimental  problems  as  have  been  suggested  in  Section  VII, 
3,  herem. 

Washington,  June  18, 1919. 
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I.  INTRODUCTION 

Within  the  last  three  years  the  experimental  development  of  the 
three-electrode  electron  tube  as  a  generator  of  alternating  cur- 
rents has  been  carried  put  to  such  an  extent  that  the  device  is  at 
present  the  standard  source  of  supply  for  radio  telephone  and  tele- 
graph circuits  in  all  cases  where  extremely  high  power  is  not  re- 
quired. At  the  same  time  no  adequate  methods  have  been  evolved 
whereby  the  efficiency  and  power  output  of  such  a  generator  can 
be  stated  with  any  degree  of  acctu-acy  in  terms  of  the  electrical 
constants  of  the  tube  itself.  Several  analyses  of  the  general 
operation  of  electron  tube  generators  are  now  available.^  But 
none  of  these  are  accurate  enough  and  at  the  same  time  compre- 
hensive enough  to  allow  a  quantitative  prediction  from  the  two 
important  factors  in  power-tube  operation — opiate  voltage  and 
filament  emission— of  the  alternating-current  power  which  can 
be  developed  in  a  radio-frequency  circuit  of  known  resistance, 
inductance,  and  capacity.  Power  tubes  are  rated  in  watts  output 
and  watts  input  from  empirical  data  upon  circuits  adjusted  to 
particular  settings,  experimentally  determined,  for  maximum 
power  or  maximum  efficiency.  Such  ratings  give  no  intimation 
of  the  power  which  will  be  developed  by  the  tube  if  any  constant 
of  the  output  circuit  be  changed. 

*  J.  Bethenod,  Lum.  Blect.,  Dec.  9,  1916. 
G.  VftOaiui,  L'Blcttrotcaiica:  IT,  No.  3.  t>p.  18.  X9: 19x7. 
L.  A.  Hazdtine,  Proc.  I.  R.  B..  Asiril,  19x8. 
T.  Kiknchi,  Proc.  Phyaico-Mathenuitiaa  Society  of  Japan,  Pebniaiy.  1919. 
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In  this  paper  a  method  of  analysis  will  be  presented  by  means 
of  which  it  is  possible  to  design  a  circuit  to  obtain  maximum  output 
from  a  given  tube,  or,  conversely,  to  select  a  tube  which  will  fur- 
nish with  reasonable  efficiency  its  maximum  power  to  a  particular 
output  circuit. 

n.  OSCILLATING  TUBE 

The  explanation  of  the  phenomena  taking  place  in  connectioa 
with  the  oscillations  generated  by  an  electron  tube  can  well  be  illus- 
trated by  the  diagrammatic  sketch  in  Pig.  i .    This  represents  the 


^ro^mmJl 


I— VWVr- 


f^^ 


Fio.  I. — Direct-coupUd  ggnerating  circuit 

80-called  Hartley  circuit  which  is  t3rpical  of  the  circuits  used  for 
the  purpose  of  generating  oscillations.  The  grid  and  filament  of 
the  tube  in  this  particular  circuit  are  connected  to  the  branched 
circuit  containing  inductance  and  capacity,  constituting  the  oscil- 
latory circuit,  in  such  a  manner  as  to  include  a  portion  of  the 
inductance  of  that  circuit,  that  is  the  coil  L,.  Likewise  between 
the  plate  and  filament  of  the  tube  is  included  the  coil  Lp. 

Suppose,  first,  that  the  tube  is  not  generating  oscillatiaos. 
Under  the  action  of  the  plate  battery  a  steady  current  will  flow 
from  the  plate  to  the  filament  inside  of  the  tube  and  from  filament 
to  plate  through  the  coil  Lp  in  the  external  circuit.  The  magni- 
tude of  this  current  will  vary  with  the  voltage  of  the  grid;  it  can 
become  zero  when  the  grid  is  highly  negative  but  can  not  reverse 
in  direction.  Also  there  can  be  a  flow  from  grid  to  filament 
inside  the  tube,  the  current  returning  from  filament  to  gpi 
throi^h  the  coil  Lg  ha  the  external  circuit.  *  This  latter  current 
is  appreciable  only  when  the  grid  is  positive  with  respect  to  the 
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filament.    Except  for  effects  which  are  extraneous  to  this  treat- 
ment, this  current  is  also  unidirectional. 

When  the  tube  is  in  the  oscillating  condition  these  currents 
wiU  not  be  steady,  but  will  become  ptilsating.  The  pulsating 
currents  generated  by  the  tube  enter  the  circuit  from  the  filament 
and  leave  it  through  the  plate  and  grid  coxmections;  they  are  pul- 
sating, and  not  alternating,  on  account  of  the  tmidirectional 
conductivity  between  filament  and  plate  and  filament  and  grid. 
The  circuit  L,  Lp  C  is  resonant  to  the  fundamental  constituents 
of  these  pulsating  currents,  and  an  oscillatory  current  is  generated 
which  circtdates  around  this  branched  circuit,  flowing  in  series 
through  the  condenser  C  and  the  coils  Lp  and  L,.  This  current, 
which  will  be  called  the  output  current,  can  be  many  times  greater 
in  amplitude  than  either  of  the  pulsating  currents.  The  pulsa- 
tions in  the  steady  current,  which  flows  during  the  static  condition 
from  the  filament  to  the  plate,  are  caused  by  periodic  variations 
in  the  potential  of  the  grid  with  respect  to  the  filament;  these 
variations  in  grid  potential  are  induced  in  the  grid  coil  L,  by  the 
output  current.  There  is  a  similar  voltage  induced  by  the  output 
current  across  the  plate  coil  Lp.  It  is  true  of  this  circuit,  and 
tjrpical  of  any  circuit  for  generating  oscillations,  that  during  that 
portion  of  the  cycle  of  the  output  current  when  the  grid  is  positive 
with  respect  to  the  filament  as  a  result  of  the  voltage  induced  in 
the  coil  Lf ,  the  voltage  drop  between  the  plate  and  filament  con- 
nections (across  the  coil  Lp)  is  such  as  to  oppose  the  voltage  of 
the  plate  battery  and  hence  to  reduce  the  voltage  acting  between 
filament  and  plate  in  the  tube.  Dtuing  the  other  part  of  the 
^  cyde,  when  the  grid  is  negative  with  respect  to  the  filament,  the 
voltage  acting  between  plate  and  filament  is  increased  above 
that  of  the  steady  voltage  of  the  plate  battery.  Dtu-ing  the 
portion  of  the  cycle  when  the  grid  is  positive  with  respect  to  the 
filament  current  flows  within  the  tube  between  the  grid  and 
filament,  and  this  current  increases  as  the  grid  becomes  more 
positive.  The  direction  of  the  cturent  flow  is  in  the  direction 
of  the  emf ,  that  is,  from  grid  to  filament  inside  the  tube  and  from 
filament  to  grid  outside  of  the  tube.  Further,  as  the  grid  becomes 
positive  with  respect  to  the  filament,  there  is  a  resultant  increase 
in  the  current  flow  between  the  plate  and  filament  of  the  tube, 
even  though  the  plate  voltage  on  the  tube  is  being  reduced.  This 
increase  is  limited,  when  the  stable  oscillating  condition  has  been 
reached,  by  the  sattiration  effect,  which  may  occur  at  lower 
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values  of  plate  current  than  that  correspondmg  to  the  total  fila- 
ment emission,  owing  to  the  loss  of  electrons  to  the  grid. 

As  has  been  stated,  the  plate  cturent  wave  is  distorted  at  the 
other  extreme  of  the  cycle — that  is,  when  the  grid  is  negative- 
by  rectification  effects;  moreover,  the  grid  current  is  always 
pulsating,  and  is  zero  for  a  considerable  part  of  a  cyde,  while  the 
grid  is  negative.  Consequently  the  waves  of  ciurent  supplied  to 
the  circuit  between  F  and  P  and  F  and  G  (Fig.  2)  are  each  com- 
posed of  a  direct  or  average  constituent,  a  fundamental  constitu- 
ent corresponding  in  frequency  to  that  of  the  output  current,  and 
a  number  of  higher  frequency  or  harmonic  constituents. 


Ep- 


Rp 


Ci  „  vD 


-WW — 

The  useful  oscillating  output  current  depends  neither  upon  the 
direct  or  average  values  of  the  plate  and  grid  currents  nor  upon 
the  multiple  frequency  constituents ;  it  is  determined  solely  by  the 
fundamental  constituents  of  these  currents,  to  which  the  same 
considerations  as  regards  direction  and  phase  relations  apply  as 
have  been  roughly  stated  with  regard  to  the  distorted  current 
waves. 

Thus,  speaking  only  in  terms  of  the  useful  current  constituents, 
a  sinusoidal,  alternating  current  flows  in  the  grid  circuit  in  phase 
with  the  alternating  voltage  across  the  coil  L,,  and  therefore  rep- 
resents a  witlidrawal  of  power  from  the  output  circuit,  which  power 
is  expended  within  the  tube.  On  the  other  hand,  a  sinusoidal, 
alternating  constituent  of  plate  current  flows  in  opposition  to  the 
voltage  across  the  coil  Lp;  this  means  that  power  is  being  supplied 
to  the  output  circuit  from  the  plate  circuit  of  the  tube.  As  will 
appear  later,  the  impedance  of  the  output  circuit  to  all  frequencies 
that  are  harmonic  multiples  of  the  fundamental  is  very  great; 
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hence  there  are  no  appreciable  multiple  frequency  constituents  of 
current  circulating  in  the  output  circuit,  and  the  alternating 
voltages  across  the  coils  Lp  and  Lg  are  in  all  cases  practically 
sinusoidal.  Consequently  the  useful  power  supplied  by  the  tube 
can  be  determined  in  terms  of  the  alternating  voltage  across  Lp 
and  the  fundamental  constituent  of  plate  current.  If  we  cotdd 
Delect  the  grid  current,  this  would  be  the  power  available  for 
dissipation  in  the  resistances.  As  the  output  current  increases 
the  amplitudes  of  the  alternating  voltages  across  the  plate  and- 
grid  coils  increase  proportionately.  The  alternating  grid  current 
increases  more  and  more  rapidly,  as  the  amplitude  of  the  plate 
voltage  becomes  larger.  On  this  account  the  power  loss  to  the 
grid  increases.  The  power  supplied  by  the  plate  increases  with 
increasing  plate  voltage,  but  as  the  grid  voltage  increases,  the 
effective  saturation  current  is  reached  when  the  grid  is  positive, 
and  the  plate  current  becomes  zero  for  an  appreciable  part  of  the 
cycle  when  the  grid  is  negative ;  consequently  a  continued  increase 
in  the  amplitude  of  the  output  ctnrent  results  chiefly  in  an  in- 
crease in  the  harmonic  constituents  of  plate  current  without 
greatly  increasing  the  fundamental.  Obviously,  then,  a  condition 
of  stability  ensues  when  the  power  supplied  by  the  fundamental 
of  plate  current  minus  the  power  dissipated  by  the  fundamental  of 
grid  current  is  just  equal  to  the  power  dissipated  by  the  output 
current  in  Rg,  Rp^  and  Rq, 

UL  DERIVED  CHABACTERISTIC 

The  first  quantitative  measturements  that  must  be  made  upon 
a  tube  are  measurements  of  the  plate  and  grid  currents  which  flow 
when  different  plate  and  grid  voltages  are  applied  to  the  tube.  It 
is  evident  from  the  arrangement  of  the  output  circuit.  Fig.  2, 
that  ^ep  and  ^eg,  the  instantaneous  values  of  the  voltage  induced 
by  the  output  ciurent  in  the  plate  and  grid  coils,  are  not  only  op- 
posite in  sign  with  respect  to  the  neutral  filament,  but  are  at  all 
times  in  the  same  ratio  of  magnitudes  as  the  ratio  of  inductance 
of  the  plate  and  grid  coUs.  If  we  define  n«  I^/Lg,  then  at  any 
instant  during  a  cycle  of  output  current  i^p-^n  ^eg,  asstuning 
these  voltages  to  be  caused  entirely  by  the  output  current.  Thus 
it  is  possible  to  apply  steady  voltages  to  a  tube,  to  vary  these 
voltages  step  by  step  maintaining  the  same  ratio  as  during  an  ac- 
tual oscillation  antl  to  measure  the  instantaneous  values  which 
the  plate  and  grid  cturents  will  assume  during  an  oscillation. 
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Curves  showing  the  plate  and  grid  currents  as  explicit  functions 
cf  the  grid  voltage,  taking  account  of  the  simultaneous  changes 
in  plate  voltage  which  would  occur  if  these  currents  supplied  an 
output  circuit  having  a  given  ratio  of  couplii^^  reactances  are 
called  the  derived  characteristic  of  a  tube.  This  term  was  pro- 
posed by  Hazeltine,'  who  also  originated  the  idea  of  a  constant 
ratio  of  plate  and  grid  volti^es  while  a  tube  is  in  oscillation.  Ac* 
cording  to  his  method  the  characteristic  is  plotted  by  making 
successive  changes  in  a  steady  value  of  eg,  the  voltage  applied  to 


Flo.  3. — Dtrived  chatQcUrisUc 

the  grid  of  the  tube,  at  the  same  time  making  changes  in  ep,  the 
voltslge  applied  to  the  plate,  opposite  in  direction  and  equal  in 
magnitude  to  n  «g,  and  by  measuring  the  resulting  values  of  ig 
and  ip.  Such  a  derived  characteristic  is  shown  in  Fig.  3,  plotted 
for  a  type  yT-i6  timgsten-filament  tube  starting  from  the  oper- 
ating point  determined  by  a  steady  plate  voltage  of  300  and  grid 
voltage  of  zero.  A  battery  of  small  resistance ^was  connected  be- 
tween filament  and  grid,  and  with  each  increase  in  the  potential  of 

*  I^  A.  Kaadtlae.  loc.  ch. 
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the  grid  above  that  of  the  filament  the  voltage  of  the  plate  battery 
was  decreased  by  an  equal  amount,  while  for  each  reduction  in 
the  grid  voltage  below  that  of  the  filament  the  plate-battery  volt- 
age was  increased.  Hence  this  characteristic  is  applicable  to  any 
circuit  in  which  n—  i. 

The  value  of  a  derived  characteristic  obtained  in  this  maimer 
as  an  indication  of  the  grid  and  plate  currents  during  an  actual 
oscillation  depends  upon  (i)  the  equality  of  the  output  current 
through  the  two  branches  of  the  output  circuit  from  filament  to 
plate;  and  (2)  the  constancy  with  which  a  phase  difference  of  180® 
is  maintained  between  voltages  of  plate  and  grid  with  respect  to 
the  filament 

In  the  subsequent  sections  the  following  points  will  be  dis- 
cussed: 

1.  A  method  for  obtaining  from  the  Hazeltine  derived  char- 
acteristic the  power  characteristics  of  the  tube. 

2.  The  application  of  these  power  characteristics  in  determining 
the  current  output  in  a  circuit  of  known  capacity  and  resistance. 

3.  Experimental  results  upon  an  oscillating  circuit  justifying 
both  the  Hazeltine  characteristic  and  the  application  thereof. 

IV.  POWER  OUTPUT 

In  the  circuit  shown  in  Pig.  i  ip,  ig,  and  4  ^^  the  instantaneous 
values  of  the  plate,  grid,  and  antenna  or  output  currents,  respec- 
tively, while  Eb  is  the  steady  voltage  of  the  plate  battery  and  ,e, 
and  i^p  are  the  instantaneous  values  of  the  alternating  voltages 
across  the  grid  and  plate  coupling  coils.  Jf?p  and  Rg,  the  resistances 
of  the  coupling  coils,  are  small  compared  with  the  reactances  of 
these  coils,  so  €he  alternating  plate  and  grid  voltages  can  be  con- 
sidered as  due  only  to  the  reactances  of  these  coils,  justifjring  tiie 
definition  of  n  by  the  ratio  Lp/Lg. 

Let  a  derived  characteristic  of  the  tube  be  plotted  for  this  value 
of  n.     Then  ip  and  ig  are  known  as  explicit  functions  of  eg. 

H^4>ieg)  .. 

Make  the  assumption,  which  will  be  justified  later,  that  h  is  un- 
distorted  and  hence  leg  is  a  pture  sinusoid,  of  the  form: 

iCg  =  ^Eg  sina)t 


Then 

i^=0(iE,  sin«0 

and 

ig^i^iiEgSincdt) 
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Whatever  the  form  of  the  0  and  ^  functions,  the  wave  forms  of  ip 
and  if  will  be  symmetrical  with  respect  to  ir/2fromitf^i-oto  cot-v, 
and  also  with  respect  to  3T/2  from  iot^T  to  0t'^2T.  This  indi- 
cates that  the  phase  angles  of  all  harmonic  constituents  of  ip  and 
if  are  alternately  o  and  90^  with  respect  to  the  f tmdamental,  the 
frequency  of  which  is  that  of  the  grid  voltage, «.    That  is: 

ip^Jp  +i/p  sin  cirf+^Tp  cos  2w<+  •  •  •  •  ^k-i/p  sin  (2ik-i)arf  + 

^/p  cos  2fecDi-  -  (3) 

ig^Jg  +  Jt  sin a)t-\'J[g  cos 2<i)t+ jk-,/g  sin  (2Jfe-i)«i  + 

^Ig  cos  2ku)t 

The  current  in  the  output  drcuit  will  be  of  the  form: 

*•  =  !/•  sin  (at  +  J^  cos  2arf«  •  •  'jk-i/*  sin  (2ik~  i)«^+  (4) 

,k/*  cos  2k(i}t — 

In  order  for  ,6,  to  be  approximately  sinusoidal  the  amplitude 
of  any  harmonic  constituent,  k/a,  must  be  small  compared  with 
the  amplitude  of  the  fundamental  ^/a.  It  is  found  in  practice 
that  the  instantaneous  values  of  i^,  given  by  ip»0(L^jri  sin  ad) 
differ  from  those  given  by  tp  -  4[Lg(D(J^  sin  «< + /»  cos  2(U-  -)]  by 
an  amount  less  than  the  experimental  errors  introduced  in  plotting 
the  derived  characteristic  which  determiaes  the  4>  function. 
(Equation  i.) 

The  amplitude  of  any  constituent  of  the  output  current,  ^h, 
can  be  calculated  in  terms  of  the  amplitude  of  the  same  con- 
stituent of  the  plate  and  grid  cmrents,  k/p  and  ^Ig,  by  considera- 
tion of  the  impedance  of  the  output  circuit  to  that  frequency,  ka. 
For  the  present,  however,  we  shall  consider  only  the  constituents 
which  determine  the  input  and  the  useftd  output.  These  con- 
stituents are  Jp,  j/p,  and  Jg,  the  direct  component  of  the  plate 
current,  the  sinusoidal  fimdamental  constituent  of  the  plate  cur- 
rent, and  the  fundamental  constituent  of  the  grid  current,  respec- 
tively. Assuming  sinusoidal  plate  and  grid  voltages,  these  con- 
stituents can  be  calculated  directly  from  the  derived  character- 
istic by  any  method  of  approximate  harmonic  analysis.  Fig.  4 
shows  j/p,  o/p,  and  Jg  as  fimctions  of  ,Eg,  the  amplitude  of  the 
grid  voltage.  The  points  on  these  curves  were  obtained  for  a 
given  value  of  ^Eg  by  calculation  from  a  number  of  measured 
ordinates  of  the  characteristic,  Fig.  3,  equally  spaced  throughout 
a  cycle  which  ig  and  ip  wotdd  pass  as  \Eg  sin  tat  traverses  a  com- 
plete cycle.  It  is  not  necessary  to  plot  the  actual  current  waves 
in  order  to  space  these  ordinates  equally.     If  18  ordinates  be 
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used,  they  can  be  measured  directly  upon  the  characteristics  at 
values  of  eg  given  by  »£,  sin  ir/g,  ^Eg  sin  27r/9,  ^Eg  sin  t/j,  etc. 

The  curves  of  Fig.  4  are  sufficient  to  indicate  the  power  output 
and  efficiency  yrhich  can  be  obtained  from  this  tube  in  any  output 
circuit  for  which  n«i,  the  tube  being  operated  at  300  volts 
steady  plate  potential  and  i  .35-ampere  filament  ciurent. 


Fig.  4. — Fundamental  current  amplitudes 

The  effective  power  supplied  by  the  plate  battery  is  EbXoIp* 
Jp  is  actually  the  reading  of  a  d.  c.  ammeter  connected  in  series 
with  the  plate  battery,  since  all  of  the  alternating  constituents  are 
pure  sinusoids,  symmetrical  with  respect  to  Jp-  The  power  out- 
put from  the  tube  can  be  determined  either  in  terms  of  the  output 
current  and  the  resistance  R=Rp+Rg+Ro,  or  in  terms  of  the 
alternating  plate  and  grid  voltages  associated  with  the  funda- 
mental constituent  of  the  plate  and  grid  cturents. 

In  terms  of  the  plate  and  grid  voltage  the  effective  power  output 
is 


-Po  —  H  i-^pi-*  p     i-^gi-*  g  I 


Substituting  ^Ep  «  n^Eg : 
The  power  drawn  from  the  plate  battery  is 


(5) 


(6) 
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Hence  the  efficiency,  for  any  inductively  coupled  output  cticuit»  is 

E„.o.,§^(M=^.o.,fX^^)  (7) 

It  might  be  supposed  that  the  maximum  possible  power  is 
obtained  from  the  tube  when  tihe  plate  voltage  is  reduced  to  zero 
at  each  oscillation;  that  is,  when  jEp-Eb.  If  Jg  could  be 
neglected,  this  would  be  the  criterion  for  maximum  output 
However,  it  is  characteristic  of  electron  tubes  employing  a  pure 
electron  discharge  that  the  factor  (Jp-iMg)  decreases  more 
rapidly  than  nEg  increases,  for  any  value  of  n,  as  lEp  approaches 
Eb  in  amplitude. 

It  is  possible  to  get  50  per  cent  efficiency  from  a  tube  if  n  be 
so  chosen  that  (Jp  -  Jg/n)  -  Jp  when  ]^g  -  EJn.  Phjrsically  this 
implies  that  the  fundamental  constituent  of  the  plate  current 
must  be  greater  by  an  amount  tig/n  than  the  direct-current  con- 
stituent; that  is,  the  plate  current  wave  must  be  flattened  at 
both  extremes  of  the  alternation.  It  is  a  familiar  experimental 
fact  that  a  highly  distorted  or  flattened  wave  of  plate  current 
leads  to  high  efficiency,  though  not  necessarily  to  high  output. 
The  ultimate  criterion  of  the  output  is  given  by  equation  (5), 
and  it  is  impossible  to  make  any  acctu-ate  generalizations  concern- 
ing maximum  output  without  anal3rtical  expressions  for  the  char- 
acteristic surfaces  of  both  plate  and  grid  currents.  It  is  conceiv- 
able that  with  values  of  n  greater  than  i ,  with  a  high  plate-battery 
voltage,  and  with  a  negative  potential  applied  to  the  grid,  an 
efficiency  greater  than  50  per  cent  might  be  obtained. 

By  reference  again  to  Pig.  4  it  can  be  seen  that  for  this  par- 
ticular tube,  working  at  a  plate  voltage  of  300  and  supplying  any 
output  circuit  for  which  n  « i ,  maximum  output  will  be  obtained 

at  plate  and  grid  voltages  considerably  smaller  than  Eo.    The 

ft  P^ 
maximum  value  of  the  function  -  ^— *  d/p  -  Jg/n)  occurs  at  ^Eg  =  190, 

when  Po  *•  4.3 7  watts.  The  maximtun  efficiency  occurs  at  approxi- 
mately the  same  point  and  is  29.5  per  cent.  It  does  not  follow 
from  this  that  the  maximtun  efficiency  occurs  at  the  point  of 
maximum  output  for  any  other  value  of  n  or  of  Eh.  Without 
changing  £b  the  tube  could  be  operated  more  efficiently  with  a 
higher  value  of  n.  In  general,  it  is  found  that  a  tube  operated 
at  high  plate  voltages  yields  a  large  fundamental  of  plate  current 
relative  to  the  direct  constituent,  owing  to  the  increased  flattening 
of  the  wave  form  due  to  saturation  and  rectification  eflfects. 
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Hence  operation  at  higher  voltage  on  the  plate  of  this  tube  would 
give  increased  output,  owing  to  the  decrease  in  Jg  which  accom- 
panies high  values  of  £b,  and  increased  efficiency^  due  both  to  this 
and  to  the  saturation  effect. 

V.  CURRENT  OUTPUT 

The  current  characteristics  of  the  generator,  such  as  are  shown 
on  Pig.  4,  are  entirely  adeqtiate  for  the  prediction  of  the  maxi- 
mum power  and  efficiency  that  a  tube  is  capable  of  delivering. 
In  order  to  determine  what  constants  of  the  output  circuit  will 
give  the  maximum  output,  an  analysis  of  this  output  circuit  is 
necessary.  The  plate  and  grid  voltages  depend  upon  the  ftmda- 
mental  constituent  of  the  output  cturent  i/*,  which,  in  turn, 
depends  upon  ^/p,  the  fundamental  constituent  of  the  plate  cir- 
cuit. In  order  to  calculate  the  actual  current  in  the  output  circuit 
which  will  dissipate  the  power  furnished  by  the  tube,  this  circuit 
must  be  correlated  with  the  tube  circuit  so  as  to  express  the  output 
characteristic,  using  as  ja  parameter  a  variable  of  the  output 
circuit  instead  of  one  of  the  exciting  voltages.  Thus  we  can 
derive  from  the  general  output  characteristic  of  the  tube  a 
particular  supply  characteristic  for  the  output  circuit. 

Consider  the  circuit  shown  in  Fig.  2,  which  is  merely  the  output 
circuit  of  the  inductively  coupled  sy^em  shown  in  Fig.  i .  Speak- 
'ing  again  only  in  terms  of  the  sinxisoidal  fundamental  constituents 
i/p  enters  the  circuit  at  P,  divides  between  the  path  Lp  Rp  on  one 
side  and  the  path  Ro  C  Rg  Lg  on  the  other  side,  leaving  the  circuit 
at  F.  Similarly,  Jg  enters  the  circuit  at  G,  divides  between 
Rg,  Lg,  and  C,  Ro,  Rp,  Lp,  leaving  the  circuit  at  F.  The  funda- 
mental of  plate  current,  Jp,  maititaiTis  a  circulating  current  in  the 
output  circuit,  Jp\  in  comparison  with  which  J^  itself  may  be 
negligibly  small,  if  the  series  resistance,  jR-»jR,+/?p+i2o,  be  small 
compared  with  the  effective  resistance  of  the  divided  circuit 
between  F  and  P.  If  the  current  distribution  in  the  circuit  be 
determined  only  by  the  reactances — that  is,  if  the  resistance  of 
each  branch  of  the  circuit  be  small  compared  with  the  reactance  of 
that  branch — ^the  current  Jp^  will  be  equal  in  all  parts  of  the 
circuit.  Similarly,  the  fundamental  of  grid  current  maintains  in 
the  parallel  circuit  between  G  and  F  a  circulating  cinrent  1/,', 
which  opposes  j/p'  in  all  branches  of  the  circuit.  The  useful  out- 
put current  can  be  thought  of  as  the  difference  between  these 

i-'ft    i-'p      i-** 
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A  Qonvenknt  method  of  calculatixig  the  output  current  is  the 
loss  method,  which  was  employed  by  Hazeltine '  in  considering 
briefly  the  entire  distorted  plate  current  wave.  The  net  power 
supplied  to  the  circuit,  taking  account  of  the  grid  losses,  expressed 
above  by  the  opposition  of  Jg^  to  J^,  is  given  by  eqtiation  (5) : 


ftiEg 


Po 

2 


(x/p-/,/n) 


Po  can  be  obtained  graphically  as  a  f  tmction  of  Eg  from  the  current 
characteristic  (such  as  Fig.  4). 

Po  =  /  LEg)  (8) 

But  iEg''Lg(aJ^ 

Moreover,  Po  -  J^^R.  (10) 

where  P  —  Up + /?, + Po-    Eliminating  Jt,  by  substitution  from  (10) 

in  (9)-  __^ 

,Eg -L,y  ^  ^  ^^^ ^^j^^ ^ ^j^^  ^^^^ 

also  Po-  /  {J£g)  (8) 

A  simultaneous  graphical  solution  of  these  two  equations  gives 
Po,  the  power  output,  as  a  function  either  of  the  resistance  or  of 
the  capacity  in  the  output  circuit. 

Po-/'(Q,P -const 
Po-r(P),C -const 

Since  J^^\'^  the  output  current  follows  immediat^y  as  a 

function  of  the  variables  of  the  output  circuit. 

In  making  a  numerical  proof  of  the  foregoing  theory  for  the 
tube  described  by  the  characteristics  of  Fig.  4  a  slightly  different 
method  of  attack  was  used  in  order  to  facilitate  the  calculation 
of  the  various  harmonic  constituents  of  the  output  current.  The 
principal  harmonics  have  been  calculated  and  measured  in  order 
to  indicate  the  insignificance  of  the  error  involved  in  assuming 
sinusoidal  plate  and  grid  voltages  for  a  determination  of  the 
output  characteristics. 

«I<oc.dt. 
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In  the  circuit  of  Fig.  2  let  Lp  =L,;  then  n  =  i  and  Fig.  4  leads 
to  an  expression  of  the  power  which  the  tube  will  develop  in 
this  circuit.  As  a  further  simplification  make  M  "O,  the  mutual 
between  Lp  and  Lg.  Then  the  equation  for  the  power  output 
reduces  to 

*  0*=""^"  (i'*p~i'»g)i 

and  we  can  consider  this  circuit  as  being  driven  by  an  effective 
supply  current,  j/e,  which  is  the  difference  between  the  funda- 
mental of  plate  current  and  the  ftmdamental  of  grid  current. 

lie  =  i/p  —  ilg' 

Similarly,  for  any  harmonic  constituents  of  the  plate  and  grid 
ciurents,  the  effective  current  is 

k/e  —  k/p  —  k/g. 

Any  constituent  of  the  circulating  output  current  can  be  found  as 
the  high-amplitude  components  of  k-Ce  which  flow  through  either 
branch  of  the  divided  circuit  between  F  and  P  (Fig.  2).  Ob- 
viously ii^Rp^+Lp*<a^  =  ^JRg^+U^  the  effective  supply  current 
can  be  treated  as  if  applied  to  the  output  circuit  between  F  and  G 
or  between  F  and  P,  In  either  case,  if  we  assume  that  the  resist- 
ances of  the  separate  branches  are  small  compared  with  the 
reactances,  a  consideration  of  the  relative  impedances  of  the 
inductance  branch  and  the  inductance-capacity  branch  of  the  out- 
put circuit  leads  to  the  equality  of  any  individual  constituent 
of  the  output  current  in  all  parts  of  the  output  circuit,  a  fact 
mentioned  previously  in  connection  with  the  ftmdamental  alone. 
If  k/a  be  the  kih  frequency  constituent  of  the  output  ctirrent 
flowing  through  the  capacity  branch  of  the  circuit,  then  k/*  is 
related  to  the  *th  constituent  of  the  effective  supply  current  by 
the  relation 

k/a  kLoi 


"'•aR^^ 


(12) 


assuming  that  the  total  impedance  of  either  of  the  coupling  coils 
is  kLw.    This   is    justifiable   even    when    k^i.    Substituting 

a»  =  -7===  this  reduces  to 
V2IC 

ki.  k 
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For  all  harmonic  constituents  (     , .    j   is  insignificant  compared 
withf  Jk-TJ  and  this  reduces  to 

For  the  ftmdamental  constituent  ife  =  i ,  -r—  becomes  important, 
and  the  output  ciurent  is  given  by 

-.      2L«  r 


— 1    I^T 


(14) 


An  immediate  deduction  from  these  expressions  is  that  the  ratio 
of  the  ftmdamental  in  the  antenna  to  any  harmonic  is  practically 
inversely  proportional  to  the  antenna  resistance.  In  other  words, 
the  impediance  of  the  output  circuit  to  the  fundamental  constituent 
of  the  supply  current  is  merely  the  resistance  of  the  circuit,  while 
the  resistance  forms  an  insignificant  part  of  its  impedance  to  all 
harmonics.  A  small  change  in  R  tlms  makes  a  large  change  in  the 
fundamental  constituent  relative  to  the  corresponding  change  in 
the  harmonic. 

Je  is  known  empirically  from  the  curves  of  Fig.  4  as  a  function 
of    the    grid  voltage    amplitude:   i/e^/d^i*).     But    ^Eg^L^aJ^ 

—  \-fJ^^'    Eliminating ,/»  between  this  and  eqtiation  (14) : 

i^e^ T-i^e  (i5)a 


also— 


[j.^fi^Eg)  (i5)b 


Voltage  characteristics  of  the  output  circuit  showing  Eg  and  E^ 
as  functions  of  the  resistance  and  capacity  are  furnished  by 
graphical  solutions  of  these  equations.  Fig.  5a  shows  such  solu- 
tions for  constant  resistance  and  variable  capacity  and  Fig.  56, 
for  constant  capacity  and  variable  resistance,  for  a  circuit  in  which 
L  =0.365  millihenries,  72  =  2.20  ohms,  and  C  =  5.35  millimicro- 
farads.  These  inductance  and  capacity  values  give  a  range  of 
ftmdamental  wave  lengths  of  3000  to  10  000  meters,  which  are  large 
enough  to  make  the  capadtive  reactance  of  the  plate  and  grid 
coils  insignificant  compared  with  their  inductive  reactance.    The 
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graphical  solutions  are  accomplished  by  plotting  equation  (15b) 
from  the  output  characteristic  of  Fig.  4,  by  direct  subtraction  of 
Jg  from  |/p  and  by  plotting  equation  (15a)  for  a  xmmber  of  values 
of  C,  at  a  constant  value  of  R,  and  for  a  number  of  values  of  R 
at  a  constant  value  of  C.  The  points  of  intersection  of  these 
straight  lines  with  the  empirical  function  (15b)  give  £,  as  a  func- 


tei»     HO     ieo 


zoo      ZtO       S40 


M>     eo      ioo     izo     MO     f4o     mo     zoo    zzo    t^o 
£^  in  VoltL 

Fio.  $,-— Graphical  solutions 

tion  of  the  output  capacity,  and  again,  as  a  function  of  the  output 
resistance.  These  are  shown  upon  Fig.  6,  the  curves  6a  being 
derived  from  5a,  and  66  from  56. 

With  the  voltage  characteristics  as  the  connecting  link  between 
tube  and  output  circuit,  the  effective  supply  current  Jb  can  be 
shown  as  a  fimction  either  of  the  resistance  or  of  the  capacity  in 
the  output  circuit;  this  might  be  termed  a  current  supply  char- 
acteristic for  this  particular  output  circuit,  contrasted  with  the 
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output  characteristics  of  the  generator  (Fig.  4)  which  are  appli- 
cable to  any  output  circuit.  The  current  supply  characteristic  is 
shown  in  Fig.  7  for  two  values  of  antenna  resistance,  i?«7.i5 
ohms,  and  if  — 3.15  ohms,  and  variable  capacity.  The  effect  of 
increasing  the  antenna  resistance  is  to  make  the  maximum  output 
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Flo.  6. — VoUage  characteristics  of  output  circuit 

from  the  tube  occur  at  lower  capacity  values.  Upon  Fig.  7  are 
shown,  for  pturposes  of  comparison,  the  numerical  values  of  J; 
/ei  4/e,  frfe.  The  harmonic  constituents  of  plate  and  grid  currents 
were  calctdated  from  the  derived  characteristic  of  Fig.  3  following 
the  same  method  employed  for  the  fundamental  constituents. 
k/p  and  Jg  were  subtracted  algebraically  and  the  resulting  Jt 
plotted  as  a  function  of  C  for  one  value  of  iJ,  I?«3.i5  ohms,  by 
virtue  of  the  voltage  characteristic,  Fig.  6a. 
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The  output  currents  for  various  capacity  values  follow  imme- 
diately from  the  supply  characteristic  by  substitution  in  equations 
(13)  and  (14).  In  Fig.  8  are  shown  theoretical  curves,  of  output 
current,  calculated  in  this  manner.  The  points  marked  by  circles 
show  actual  hot-wire  ammeter  readings,  multiplied  by  V^,  observed 
in  a,  circuit  having  these  constants,  and  supplied  by  the  tube  for 
which  output  characteristics  shown  on  Fig.  4  had  been  obtained. 
The  calculated  and  experimental  results  check  quite  closely,  in 
view  of  the  difficulties  encountered  in  reproducing  exactly  the 


•7? i'd  — *: — iJf  3d 

F20*  7. — Supply  current  characteristics 

Operating  condition  of  the  tube  from  one  set  of  measurements  to 
the  next. 
It  is  a  matter  of  experience  that  in  any  output  circuit  in  which 

the  ratio  -= —   <  i  the  harmonics  are  practically  insignificant  in 

their  effect  upon  a  hot-wire  ammeter.  Consequently  the  readings 
of  such  an  instrument  can  be  taken  as  a  true  indication  of  the 
amplitude  of  the  fundamental. 

Upon  Fig.  8  are  shown  calculated  amplitude  curves  for  the 
double  and  triple  harmonics  at  i?  «*  3.1 5  ohms.  The  highest  value 
reached  by  any  harmonic  is  3  per  cent  of  the  fundamental  at 
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points  well  below  Tna.yiniiiin  output.    At  maximum  output  all 
hannonics  are  entirely  negligible. 

Upon  Fig.  9  are  shown  calculated  curves  for  the  double,  triple, 
quadruple,  and  quintuple  frequency  harmonics,  at  a  resistance  of 
3.15  ohms.  These  curves  were  calculated  by  substitutioa  from 
Fig.  7  in  equation  (13).  Measurements  of  the  harmonics  were 
made  by  the  following  method:  A  standard  wave  length  circuit 


^£f9d  Orikr  Marmoflic    \ 
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20       Z4        zt 
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9Z        O^ 
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Pig.  %.'—(hapi»i  currents 

with  a  4-ohm  vacuum  thermoelement  was  coupled  to  a  small  wire 
loop  connected  in  series  with  the  output  'capacity.  The  wave 
meter  was  ttmed  to  resonance  with  the  various  harmonic  fre- 
quencies and  the  ciurents  induced  at  these  frequencies  measured; 
then  with  the  same  coupling  and  a  suitable  noninductive  resist- 
ance in  series  with  the  thermoelement  the  wave  meter  was  tuned 
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to  resonance  with  the  fundamental.  The  resistance  of  the  stand- 
ard circuit  being  accurately  known,  the  voltages  induced  in  this 
circtiit  at  the  fundamental  and  at  the  harmonic  frequencies  could 
be  computed.  These  vohages  indicate  the  relative  amplitudes 
of  the  harmonic  constituents  of  the  output  ciurent,  provided  that 
account  is  taken  of  the  change  in  frequency  from  fundamental 
to  harmonic.  The  relative  amplitudes  of  the  harmonics  with 
respect  to  the  fundamental  being  known,  their  absolute  ampli- 
tudes could  be  calculated  from  the  deflections  of  the  hot-wire 
ammeter  in  the  output  circuit,  assuming  these  to  be  due  entirely 
to  the  fundamental.    The  double  and  triple  harmonics  are  the 


I 
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^^^ 


73    7^     es      '     ^tr 

Capoctfy  in  MHIi '  Mtcrotands. 
Fio.  9. — Harmonic  eonMuents  cf  output  currents 

only  ones  of  any  importance  in  the  output  circuit,  owing  to  the 
extremely  high  impedance  of  this  circuit  to  the  higher  multiples 
of  the  fundamental  frequency. 

Upon  Figs.  10  and  1 1  are  shown  power  and  efficiency  curves  for 
the  output  circuit,  giving  the  input  on  the  tube  and  the  output 
power  as  functions  of  the  capacity  for  constant  resistance,  and  of 
the  resistance,  for  constant  capacity.  The  calculated  curves 
were  obtained  by  multiplying  ,/e  and  ^Ep  as  obtained  from  Fig.  4, 
and  expressing  these  products  as  functions  of  the  constants  of  the 
output  circuit  by  the  use  of  the  voltage  characteristics  (Fig.  6). 
This  process  is  equivalent  to  taking  the  theoretical  expression 
for  i/a,  equation  (13),  squaring,  and  multiplying  by  the  resistance. 
The  measured  values  of  power  were  calculated  from  the  hot-wire 
ammeter  readings  shown  on  Fig.  8. 
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It  must  not  be  inferred  from  the  foregoing  discussion  that  this 
analysis  is  recommended  for  use  in  toto  as  a  method  for  testing 


~»         74        /4     '  ^        to       JM        M       a  4       «9        90       3S~ 

Tio.  lo. — Paufer  (nUput-^Comtant  resistance 

and  rating  electron  tubes.     It  is  a  cumbersome  process  to  carrj 
through  the  calculations  from  the  derived  characteristic  of  the 


Fig.  zi. — Powsf  output — Constant  capacity 

tube  to  the  output  current  as  a  function  of  the  output  resistance 
and  capacity. 
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Experimental  work  is  now  in  progress  upon  a  method  for  obtain- 
ing by  direct  measurement  the  cmrent  characteristics  of  power 
tubes,  as  shown  on  Fig.  4.  This  will  make  unnecessary  the  use 
of  harmonic  analysis  of  the  derived  characteristics.  The  tube 
under  test  is  excited  by  60-cycle  sinusoidal  grid  and  plate  voltages 
and  mechanical  resonance  with  this  frequency  is  attained  with  a 
vibrating  system  which  gives  direct  readings  of  the  amplitudes 
of  the  fundamental  constituents  of  the  pulsating  plate  and  grid 
currents.  The  power  output  from  a  tube  can  thus  be  predeter- 
mined as  a  fmiction  of  n  and  of  ^Eg  for  different  operating  con- 
ditions of  filament  emission  and  plate  voltage.  The  results  of 
such  measurements  for  a  variety 'of  tubes  will  be  given  in  a  later 
paper. 

The  author  desires  to  express  appreciation  of  the  assistance  of 
H.  A.  Snow  of  this  Bureau  who  made  most  of  the  measurements 
described  in  this  paper. 

Washington,  July  11,  1919. 
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L  INTRODUCTION 

The  method  of  demonstrating  the  structure  which  exists 
in  any  particular  metal  or  alloy  at  high  temperatures  by  etching 
a  polished  sample  while  it  is  being  heated  at  the  desired  tempera- 
tture  is  quite  familiar  to  metallographists.  The  usual  method  of 
procedure*  is  to  heat  the  specimen  previously  polished  for  micro- 
scopic examination  in  a  neutral  atmosphere  (hydrogen  or  nitrogen) 
to  the  desired  temperatture,  then  to  admit  the  etching  gas  (chlorine, 
hydrochloric  add,  or  similar  gas)  for  a  few  seconds,  and  €ifter 
flushing  out  the  etching  gas  with  the  neutral  one,  and  finally  to 
cool  the  specimen  in  the  neutral  atmosphere.  The  etch  pattern 
produced  by  etching  at  any  definite  temperature  is  usually  taken 
as  a  record  of  the  microstructure  which  prevailed  at  that  tem- 
perature. It  has  been  pointed  out  frequently  that  changes  in 
composition  of  the  surface  metal  occtu:  dining  the  preliminary 
heating  in  the  neutral  atmosphere,  so  that  the  appearance  pro- 
duced by  the  etching  at  high  temperatture  may  not  be  truly 
representative  of  the  condition  of  the  interior  of  the  specimens. 
To  overcome  this  uncertainty  the  heating  has  at  times  been  done 
in  vacuo,'  the  etching  gas  admitted  when  the  desired  temperature 
was  reached,  and  then  pumped  out;  the  specimen  then  cooled 
in  vacuo. 

>  N.  Gtttowaky,  Uber  die  Stractur  des  StaUen  bd  faohen  TanpenttuRa,  Hetallnrsie,  6,  p.  743;  1909. 
H.  HancnuBm,  Btdiiac  at  High  Temperstares,  Inter.  Zeit.  Metanocraphk^  8,  p.  176. 
'  N.TlKluicbewiley  and  N.  Schiilcfait  Jour.  Iron  and  Stad  Inst.*  M,  p.  189;  1917. 
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The  work  .  of  Rosenhain,  Humphrey,  and  other  workers » 
demonstrates  that  surface  changes  in  the  steel  occur,  however, 
even  when  the  spedmens  are  heated  in  vacuo.  Such  changes 
in  then^selves  are  sufikiently  pronounced  so  as  to  record  in  the 
changed  appearance  of  the  smface  the  microstructure  which 
prevailed  at  the  temperature  at  which  the  change  took  place. 
The  surface  configiu^tion  or  pattern  thus  produced,  to  which 
various  names,  "heat  relief,'*  "heat  etching,"  and  "vacuiun 
etching,"  have  been  applied,  has  been  explained  by  Rosenham 
as  due  to  volatilization  of  the  surface  metal.  This  is  more  pro- 
notmced  along  the  crystal  boimdaries  than  over  the  face  of  the 
crystal  itself.  The  change  in  composition  of  the  layer  inmie- 
diately  adjacent  to  the  surface  of  a  steel  sample,  when  heated 
in  vacuo  or  in  a  neutral  atmosphere,  has  also  usually  been  attributed 
to  volatilization.  Howe*  has  oifered  an  entirely  new  and  strik- 
ing explanation  for  this  phenomenon.  His  explanation  is  to 
the  eflfect  that  the  change  in  compositton  of  the  surface  layer  is 
local  only,  the  average  composition  of  the  specimen  does  not 
change.  Upon  cooKng  a  sample  of  steel  from  a  high  temperature 
the  free  constituent  (ferrite  or  cemwitite,  as  the  case  may  be) 
is  expelled  to  the  outside  of  the  mother  austenite  crystal,  and 
thus  to  the  surface  of  the  specimen  in  the  case  of  the  crystals 
which  form  the  exterior.  By  repeated  heatings,  the  layer  of 
expelled  ferrite  (in  the  case  of  low-carbon  steel)  is  augtdented 
until  the  specimen  has  the  appearance  of  being  decarburized 
at  the  surface. 

The  series  of  examinations  described  below  were  made  with 
thfe  aim  of  showing  to  what  extent  the  change  in  compositioa  of 
the  surface  layer,  which  usually  accompanies  heating  m  vacuo, 
affects  the  results  of  any  tests  which  may  be  made  to  reveal  the 
microstructure  existing  at  high  temperatures.  The  results  also 
throw  some  additional  light  upon  the  nature  of  thfe  <^mpositfon 
change  of  the  surface  layer,  and  also  the  formation  of  the  surface 
pattern,  by  which  the  microstructure  is  revealed  i>y  means  of 
"heat-relief"  etching. 

»  W.  Rosenhain  and  J.  C.  W.  Humlrcy,  The  CrysUUine  Structure  of  Iron  at  Hl«li  Temperature;  CoHected 
Kesearcfaes.  National  Phys.  tab..  Tedfllngton,  «,  p.  x«^  W.  Rownhain  and  J.  C  W.  Shunffcy.  Tbe 
Tenacity.  Dcfonnation.  and  l^racture  of  Soft  Stcd  at  Hifh  Temperaturet,  Jour.  Iron  and  Sted  Inst.,  S7. 
pp.  219-315:  1913.  J.  CW.Humfrey.  The  IntercrystalUne  Fracture  of  Iron  and  Steel.  Collected  Rteearcbes. 
National  Phys.  Lab..  Teddington.  10.  p.  1x3.  19x3;  also  Iron  and  Stod  Inst..  Carnegie  dool.  Mcnaar. 
4.  Z9».  W.  Rosenham  and  D.  Ewen.  IntercrystalUne  Cohcsiaix  in  Metala.  Collect^  Researches.  National 
Phys.  Lab.,  Teddinition.  10.  p.  pz,  1915;  abo  froDi  Jour.  Inst.  Metals,  8.  No^  a;  i9i«-  Adolpbe  KrooL 
The  CrystaUosTBphy  of  the  Iron-Carbon  SystOD,  Jour.  Iron  and  Steel  Inst..  81.  p.  ^04;  x9zo. 

« H.  M.  Howe.  The  Pasxtion  of  Aei  in  GWboo-Irga  AHmrs.  Discussion.  Trans.  Am.  Inst.  Min.  Eugrs.. 
47,  p.  659;  19x3. 
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IL  METHOD  OF  RSVEAUHO  STRUCTUSAL  CHANGES 
0CQURIUN6  AT  HIGH  TEMPERATUKBS 

Pure  iron  and  low-carbon  steel  were  chosen  as  typical  materials 
to  demonstrate  how  heat  etching  may  be  used  to  show  the 
structural  changes  which  occur  in  these  metals  upon  heating. 
Both  of  these  materials  show  pronounced  changes  in  structure 
accompanying  some  of  the  transformations  which  occur  upon 
heating.  The  normal  structure  of  each  is  very  familiar;  also  the 
microstructiu-e  existing  at  high  temperature  has  been  demon- 
strated by  means  of  the  etching  method. 

A  remelted  electrolytic  iron  of  the  following  composition  was 
used:  Carbon  0.03  per  cent,  sulphur  0.002  per  cent,  and  silicon 
0.009  per  cent.  By  thermal  analysis,  the  material  was  shown  to 
have  the  following  thermal  characteristics:  Ac,,  768**  C;  Ac,,  910® 
C;  Ar,,  900®  C;  Arj,  768®  C.  The  specimens,  which  were  of  the 
size  used  for  thermal  analysis  (approximately  3  g),  wer^  mounted 
on  the  end  of  the  platinum  platinum-rhodium  thermocouple  and 
heated  in  the  evacuated  tube  of  a  diflferentially  heated  furnace  of 
the  Rosenhain  type.'    The  following  temperatures  were  used: 

9go**  C above  A3 

880**  C between  A,  and  A, 

700*  C below  Aci  (of  steels) 

In  each  case  the  specimen  was  held  for  approximately  30 
minutes  at  the  maximum  temperature  and  then  cooled  in  the 
evacuated  furnace  at  an  approximate  rate  of  0.15®  per  second  by 
moving  the  specimen  to  the  cold  end  of  the  tube.  The  surface  of 
the  specimens,  after  heating,  showed  no  evidence  of  bxidation. 
In  most  cases,  particularly  those  heated  to  the  highest  tempera- 
tures, the  surface  had  a  slightly  roughened  or  matt  appearance. 

In  Fig.  I  is  shown  the  surface  pattern  produced  by  heating  the 
iron  above  the  Ac,  transformation.  Two  distinct  patterns  are  to 
be  seen  superimposed  one  upon  the  other.  One  of  the  patterns  is 
similar  in  appearance  to  that  of  pure  iron,  as  ordinarily  etched  at 
room  temperature;  the  other  network  contains  numerous  straight 
lines,  and  many  of  the  inclosed  '* grains''  have  the  appearance  of 
twinned  crystals.  This  is  clearly  shown  in  Fig.  la.  The  two 
long,  narrow  crystals  are  the  twinned  layers  of  a  much  larger 


•  H.  Soott  and  J.  R.  Freeman,  BntL  Am.  Inst.  Min.  snd  HeL  Bnga..  IM,  p.  i4«9:  dcscrii»tioa  of  the 
luniaot  god  ftiixiliary  af»paratus  is  ghrcn. 
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crystal,  the  boundaries  of  which  can  be  faintly  seen.  Another 
network,  outlining  a  second  system  of  grains,  is  superimposed 
upon  the  twinned  crystals.    Fig.  ib  shows  similar  features. 

The  network  which  delineates  the  straight-sided  polyhedral 
twinned  crystals  is  a  record  of  the  structure  of  the  y  iron;  that 
is,  the  form  existing  above  the  A,  transformation.  The  second 
network  belongs  to  the  crystal  structure  which  prevails  below  this 
transformation,  as  is  shown  in  specimens  heated  to  a  temperature 
below  A,.  Only  one  network  is  developed  in  such  a  case;  this  is 
identical  with  the  second  pattern  of  specimens  heated  above  A,. 
The  specimen  shown  in  Fig.  2  illustrates  this,  and  also  shows  that 
no  characteristic  crystal  form  corresponds  to  the  so-called  /3  range. 
The  appearance  is  the  same  as  that  of  specimens  heated  at  a  tem- 
perature well  below  A^  (Fig.  3),  and  also  of  samples  polished  and 
etched  under  ordinary  conditions.  This  observation  confirms  that 
of  Rosenhain  and  Humfrey*  in  this  respect. 

In  Fig.  3  is  shown  the  surface  of  a  polished  specimen  heated  to 
700°  C.  The  network  outlining  the  arrangement  of  the  oystals 
showed  faintly  even  at  this  relatively  low  temperattne. 

The  surface  of  freshly  heated  specimens  often  has  a  *'matt 
finish  "  appearance,  and  when  viewed  at  an  oblique  angle  is  seen 
to  be  considerably  roughened.  The  volatilization  which  occurs 
at  high  temperattn-e,  as  shown  in  Fig.  la,  accounts  partly  for  the 
matt  finish.  It  will  be  noted  that  the  volatilization  develops 
rather  well-defined  "etching  pits"  on  the  surface,  by  means  of 
which  the  structural  orientation  within  the  twin  oystals  re- 
lative to  the  mother  crystal  is  plainly  shown.  The  roughened 
appearance  is  due  largely  to  a  budding  of  the  surface  of  the 
individual  crystals.  Fig.  4,  which  shows  a  section  perpendicular 
to  the  polished  surface  which  was  exposed  to  the  heat,  de- 
monstrates the  distortion  which  occurs;  the  boimdary — that  is, 
the  trace  of  the  polished  flat  surface — originally  rectilinear, 
now  consists  of  a  series. of  tmdulations.  Specimens  heated  to 
a  temperature  a  little  below  Aj  show  an  irregular  branching 
network  within  the  grains  themselves  (Fig.  26).  This  is  often 
seen  in  ptu'e  iron  after  ordinary  etching,  for  microscopic  examina- 
tion particularly,  if  the- sample  has  been  strongly  heated  previ- 
ously; for  example,  specimens  which  have  been  heated  several 
times  for  thermal  analysis  curves.  Whether  this  bears  any  rela- 
tion to  the  /3  change  has  not  yet  been  determined. 


*I«oc.  dt.    Scenotej. 
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Fig.  I. — Micros tructure  of  pure  iron  above  the  A^  transformation 

Both  micrographs  show  the  surface  appearance  of  the  same  material,  a  specimen 
of  which  was  heated  for  30  minutes  at  950°  C.  Two  networks,  indicative  of  two 
different  crystalline  arrangements,  are  to  be  seen.  The  one  showing  the 
twinned  crystals  is  the  structure  prevailing  above  A3;  the  other,  superim- 
posed upon  the  first,  corresponds  to  the  structure  at  lower  temperatures.  Mag- 
nification, 500  diameters;  "heat-etched" 
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Fig.  2. — Microstructure  of  pure  iron  between  the  A2  and  A^  transformations 

The  polished  specimen,  represented  by  the  two  tnicroirraphs.  was  heated  30  minutes 
at  880"  C,  i.  e.,  just  below  As.  The  appearance  of  the  previously  polished  siuiace 
reveals  the  structure,  which  is  of  the  same  type  as  that  prevailing  at  ofdinary 
temperatures.  The  excessive  volatilization  at  the  margins  of  the  grains  has  dearly 
developed  the  boundaiies.    Magnification.  500  diameters;  ' '  heat-etched  " 
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Fig.  3. — Microstfucture  of  pure  iron  below  the  transformation 
temperatures 

A  mlished  spedmen  of  the  znaterial  was  heated  for  30  minutes  at  700°  C.  The 
volatilization  at  the  grain  boundaries,  though  slight,  has  been  sufHcient  to 
reveal  the  structure,  which  is  of  the  same  type  as  that  existine  between  As 
and  Aj.    Magnification,  500  diameters;  "heat-etched" 
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Fig.  4. — Micro  structure  of  pure  iron  at  high  temperatures 

The  micrograph  shows  a  section  perpendicular  to  the  polished  and  "heat-etched" 
surface  of  Fig.  x.  A  layer  of  electrolytic  copper  was  deposited  to  preserve  the 
edge  during  the  polishing  of  the  specimen.  The  originally  rectilinear  edge  has 
been  changed  into  a  series  of  undulations  by  the  volume  changes  at  the  transfor- 
mation temperature.  Magnification,  500  diameters;  etching,  2  per  cent  alcoholic 
nitric  acid 
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(a)  The  polished  spedmea  was  heat-etched  by  heatinK  it  for  30  minutes  at  700"  C 
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(6)  The  polished  specimen  was  distorted  sufficiently  to  show  slip-bands  and   ther 
heat-etched  as  in  (a).    The  slip-bands  still  persist 

Fig.  5. — Micfostructure  of  low-carbon  steel  just  below  the  yl,  trans- 
formation.   Magnijicationt  100  diameters 
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(a)  The  material  of  Pig.  5a  was  slightly  polished  to  remove  the  effects  of  heat-etching 
and  etched  with  a  per  cent  alcoholic  nitric  add.  The  material  shows  the  normal 
structure  for  this  class  of  steel 


{b)  A  specimen  similar  to  Fig.  5a  was  etched  with  a  per  cent  alcoholic  nitric  add 
directly  after  bdng  heat-etched.    The  surfaces  etch  and  darken  immediately 

Fig.   6. — Microstruclure   of   low-carbon   steel  just   below   the   Ai 
transformation.     Magnification,  100  diameters  in  both  cases 
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(a)  Magnification,  zoo  diameters.    Both  ferrite  and  pearlite  are  clearly  shown 


(6)  Magnification,  500  diameters.    The  boundaries  of  the  ferrite  grains  extend  through 
the  pearlite  islands 

Fig.  7. — Micros Iructure  of  low-carbon  steel  just  above  the  A^  transformation 

The  polished  specimen  was  heat-etched  by  heating  30  minutes  at  760*  C 
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(a)  The  spcdmen  cf  Fig.  7a  was  slightly  polished  and  etched.    The  surface  metal 
is  pure  ferrite 
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(6)  Section  of  the  specimen  shown  in  (a),  taken  perpendicular  to  the  heatretdied 
surface.  A  layer  of  electrolytic  copper  was  deposited  to  protect  the  edge  during 
polishing.  The  pcarlite  has  been  removed  from  the  surface  metal,  by  the  heating. 
for  a  considerable  depth 

Fig.  8. — Microsiructure  of  low-carbon  steel  previously  heated  just 
above  theAi  transformation.  Etched  with  2  per  cent  alcoholic  nitric 
acid.    Magnification,  joo  diameters 
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(a)  The  polished  specimen  was  heat-etched  by  heatlns  30  minutes  at  950*  C 
Two  patterns  corresponding  to  the  a  and  the  7  forms  (compare  Fig.  x)  are  to 
be  seen 
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(6)  The  polished  specimen  was  etched  with  a  per  cent  nitric  acid  before  heating 
at  xooo*  C  for  30  minutes.  The  original  pearlite  pattern  shown  by  the  first 
etching  has  persisted  throughout  the  heating.  Upon  this  two  other  patterns 
similar  to  those  in  (a)  above,  have  been  superimposed 

Fig.  9. — Microstructure  of  low-carbon  steel  above  the  A^  transformaiion. 
Magnification,  500  diameters 


Digitized  by 


Google 


Scientific  Papers  of  the  Bureau  of  Standards,  Vol.  15 


■■ 

^^^■■WMHHnnniPPBP^ 

F 

^^^o^'^"' 

•^J 

WN 

ir 

■    •     '    :/                                    "       • 

^ 

-k 

(a)  Heated  for  30  minutes  above  the  Ai  transformation  (760*  C) 
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(b)  Heated  for  30  minutes  just  below  the  M  transformation  (83c 
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(c)  Heated  for  30  minutes  above  the  As  transformation  (890"  C) 

Fig.  10. — Surface  changes  produced  in  low-carbon  steel  by  heating  in  vacuo 

In  each  case  a  section  perpendicular  to  a  surface  which  had  been  hcat-ctchetl  was  •->.  j 

taken.    Magnification,  100  diameters;  ctchinn,  2  ikt  cent  alcoholic  nitric  acid.       digitized  by  Vj005l^^ 
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(a)  Carbookas  surface  layer. 


(6)  The  average  structure  at  the  center  of  the  specimen 

Fig.  II. — Surface  changes  prodticed  in  low-carbon  steel  by  heating 
above  the  A^  transformation  temperature 

A  polished  specimen  was  heated  continuously  for  four  hours  above  the  Aa  trans* 
formation  temi)erature.  The  heat-etched  surface  -was  then  protected  with  a 
deposit  of  electrolytic  copper,  and  the  specimen  sectioned  perpendicularly  to 
this  face.   Magnification,  500  diameters;  etchins*  9  per  cent  alcoholic  nitric  acid 
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(a)  Carbonless  surface  layer 


(6)  Average  structure  oi  the  central  portion 

Fig.  12, -'—Surf ace  changes  produced  in  low-carbon  steel  by  heating 
above  the  A^  transformation  temperature 

The  specimen  was  used  for  a  series  of  thermal  curves  and  was  heated  four  times 
above  the  A3  transformation  temi)erature;  the  total  period  above  this  tempera- 
ture was  four  hours.  The  specimen  was  treated  as  fox  Pi^.  13.  with  which  this 
figure  should  be  compared.  Magnification,  500  diameters;  etching,  a  per  cent 
alcoholic  nitric  acid 
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(a)  The  average  sutface  condition  is  shown.  The  cementite  envelopes  disap- 
pear at  some  distance  below  the  surface.  In  the  original  condition  of  the 
specimen  they  extended  to  the  surface.  Cementite  has  been  removed  from 
the  surface 


{b)  In  a  few  exceptional  spots  a  thin  white  (probably  ferrite)  layer  formed  at 
the  surface.  Etching  with  hot  sodium  lucrate  showed  that  this  layer  was 
not  cementite 

Fig.  13. — Surface  changes  produced  in  high-carbon  steel  by  heating  in  vacuo 
above  the  A^  transformation  temperature 

The  siiccimen  was  prepared  in  a  manner  similar  to  those  of  Pig.  12.    Magnifi- 
cation. 500  diameters;  etching.  2  per  cent  alcoholic  nitric  acid 
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2.    LOW-CARBON  STEEL. 

A  synthetic  low-carbon  steel  ^  of  the  following  composition  was 

used  as  representative  of  this  class  of  material:  Carbon,  0.18  per 

cent;  silicon,  0.007  P^  cent.    The  steel  has  the  following  thermal 

characteristics:  Ac^,  738^  C;  Acj,  769^  C;  Acj,  840^  C;  Ar,,  792^  C; 

Ar„  769®  C ;  Ar^,  700®  C.    The  specimens,  which  were  first  polished 

ready  for  microscopic  examination,  were  heated  in  vacuo  in  the 

same  manner  as  the  piu^  iron;  the  sample  was  held  in  each  case, 

approximately  30  minutes,  at  the  maximum  temperature.    The 

specimens  were  heated  to  the  following  temperatures: 

950®  C above  Ac, 

760**  C.  ^ above  Acj 

700®  C below  Aci 

Fig.  5  shows  the  appearance  of  a  specimen  heated  to  700**  C; 
that  is,  just  below  the  transformation  Aci.  Even  at  this  tem- 
perature the  heat  relief  has  been  sufficient  to  clearly  indicate  the 
islands  of  pearlite.  In  Fig.  56  is  shown  the  appearance  of  a  speci- 
men which,  after  polishing,  was  distorted  enough  to  develop  slip 
bands  and  then  heated  to  700^  C.  The  slight  roughening  of  the 
surface  due  to  the  slippiog  still  persists  at  this  temperature  and 
shows  that  no  marked  volatilization  has  occurred  at  the  surface. 

Fig.  6a  shows  the  specimen^  of  Fig.  5a  after  it  was  polished 
slightly  to  remove  the  eflfects  of  the  heat  relief  and  then  etched. 
The  material  has  the  usual  appearance  of  low-carbon  steel.  When 
the  specimen  is  etched  directly  after  heating — that  is,  without 
any  supplementary  polishing — ^the  surface  darkens  almost  imxnedi- 
ately  and  gives  the  appearance  shown  in  Fig.  66.  A  similarly 
pronounced  darkening  of  ferrite  upon  etching  is  often  observed 
when  a  specimen  is  finished  on  a  polishing  wheel  which  has  been 
allowed  to  become  quite  free  from  water  so  that  the  surface  heats 
considerably.  Upon  heating  a  polished  specimen  of  this  material 
above  the  Ac^  transformation  the  surface  takes  on  the  appearance 
shown  in  Fig.  7a,  which  is  very  similar  to  that  produced  by  heating 
below  Aq.  The  position  of  the  preexisting  pearlite  islands  is 
clearly  indicated.  It  will  be  noted  that  the  network  which  marks 
the  boundaries  of  the  ferrite  crystals  is  now  continuous  through  the 
pearlite  areas  instead  of  around  them.  This  is  best  seen  at  a  higher 
magnification  as  in  Fig.  ^b.  When  the  surface  is  etched  after 
heating — ^that  is,  without  any  polishing — ^the  appearance  is  the 
same  as  is  shown  in  Fig.  66.     However,  when  the  surface  is  slightly 


'  An  alloy  of  iron  and  carboa  prei>ared  according  to  the  method  given  in  Scientific  Papcft  No.  a66  was 
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polished  and  then  etched,  no  darkenkig  Fesults,  nor  is  there  left 
any  trace  of  the  patteem  developed  by  heat  relief.  The  nmterial 
which  constitutes  the  surface  is  pure  ferzite  (Fig.  8a);  all  the 
pearlite  has  been  removed  to  a  considerable  depth,  as  is  shown  in 
Pig.  86,  which  shows  a  section  of  the  specimen  perpendicular  to 
the  polished  face.  The  normal  appearance  of  the  material  is  shown 
in  the  lower  portion  of  the  micrograph.  The  boimdary  between 
the  outer,  or  caxbonless,  metal  and  the  inner  normal  material  is 
very  clearly  defined.  The  change  from  the  outer  zone  to  the 
unchanged  metal  of  the  interior  is  very  abrupt  and  not  a  gradual 
one. 

In  Fig.  ga  is  shown  the  pattern  developed  by  hea^  relief  on  the 
polished  surface  by  heating  above  the  Ac,  transformation.  The 
more  ckarly  defined  network  corresponding  to  the  y  condition  is 
superimposed  upon  a  less  distinct  one  which  shows  the  char- 
acteristic outlines  of  the  a  crystals.  In  Fig.  96  this  is  more  plaoily 
seen.  The  polished  specimen  in  this  instance  was  etched  to  reveal 
its  initial  structure  and  then  heated  at  1000^  C  lor  30  minutes; 
that  is,  well  above  the  temperature  of  the  Ac,  change.  The 
roughening  of  the  surface  corresponding  to  the  islands  of  peariite, 
shown  by  the  initial  etching,  still  persists.  Upon  this  pattern 
two  others  are  superinq)osed;  these  show,  respectively,  the  crys- 
talline condition  above  Ac,  upon  heating  and  bdow  Ac,  on 
cooling.  The  twin  crystal  (Fig.  96) ,  which  had  its  origin  when  the 
steel  was  in  the  y  state,  is  seen  to  cut  through  the  preexistii^; 
Islands  of  pearlite  and  to  bear  no  relation  to  them.  It  should  be 
borne  in  mind,  however,  that  the  carbide  has  been  removed  from 
the  surface  material,  probably  before  the  change  to  the  y  state  is 
brought  about,  as  has  been  described  above. 

IIL  NATURE  AND  EXTENT  OF  THE  SURFACE  CHANGES 
UPON  HEATING 

The  magnitude  of  the  change  (apparently  decarburijatfon) 
which  occurs  in  some  samples  (Fig.  8)  makes  the  explaastion 
offored  by  Howe '  appear  to  be  an  inadequate  one.  la  order  to 
clearly  show  the  nature  of  the  chat^;e  and  to  test  out  the  explan- 
ation, a  series  of  ^>edmens  of  the  low-K^arbon  steel  prerviotisly  used 
were  heated  in  vacuo  for  equal  periods  at  the  following  tenQ)er- 
atures: 

76c^  C above  Acp       for  30  miantes 

820P  C just  below  Acj,  for  30  misutes 

880^  C above  Ac,»       for  30  minutes 

*  I«oc.  dt.    See  note  4. 
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The  Bpedmens  were  ccM^ed  in  the  fumaoe  at  the  saBoe  rate  as  the 
pievioas  ones.  In  each  case  the  carbonless  layer  varies  con- 
siderably m  tJiickneas  on  the  same  specimen;  the  maximum  thick- 
ness of  this  changed  layer  in  specbnens  heated  at  the  three  tem- 
peratures given  above  is  shown  in  Fig.  10.  In  the  specimen 
heated  at  the  lowest  temperature,  the  decarburized  layer  is  more 
pronounced  than  in  those  heated  for  the  same  period  at  higher 
temperatures.  This  is  not  to  be  attributed  to  a  greater  loss  of 
carbon  at  the  lower  temperature,  but  rather  to  an  increased  rate 
of  diffusion  of  carbide  in  iron  at  higher  temperatures,  by  which 
any  change  at  the  surface  due  to  loss  of  carbon  is  masked  by  a 
replenishment  from  the  interior  by  diffusion. 

In  Fig.  II  is  shown  the  condition  at  the  surface  and  near  the 
center  ai  a  specimen  (the  material  is  the  low-carbon  steel  pre* 
viously  used)  heated  continuously  for  four  hotns  above  Acs,  990^  C 
was  the  maximum  temperature.  The  structure  of  a  san^le  of 
the  same  material  used  for  a  series  of  four  thermal  curves,  and 
which  was  above  the  Ac^  temperature  for  a  total  of  four  hours,  is 
shown  in  Fig.  12.  The  thickness  of  the  changed  surface  layer  of 
the  sample  heated  intermittently  is  somewhat  greater  than  that  of 
the  sptaxoen  heated  continuously  for  four  hours  above  the  Ac, 
transformation  temperature.  The  carbon  content  of  the  in- 
terior, as  estimated  from  the  structure,  is  slightly  less  in  tte 
specimen  heated  ccmtinuously,  however,  than  in  second  one. 
This  apparently  contradictory  behavior  of  the  ^edmen  most 
stroDgiy  heated  is  to  be  interpreted  as  further  evidence  of  the  part 
played  by  diffusion  in  masking  the  change  which  occurs  at  the 
surface.  By  comparing  Figs.  loa  and  i  la  it  will  be  noted  that  a 
mvidEL  more  pr<mounced  change  is  produced  ia  the  surface  metal 
for  a  ^K>it  period  at  the  lower  temperature  (30  minutes  at  760®  C) 
than  by  prolonged  heatix^  at  a  higher  one  (240  minutes  at  990^  C) . 
Whether  this  difference  in  the  rate  of  diffusion  is  one  due  entirely 
to  temperature  or  partially  to  the  allotropic  condition  of  the  iron. 
a  or  7,  can  only  be  conjectured. 

In  Fig.  1 3a,  is  shown  the  surface  change  induced  tn  a  high-<:arbon 
steel  by  heating  four  titnes  in  vacuo  to  a  teimperature  above  the 
Ac,  transformation  (950®  C) .  The  steel  was  of  the  following  com- 
position: Carbon,  1.28  per  cent;  manganese,  0.23  per  cent;  phos- 
phorus, 0.017  per  cent;  sulphur,  0.017  P^  cent;  silicon,  0.23  per 
cent.  The  cementite  grain  envelopes  do  not  extend  entirely  to 
the  surface  as  they  did  originally,  but  gradually  diininish  in  thick- 
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ness  and  disappear  at  some  distance  below  the  surface.  In  no 
case  was  an  accumulation  of  cementtte  fotmd,  as  Howe's  ex- 
planation requires.  In  a  few  areas  a  very  thin  layer  of  f errite  was 
found  to  have  formed,  as  is  shown  in  Fig.  i^h.  The  conclusion 
is  evidently  warranted  that  the  change  of  structure  of  the  surface 
metal  heated  in  vacuo  represents  loss  of  carbon. 

IV.  INTERPRETATION  OF  RESULTS 

The  question  may  very  properly  be  asked  as  to  what  extent  the 
indications  of  the  etchings,  used  to  reveal  the  structure  of  steel  at 
high  temperattu-e,  are  vitiated  by  the  changes  of  composition  which 
occtu:  in  the  surface  metal  upon  heating.  The  experimental  results 
discussed  in  the  previous  sections  show  that  no  decarburization 
below  the  temperattu-e  of  A^  transformation  can  be  detected. 
This  is  due  to  tlxe  physical  form  in  which  the  carbon  exists.  Not 
until  the  carbon  (as  carbide)  is  in  the  state  of  a  solid  solution  in 
the  iron — ^that  is,  above  Ai — is  there  any  appreciable  change  in 
the  exposed  surface  metal.  Below  the  A^  transformation  the  car- 
bon occtu^  in  the  form  of  a  definite  crystalline*compotmd,  and  the 
loss  upon  heating  may  be  entirely  neglected. 

A  very  marked  change,  however,  occtnrs  upon  heating  a  speci- 
men just  above  the  A|  transformation.  The  carbon  passes  from 
the  form  of  crystalline  cementite  to  a  solution  (of  cementite)  in  the 
iron.  In  this  form  it  quite  readily  volatilizes  from  the  surface, 
so  that  a  pronounced  carbonless  layer  is  soon  formed  in  specimens 
(low-carbon  steels)  that  are  held  for  periods  no  greater  than  30 
minutes  at  this  temperature.  The  method  of  heat  etching,  how- 
ever, serves  to  record  the  structure  both  before  and  after  the 
change  has  taken  place.  The  pronounced  differential  expansion 
of  pearlite  and  ferrite  at  the  A^  transformation  will  account 
partially  for  this.  The  fact  that  at  temperatures  below  Aj  the 
structure  is  clearly  revealed  by  heat  etching,  however,  shows  that 
this  is  not  the  sole  cause,  but  that  the  slight  general  volatilization 
which  occurs,  together  with  the  slight  differences  in  the  rate  of 
thermal  expansion  of  pearlitic  steel  and  iron  (ferrite)  are  sufficient 
to  record  clearly  and  definitely  the  structure  of  the  metal.  The 
volatilization  of  iron  is  pronounced  enough  at  the  aystal  bound- 
aries to  clearly  show  them.  Across  the  face  of  the  crystals,  how- 
ever, there  is  very  littie  loss,  as  is  shown  by  the  persistence  of  slip 
bands  upon  heating.  That  the  ferrite  is  changed  somewhat, 
however,  is  shown  by  its  increased  tendency  toward  oxidation. 
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Upon  slight  etching  with  nitric  add,  a  very  pronounced  oxide 
fihn  readily  forms,  so  that  the  f errite  is  colored  very  dark. 

Specimens  which  are  heated  to  temperatmes  higher  than  the 
Ai  transformation  show  a  carbonless  layer  which  becomes  less 
pronomiced  as  the  temperature  is  increased.  This  is  properly  to 
be  attributed  to  the  increased  rate  of  diffusion  of  carbide  in  iron, 
by  which  the  change  at  the  surface  is  masked.  The  results  ob- 
tained by  etching  specimens  at  the  higher  temperatures  (heat 
etching  or  otherwise)  are  more  truly  indicative,  therefore,  of  the 
structure  of  the  interior  than  those  at  lower  temperatures;  for 
example,  just  above  Ap  That  the  loss  of  iron  by  volatiUzation 
across  the  face  of  the  crystals  is  very  slight,  even  at  high  temper- 
atures, is  shown  by  the  persistence  of  the  slight  roughening  due  to 
preliminary  etching  throughout  the  entire  period  of  heating.  The 
loss  by  volatilization  is  of  a  magnitude  sufficient  to  show  the 
aystalline  structure  by  the  production  of  "etching  pits;"  at  the 
crystal  botmdaries  the  loss  is  much  greater.  In  addition  the  car- 
bide is  removed  to  a  very  appreciable  depth  on  all  the  exposed 
faces  of  the  specimen. 

V.  SUMMART 

1.  When  polished  metal  specimens  are  ^heated  in  vacuo,  a 
record  of  the  structme  which  exists  at  the  particular  temperature 
used  is  inscribed  on  the  polished  surface  of  the  specimen.  This 
record  consists  of  a  slight  roughening  due  to  volatilization  eind  to 
a  slight  buckling  of  the  surface  due  to  the  volume  change  which 
forms  part  of  the  transformation.  The  terms  "heat  relief," 
"  heat  etching, "  and  "  vacuum  etching  "  have  been  applied  to  this 
means  for  developing  the  microstructure. 

2.  By  means  of  heat  relief  the  structure  of  iron  and  steel  at  high 
temperatures  is  readily  revealed.  This  Is  a  much  simpler  method 
than  high-temperature  etching,  often  used.  It  appears  probable 
that  much  of  the  effect  usually  attributed  to  etching  at  high 
temperature  is  due  to  the  heating  itself. 

3.  An  appreciable  change  of  composition  and  structure  of  the 
surface  metal  occurs  in  steel  upon  heating.  This  is  very  pro- 
nomiced just  above  the  A^  transformation,  and  becomes  less  so 
upon  heating  to  higher  temperatures  due  to  the  increased  rate  of 
diffusion  of  carbon  (as  carbide)  in  iron,  with  increase  of  temper- 
ature. The  structure  revealed  on  the  stuiace  by  heat  relief  or  by 
high-temperatiure  etching  is  less  representative  of  the  interior  at 
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tBrnperB^baxtB  just  above  the  A^  tiamlnimitton  iSbeat  at  aay  otiicr 
tetnpe3rati]ie& 

4.  Tfae  change  iaoonpoahJsn  of  the  sodacelay^rc^ 
m  vacuo  to  high  tempcfatores  is  to  be  explained  as  due  -to  voiatiii- 
zatkm  of  the  carbide.    No  appreciable  change  takes  place  nntii 
the  carbide  enters  into  solid  solution  in  the  iron,  that  is ,  above  the 
Aj  traasfiacmation. 

5*  The  voiatiKitfrtion  of  iron  from  the  sa^tace,  npon  heating,  is 
very  slight*  Poliahed  cq^edmens  of  inm  and  sted,  etched  bef oie 
being  heated*  retain  the  slight  roughening  due  to  the  etching  even 
after  pronounced  heating.  The  volatllizatiaa  of  ferxite  at  the 
crystal  boundaries  is  much  more  prooouaced  than  across  the  face 
of  the  crystal. 

Washimoton,  July  14, 1919. 
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CONSTANTS  OF  RADIATION  OF  A  UNIFORMLY 
HEATED  nSfCLOSURE 


By  W.  W.  Coblentz 


L  THE  COEFFICIENT  OF  TOTAL  RADIATION 

In  a  previous  paper  ^  was  given  a  value  of  the  coefficient,  or 
so-called  Stefan-Boltzjnann  constant,  of  total  radiation  of  a  uni- 
formly heated  inclosure,  or  so-called  black  body.  This  value 
((T =5.72X10""  watt  cm'^  deg^)  was  obtained  by  applying  a 
correction,  for  reflection  losses,  to  the  data  given  in  Table  6  of  a 
previous  publication.*  This  correction  for  losses  by  reflection  was 
taken  to  be  1.2  per  cent,  irrespective  of  whether  the  surface  of  the 
receiver  was  covered  with  lampblack  (soot)  or  electrolytically 
deposited  platinum  black.  Subsequently,  the  data  were  recalcu- 
lated (using  the  proper  corrections  for  reflection  of  lampblack  and 
of  platinum  black)  and  the  results  published  elsewhere,*  the 
intention  being  to  give  the  details  more  fully  in  this  Bulletin. 
This  is  the  object  of  the  present  paper,  which  gives  further  experi- 
mental data  on  atmospheric  absorption,  and  also  a  discussion  of 
other  data,  recently  published. 

The  data  previously  summarized*  are  based  upon  about  600 
independent  measurements,  xnade  with  10  receivers  which,  as 
already  stated,  were  covered  with  either  (i)  a  thin  layer  of  lamp- 
black or  platinum  black,  smoked  with  soot,  or  (2)  covered  simply 
with  an  electrolytic  deposit  of  platinum  black. 

The  data  obtained  with  receivers  Nos.  8  and  9  are  not  included 
m  the  final  value  because,  at  the  time  the  measurements  were 
made,  the  apparatus  was  known  to  be  defective,  and  hence  the 
reUabiUty  of  the  results  would  be  open  to  question. 

To  the  data  obtained  with  10  receivers,*  a  correction  of  1.2  per 
cent,  for  losses  by  reflection,  were  appKed  to  measurements  made 
with  receivers  covered  with  lampblack  (soot),  and  a  correction 
of  1 .7  per  cent  to  meastu'ements  made  with  receivers  covered  with 
platinum  black.    The  reflection  from  a  receiver  covered  with 

1  Bulletin,  Bureau  of  Standards.  12,  p.  553;  19x6. 

'  Coblentz  and  Bmerson,  Bulletin,  Bureau  of  Standards,  18,  p.  549;  1916. 

*  Proc.  Nat.  Acad.  Sci.,  S,  p.  504;  I9i7> 

*  Bulletin,  Bureau  of  Standards,  19,  p.  549;  19x6  (Table  6). 

*  Erroneously  stated  to  be  nine  receivers  in  Proc.  Nat.  Acad.  Sd.,  8,  p.  504;  19x7. 
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platinum  black,  then  smoked,  is  1.2  per  cent.  These  corrections 
were  determined  by  direct  measurements  upon  some  of  the 
receivers,  and  by  comparison  of  the  surfaces  of  the  other  receivers 
with  samples  of  lampblack  whose  reflection  losses  had  been  deter- 
mined in  a  previous  investigation.* 

As  mentioned  in  the  first  description  of  the  apparatus  used  in 
xnaking  these  measurements,'  the  edges  of  the  slits  over  the  sides 
of  the  receiver  were  beveled,  and  painted  with  lampblack  on  the 
beveled  stuiace.  This  should  absorb  the  radiations  reflected  m 
that  direction  from  the  receiver.  Nevertheless,  at  this  writing, 
it  is  an  open  question  whether  the  loss  by  reflection  is  as  large  as 
it  would  be  if  no  beveled  edges  were  present.  This  xnight  cause  a 
slight  over  correction  (say  o.i  per  cent)  of  the  data  as  now  pub- 
lished, but  it  would  be  no  greater  than  the  variations  in  the 
reflectivity  of  the  various  siuiaces  from  the  mean  value  herein 
adopted. 

The  original  data  (from  Table  6,  loc.  cit.) ,  corrected  for  reflection 
as  just  described,  are  assembled  in  Table  i.  It  does  not  include 
a  set  of  measurements  made  on  an  tmblackened  porcelain  radiator, 
(Series  CXLVIII  to'CLI).  However,  applying  a  correction 
(amounting  to  i  per  cent)  for  lack  of  blackness,*  the  observations 
are  close  to  those  obtained  on  a  blackened  radiator. 

The  value  of  the  coefficient  of  totdl  radiation,  ^after  appljring 
the  corrections  just  mentioned  is 

<^  =  (5-722  ±0.012)  X 10""  watt  cm'*  d^^. 

No  correction  was  made  for  atmospheric  absorption,  in  view  of 
the  fact  that  the  meastu^ments  had  been  made  in  the  winter  when 
the  htunidity  was  low*  Furthermore,  by  means  of  phosphorous 
pentoxide,  the  water  vapor  had  been  removed  from  the  apparatus, 
which  was  of  quite  air-tight  construction. 

Subsequent  to  this  investigation,  further  consideration  was 
given  to  the  question  of  absorption  by  dry  air,*  The  correction 
for  absorption  by  dry  air  was  determined  by  observing  the  trans- 
mission through  a  brass  tube  6  cm  in  diameter  and  51  cm  long, 
the  ends  of  which  were  covered  with  windows  of  clear  rock  salt 
This  tube  was  evacuated  with  an  oil  pump  and  then  filled  with 
air  which  had  been  passed  through  phosphorous  pentoxide.  It 
therefore  contained  only  carbon  dioxide,  which  may  cause  a  small 
amotmt  of  absorption. 

*  BuDetin,  Bureau  of  Standards,  9,  p.  afis;  19x3. 

Y  Bulletin,  Bureau  of  Sundards,  12,  p.  507  (Pig.  a);  1916. 
>  Bulletin,  Bureau  of  Standards,  18,  p.  571;  19x6. 

•  Loc.  dt.    See  note  3. 
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TABLE  1.— ^unmiaiy  of  fhe  Dlmensiims  of  tho  ReceiTecs  and  of  the  Slits,  the  Kind 
of  Absorbiiig  Smfiices,  and  the  Rosnlts  Obtained  with  Each  Receiver 


[llaoeifMS  1, 3,  and  5  an  of  nnaniln  or  •niMxIo'';  tiM  oChMi 

anofflallattm] 

mo. 

LMglk 
tehiSai 

WMflU 
ofHifp 

Widfli 

OlBltt 

SerUnnmberoltett 

Value 
olmdi- 
stion 
ooa- 
itant 
<rX10" 

nrtd^ 

eoj- 

nctoa 

for 
nfloe- 

tion 

Remaika 

mm 

mm 

mm 

1 

23.095 

2.545 

2.150 

Xt9XIV(lii«.) 

5.600 

5.667 

lUvainto^  and  amited;  alo- 

id1iiux&  sltts. 

22.965 

2.537 

5.819 

5.889 

Repainted  and  amoked; 
brui  allta. 

2 

24.354 

3.584 

3.192 

IV  to  DC 

5.67 

5.756 

PlatiDiUB   Duekj  MiuBlnnni 

BlMa. 

8..  .. 

24.910 

5.035 

4.990 

ZVItoXZV 

5.50 

5.566 

msin  slito* 

5.000 

LZZntoLXZZZ 

5.607 

5.674 

Ream^ed. 

21.620 

4.953 

cTTr  tn  rTLm 

5.653 

5.720 

Reiwinted  and  amoked; 
braaa  allta. 

5 

18.561 

5.667 

5.640 

xr.vntv^rTX 

5.736 

5.804 

Fainted  and  amaked;  taaa 

alita. 

5.638 

Jjijn  (A  f,xXT 

5.725 

5.793 

Repainted  and  amoked. 

6 

20.061 

6.025 

5.979 

m 

5.533 

5.627 

Platinum  black;  biaaa  alMa. 

5.983 

LIVtoLXn 

5.691 

5.759 

Platinum  black;  amoked. 

7 

24.659 

7.965 

7.952 

LzxxmtoLxxzvin. 

5.574 

5.641 

Platinum  black;  painted; 
amfwed  on  zront;  Iwaaa 
alita. 

7.966 

LXXXDCtoXCVI 

5.586 

5.653 

Repainted;  anudced  on  both 
aidea. 

7.964 

zcvntozcvm 

5.585 

5.652 

Front  leanuked,  thick  lajfer. 

7.959 

cxxmtocxzvi 

5.682 

5.750 

Paint  renuved;  coated  with 
piaHnttiq  black;  amoked  on 
both  aidea. 

10 

19.947 

6.8 

6.721 

CZVtoCZZ 

5.726 

5.822 

pip^mun    bla<?k>    ^■e»ilw* 

coat;  braaa  alita. 

cxzitocxxn. 

5.746 

5.814 

Platfamm  black;  amtdced. 

11 

22.389 

6.5 

6.481 

cxLvmtocu 

5.663 

5.576 

5.758 

Plathium  black,  beat  coat  «C 

all;  braaa  alita. 
Unblackened  radiator. 

12 

22.385 

6.4 

6.365 

5.673 

5.741 

Platinum  black;  anudced  on 
both  aidea;  braaa  aUta. 

6.326 

CLZZI  to  CLajuV 

5.625 

5.692 

Platinum  black;  reamdked; 

13 

21.418 

5.5 

5.340 

CLXmtoCLZVI 

5.593 

5.660 

Platinum  black;  amoked  on 
both  aidea;  aluminum  alita. 

M 

[Mnviloe 

r    5.722 
l±0.012 

The  transmission  was  determined  by  noting  a  series  of  galva- 
nometer deflections  caused  by  black-body  radiation  (8oo®  C) 
which  was  passed  through  the  evacuated  tube  and  focused  upon 
a  linear  thermopile  of  bismuth-silver.  Immediately  thereafter  a 
stopcock  was  opened  and  either  dried  or  undried  air  was  per- 
mitted to  enter,  under  atmospheric  pressure. 
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Using  air  containing  9.95  g  of  water  per  cubic  meter,  the  absorp- 
tion amounted  to  about  0.9  per  cent. 

Using  diy  air,  the  average  value  of  the  absorption  (3  series  of 
measurements)  was  about  0.09  per  cent,  which  is  the  magnitude 
of  the  errors  of  observation.  From  this  it  is  to  be  concluded  that, 
in  view  of  the  fact  that  in  the  meastnements  of  the  radiation 
constant  the  column  of  dry  air  was  less  than  50  cm,  if  any  correc- 
tion is  to  be  xnade  to  the  aforementioned  value  of  the  radiation 
coefficient, '(T,  it  can  hardly  be  greater  than  o.i  per  cent. 

n.  DISCUSSION  OF  OTHER  DATA 

Recently  a  new  determination  *®  of  this  radiation  constant  was 
brought  to  my  attention,  and  in  view  of  the  fact  that  this  paper 
appears  to  contain  inaccurate  statements  concerning  my  own 
work,  a  few  comments  are  permissible.  For  example,  the  state- 
ment is  made  that  the  only  novelty  in  the  apparatus  employed 
by  Coblentz  and  Emerson  "  was  a  thermopile  with  a  continuous 
receiving  smiace ;  which  is  of  secondary  importance.  As  a  matter 
of  fact,  the  crucial  part  of  the  apparatus  was  a  receiver  with 
potential  terminals  attached  thereto,  at  a  sufficient  distance  from 
the  ends  to  avoid  the  question  of  heat  conduction  to  the  electrodes. 
These  potential  wires,  which  were  from  0.003  to  o-^>2  nun  in 
diameter,  accmately  defined  the  length  of  the  central  part  of  the 
receiver  which  was  utilized  in  the  measurements.  By  exposing 
the  whole  length  of  the  receiver  to  radiation,  conduction  losses 
did  not  enter  the  problem.  The  writer  is  not  aware  of  any  one 
having  used  a  similar  apparatus  which  compares  with  this  receiver 
in  nicety  of  construction,  and  reproducibility  of  results  under 
given  conditions. 

The  receiver  used  by  Kahanowicz  was  placed  at  the  center  of  a 
spherical  mirror  "  with  an  opening  in  one  side  to  admit  radiation. 
In  this  nianner  the  correction  for  reflection  was  eliminated.  The 
shutter  was  close  to  the  receiver.  If  its  temperature  was  different 
from  that  of  the  water-cooled  diaphragm,  which  was  before  the 
radiator,  errors  in  the  radiation  measurements  would  occur.  As 
mentioned  in  previous  papers,"  the  shutter  should  be  placed 
between  the  water-cooled  diaphragm  and  the  radiator,  to  avoid 

10  Kahanowicz,  Nuovo  dmento  (6),  IS,  p.  143, 19x7:  Naples. 

u  Bulletin,  Bureau  of  Standards,  18,  p.  506;  19x6. 

tt  Bulletin,  Bureau  ol  Standards,  18,  p.  509: 1916.    Use  ol  hemispherical  mirrors  is  disansfd. 

u  Bulletin.  Bureau  of  Standards,  IS,  p.  5x4;  19x6. 
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a  choage  in  surroundings  facing  the  receiver  when  the  shutter  is 
raised  for  making  the  radiation  measurements. 

The  temperature  range  was  from  260  to  530®  C.  The  distance 
from  the  radiator  to  the  receiver  was  35  to  55  cm.  A  series  of 
28  measurements  gave  an  average  value  of  <r«5.6i  Xio"**  watt 
cm"*  deg^.  Of  this  number  11  gave  a  value  of  <r  =  5.7.  Out  of 
a  series  of  4  measurements  made  in  December,  191 6,  with  the 
distance  ^=56  cm,  3  gave  a  value  of  cr^s.y. 

No  corrections  were  made  for  atmospheric  absorption,  which 
for  the  temperatures  used  is  not  negligible.  In  a  previous  paper  " 
it  was  shown  that  on  removing  the  moisture  (vapor  pressure  of  10 
to  12  mm)  from  a  colunm  of  air  52  cm  in  length,  the  radiation 
constant  was  increased  from  <t^$.^i  to  5.55,  or  about  2.6  per 
cent.  For  the  spectral  region  transmitted  by  rock  salt,  to  i^ii, 
the  experimental  data,  just  described,  indica±e  an  absorption  of 
about  0.9  per  cent,  depending  upon  the  vapor  pressure.  Other 
measurements  mentioned  in  the  paper  just  cited  indicate  an 
absorption  of  2  to  3  per  cent  of  the  radiations  emitted  by  a  black 
body  at  1000°  C  for  the  average  humidity  of  Washington. 

Dr.  H.  H.  Kimball,  of  the  U.  S.  Weather  Bureau,  very  kindly 
sent  me  comparative  data  showing  that  the  vapor  pressures  at 
Naples  are  considerably  higher  than  at  Washington.  From  these 
data  it  would  appear  that  the  corrections  for  atmospheric  absorp- 
tion must  be  at  least  i  per  cent;  For  the  low  temperatures  at 
which  the  radiator  was  operated,  a  fair  estimate  of  the  correction 
to  the  radiation  data  obtained  by  Kahanowicz  is  i  .5  to  2  per  cent, 
or  a  value  of  cr«5.69  to  5.72X10'"  watt  cm"*  deg^.  In  other 
words  the  Naples  value  of  the  coeflBcient  of  total  radiation  is 
comparable  with  other  recent  determinations  "  which  indicate  a 
value  of  0-  =  5.7  X 10""  watt  cm"'  deg"*. 

m.  THE  CONSTANT  OP  SPECTRAL  RADIATION 

During  the  past  year  a  ftuther  examination  was  made  of  the 
accuracy  of  the  factors  used  in  converting  the  previously  ob- 
served" prismatic  spectral-energy  data  into  the  normal  energy 
distribution.  The  graphical  methods  previously  employed  were 
checked,  and  similar  factors  were  obtained  by  computation,  using 
the  first  differential  of  the  dispersion  formula,  which  best  repre- 

11  BuHetm,  Bureau  of  StaudArds.  12.  p.  576:  1916.    See  Table  3.  Series  CLXXX  to  CI«XXXII. 
"MiUikan,  Phys.  Rev..  7,  p.  379,  19x6,  quotes  a  value  of  v— 5.67,  by  Wcstphal. 
u  Bulletin.  Bureau  of  Standards.  10,  p.  a:  19x3. 
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seats  the  observed  refractive  indices  of  fluorite.^'  These  refrac- 
tive indices  were  obtained  from  consideration  of  all  the  availabk 
data,  which  in  the  r^on  of  i  to  2m  ai^  represented  by  the  curve 
published  by  Langley  and  Abbot/*  The  best  dispersion  formtda 
is  that  of  Paschen."  However,  owing  to  incompleteness  of  the 
formula,  the  graphical  method  is  just  as  accurate  as  is  the  method 
of  computation. 

The  conclusion  arrived  at  is  that  the  spectral  radiation  con- 
stant, C,«i4  353  micron  degrees,  determined  some  years  ago," 
remains  tmchanged.  However,  at  this  writing  there  is  some 
doubt  as  to  whether  some  of  the  corrections  then  applied  should 
have  been  made,  giving  a  value  of  C,«=i4  369.  In  view  of  the 
uncertainty  of  the  temperature  scale,  and  of  the  different  experi- 
mental methods  employed,  the  mean  of  the  values  of  this  con- 
stant, which  have  l^een  used  by  Reichsanstalt  and  by  this  Bureau, 
viz,  C, « 14  325,  is  probably  close  to  the  true  value.  For  example, 
from  a  consideration  of  related  experimental  data,  as  will  be  shown 
in  a  forthcoming  paper, *^  the  above  determined  value  of  <r«5.72 
indicates  a  value  of  C,  — 14  320.  The  observations  on  the  coefiB- 
cient  of  total  radiation  were  made  at  less  than  1000^  C,  and  hence 
do  not  require  a  correction  to  the  temperature  scale.  Moreover, 
because  of  the  diflSculty  in  eliminating  reradiation,  the  observed 
values  of  diffuse  reflection,  of  long  wave-length  radiation,  are 
higher  than  the  true  value. 

IV.  SUMMARY 

The  object  of  this  paper  is  to  give  experimental  data  on  atmos- 
pheric absorption  as  it  affects  the  measurements  of  the  radiation 
constants. 

The  paper  gives  also  a  recalculation  of  the  coefficient  of  total 
radiation  of  a  uniformly  heated  inclosure,  taking  into  considera- 
tion all  losses  by  reflection  from  the  receivers,  as  well  as  losses 
by  atmospheric  absorption.  The  value  of  the  coefficient  of  total 
radiation  on  recalculation  is 

0-=  (5.722  ±0.012)  X  lo""  watt  cm"'  deg"*, 

which  is  the  same  as  previously  published. 

IT  Bolledn.  Bureau  ol  Standards,  10,  p.  39.  In  table  5,  the  value  of  the  reCractive  indices  at  X«4^ 
4.6fi.  and  5.cyi  should  be,  respectively,  8,  7i  &sul  8>  instead  of  3,  5,  and  o.  in  the  last  dedmal  pis«e,  asp(^ 
vlously  published. 

K  Annals,  Astrophys.  Obs..  1.  p.  aaa.  PI.  XXVIB. 

>*  Paschen,  Ann.  der  Phys.,  4,  p.  399,  1901:  PI.  U. 

M  Bulletin,  Bureau  of  Standards,  IS,  p.  466:  X916. 
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The  effect  of  atmospheric  absorption  upon  data  obtained  at 
Naples  is  discussed,  and  it  is  concluded  that,  if  a  correction  is 
made  for  absorption  by  water  vapor,  the  value  of  c,  obtained  at 
that  station,  is  of  the  order  of  <r — 5.7.  This  is  about  the  average 
value  of  all  observers  when  corrections  are  made  for  atmospheric 
absorption. 

The  present  status  of  the  constant  of  spectral  radiation  is  dis- 
cussed, and  the  conclusion  arrived  at  is,  that,  in  view  of  the 
imcertainty  of  the  temperature  scale,  and  of  the  different  experi- 
mental methods  used,  the  mean  of  the  values  of  this  constant, 
which  have  been  used  by  Reichsanstalt  and  by  this  Bureau, 
viz,  C,  « 14  325,  is  probably  dose  to  the  true  value. 

Washington,  August  11,  1919. 
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• 
L  INTRODUCTION 

To  anneal  glass  quickly  and  efficiently  is  one  of  the  many  prob- 
lems met  in  its  production.  The  ptirpose  of  annealing  is  to  avoid 
or  remove  all  stresses  which  might  be  permanent,  and  injurious 
after  the  glass  is  in  use.  The  harmful  effects  produced  by  such 
stresses  are  the  variations  in  the  refractive  index,  which  cause 
double  refraction,  and  the  tendency  of  the  glass  to  warp  or  break. 

The  problems  which  arise  in  annealing  glass  for  different  uses 
may  differ  in  particular  cases  but  in  general  they  are  much  the 
same.  The  actual  annealing  procedure  is  often  varied  materially, 
depending  upon  the  degree  of  annealing  required,  on  the  nature 
of  the  glass,  and  the  character  of  the  pieces.  Consequently,  to 
plan  the  most  efficient  process,  it  is  necessary  to  consider  all  the 
factors  entering  into  the  particular  annealing  problem.  For  this 
purpose,  a  thorough  knowledge  of  the  general  nature  of  glass  is 
important.  Furthermore,  it  is  desirable  to  develop  and  stand- 
ardize a  number  of  simple  tests  which  will  make  it  possible  to  de- 
termine the  points  at  which  changes  in  the  annealing  procedure 
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can  be  made  to  advantage.  This  paper  is  the  result  of  an  investi- 
gation concerning  the  characteristics  of  glass  in  the  usual  anneal- 
ing range  and  some  of  the  general  problems  met  in  annealing. 

Three  necessary  factors  enter  into  any  process  for  atinfaling 
glass — ^the  temperature  at  which  it  is  annealed,  the  corresponding 
period  of  annealing,  and  the  corresponding  rate  and  mode  of  cool- 
ing. For  brevity's  sake  these  factors  will  be  referred  to  as  the  "an- 
nealing temperatiu^,"  the  ''annealing  time,"  and  the  "cooling 
procedure."  The  annealing  temperature  is  the  constant  and  tuii- 
form  temperature  at  which  any  stresses  that  may  exist  in  the 
glass  are  allowed  to  relax.  The  period  dtuing  which  the  glass  is 
held  at  this  temperature  is  the  annealing  time.  During  this 
time,  temperature  imiformity  and  constancy  are  extremely  im- 
portant. The  length  of  the  annealing  time  is  determined  by  the 
magnitude  of  the  initial  stresses,  the  chosen  standard  of  annealing 
and  the  relaxation  time.  The  cooling  procedure  is  important 
since,  if  the  cooling  is  not  controlled  properly,  it  will  lead  to  rein- 
troduction  of  permanent  stresses  while  the  glass  is  hardening,  or  to 
breakage,  due  to  temporary  stresses,  after  it  has  hardened  suffi- 
ciently. 

As  intimated,  the  above  factors  may  be  varied  cbnaderably, 
but  there  is  some  definite  treatment  of  any  particular  piece  of 
glass  which  will  give  the  desired  results  most  quickly  and  effici- 
ently. T^e  range  of  temperature,  however,  within  which  it  is 
practicable  to  anneal  any  particular  type  of  glass  is  narrow. 
If  the  temperature  is  too  low,  the  stresses  will  relax  too  slowly, 
consequentiy  a  much  longer  total  time  will  be  required  to  obtain 
the  desired  degree  of  annealing,  although  a  higher  initial  cooling 
rate  is  permissible.  If  the  temperature  is  too  high,  the  danger  of 
deforming  the  glass  or  changing  its  character  is  increased.  The 
initial  cooling,  also,  must  be  slow,  and  very  accurately  controlled 
to  prevent  the  reintroduction  of  permanent  stresses.  The  length 
of  the  annealing  time  and  the  subsequent  rate  of  cooling  depend 
on  the  annealing  temperatiure  selected,  and  on  the  degree  of 
aimealing  desired. 

For  ordinary  glassware  in  which  the  chief  consideration  is 
to  remove  danger  of  breakage,  Twyinan*  considers  that  stresses 
as  large  as  one-twentieth  of  the  breaking  stress  are  allowable. 
Where  double  refraction  must  be  avoided,  as  in  certain  optical  in- 
struments, or  where  deformations  due  to  slow  relaxation  of 
stresses  are  harmful,  as  in  optical  instruments  or  thermometers, 


^  p.  Twyman,  Tnms.  Soc.  Glan.  Tech.,  1;  19x7. 
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the  requirements  are  more  exacting;  but  for  these  cases  there  seems 
to  be  a  lack  of  reliable  tests  and  specifications  on  the  allowable 
magnitude  of  the  stresses.  In  view  of  this  uncertainty  good 
practice  would  seem  to  demand  that  the  stresses  should  be  re- 
duced to  a  minimum,  especially  for  the  best  grade  of  instruments. 
The  following  measurements  by  Zschimmer  and  Schulz'  give  an 
approximate  idea  of  what  this  minimum  might  be.  They  found 
that  an  especially  well-annealed  plate  gave  an  average  relative 
retardation  of  one-third  millimicron  per  centimeter  thickness. 
This  plate  was  24  cm  in  diameter  and  3.9  cm  thick,  and  was 
intended  for  a  telescope  lens.  A  normally  annealed  plate  of  approxi- 
mately the  same  dimensions  gave  three  times  this  retardation. 

The  stresses  which  correspond  to  this  double  refraction  will  be 
different  for  glasses  of  different  compositions.  In  dealing  with 
the  ordinary  small  pieces,  the  stresses  can  be  removed  to  such  an 
extent  that  their  effects  are  evident  only  with  the  most  sensitive 
tests. 

n.  ANNEALING  TEMPERATURE,  AND  SOME  CHARACTER- 
ISTICS IN  THE  ANNEALING  RANGE 

Various  arbitrary  methods  have  been  suggested  for  the  purpose 
of  determining  a  suitable  annealing  temperature.  Tlie  majority 
of  these  involve  tests  which  determine  at  what  temperature  the 
rate  of  deformation  of  loaded  rods  reaches  a  certain  standard 
value.  In  such  determinations  the  dimensions  of  the  rods  and 
the  manner  of  loading  must  be  taken  into  account.  There  are 
also  a  number  of  optical  methods  all  of  which  are  quite  similar. 
These  involve  observations  on  the  rate  at  which  the  double  re- 
fraction decreases  at  various  temperatures,  or  determinations  of 
the  temperature  at  which  it  disappears  in  a  reasonable  time. 

In  the  present  investigation,  the  working  range  of  temperature 
at  which  several  kinds  of  glass  should  be  annealed  has  been  deter- 
mined by  a  number  of  these  methods.  A  discussion  of  some  of 
the  methods  used  and  the  results  obtained  follows. 

1.  OPTICAL  METHOD 

Results  obtained  by  one  of  the  optical  methods  are  shown  in 
Table  i.  The  annealing  temperattu-es  (column  7)  determined  by 
this  method  (which  will  be  designated  method  I)  indicate  the 
maximum  temperattu-e  at  which  the  annealing  should  ordinarily 
take  place.  The  ** upper  limits"  (column  8)  are  temperatures 
that  may  be  used  to  remove  large  stresses  quickly,  if  this  should 

I  Zichiminer  a.  SAnls,  Aan.  d.  Fhy.,  4t.  p.  34s;  igxj. 
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appear  necessary,  but  it  is  considered  inadvisable  to  hold  the 
glass  at  this  temperature  for  any  length  of  time  owing  to  the  con- 
sequent deformation  or  possible  changes  in  the  character  of  the 
glass.  In  addition,  as  already  stated,  special  precautions  must 
be  taken  in  the  cooling  procedure  when  such  high  annealing  tem- 
peratures are  employed. 

TABLE  1. —Critical  Ranges  in  Various  Glasses 


IfamtMr 


CcMoal  nnge  in  glMt 


On 


On 


B[  A 


B 

±r"c 


Aanaal- 


'  M«cLdI 


±15*1: 


B.S.76 
B.S.UO 
B.S.188 
B.ai45 


DenM  flint. 


Uglit  flint.... 
ssRom  mm. . 


B.S.94 
K.a66 

BAt7 
B.8.124 


aiSMaiO, 
a281faiO, 
a44M«iO, 


Utfift  iMtfloni  down  • 
HMtvy  tertum  c 
^TMtnblni... 
BsOi.. 

lBK)i 

IBiOi 

IBiOi 


•c 

435 
405 
445 
470 
450 
475 
500 
520 
530 


•c 

495 
480 
525 
550 
525 
560 
585 
500 
610 


•c 

460 
455 
485 

520 
495 
515 
545 

575 
575 
520 
240 
S40 
415 
450 


•C 
490 
485 
525 
560 
525 
565 
585 
60S 
630 
670 
285 
375 
445 


460 
485 

515 
480 
525 
525 
570 
605 


510 
510 
SSO 
530 
550 
550 
610 
625 


I 


o  For  oompodtioa,  see  Williams  and  Rand.  J.  Am,  Oenun.  Soc  8,  p.  42*. 

The  method  by  which  these  points  were  determined  sunply 
consisted  of  observing  samples  of  the  glass  placed  between  crossed 
nicols  and  heated  in  an  electric  tube  furnace.  The  samples  were 
in  the  form  of  cylinders  about  2  cm  in  diameter  and  5  cm  long,  or 
prisms  approximately  2  by  2  by  5  cm,  and  were  polished  on  both 
ends.  The  glass  was  heated  at  a  rate  that  was  reduced  to  a  con- 
stant value  of  about  2^  C  per  minute  when  approaching  the  antic- 
ipated annealing  range.  A  Pt — Pt,Rh  thermocouple  was  used 
to  determine  the  temperature.  During  heating  the  intensity  of 
the  restored  light,  which  was  partly,  if  not  wholly,  due  to  temper- 
atiu^  gradients  caused  bv  the  heating,  was  observed.  The  double 
refraction  so  produced  remained  quite  constant  during  the  con- 
stant rate  of  heating  until  the  ** annealing  temperature"  was 
reached.  At  this  temperatture  a  perceptible  diminution  in  the 
intensity  of  the  light  began.    This  showed  that  the  stresses  were 
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already  relaxing  at  a  fairly  rapid  rate.  As  the  temperature  rose 
still  higher  the  intensity  decreased  at  a  constantly  increasing  rate 
until  it  had  practically  vanished  at  the  ''upper  limit. "  At  this 
latter  temperature  any  sudden  change  in  the  heating  or  cooling 
was  observed  to  produce  very  little  double  refaction.  This 
showed  that  the  glass  deformed  very  quickly  relieving  the  stresses 
caused  by  changes  in  the  temperature  gradients. 

The  choice  of  the  "annealing  temperature"  and  the  '^upper 
limit"  as  fixed  points  in  the  annealing  range  is  made,  because 
these  points  can  be  reproduced  to  within  a  few  degrees  centigrade 
on  reproducing  the  conditions,  provided  care  is  taken  to  insure 
that  the  thermocouple  measures  the  actual  temperature  of  the 
glass.  The  best  arrangement  for  measuring  the  temperature  in 
these  tests  is  to  place  the  couple  in  a  small  hole  along  the  axis 
of  the  cylinder,  but  this  precaution  is  tmnecessafy  if  low  heating 
rates  are  employed  and  if  there  is  a  good  thermal  contact  between 
the  couple  and  the  surface  of  the  glass.  When  rapid  heating  is 
employed  considerable  discrepancies  will  be  observed,  arising 
from  the  difference  in  temperature  between  the  center  of  the 
cylinder  and  the  surface.  On  heating  at  a  rate  of  20^  C  per 
minute,  this  difference  may  be  as  large  as  20^.  The  increase  in 
the  thermal  expansivity  in  this  range,  as  will  be  shown  later,  also 
becomes  a  disturbing  f  acter  when  the  rates  are  large. 

One  of  the  chief  elements  of  arbitrariness  in  the  choice  of  these 
temperatures,  especially  the  lower  one,  lies  in  the  fact  that  if  the 
glass  is  badly  strained,  the  relaxation  of  the  large  stresses  is 
perceptible  at  a  much  lower  temperature.  If  several  rings 
are  visible  in  the  interference  figure,  the  double  refraction  may 
begin  to  decrease  perceptibly  almost  100^  C  lower  than  if  fairly 
well  annealed  glass  were  employed.  Such  temperatures  are  in 
most  cases  too  low  for  annealing.  Hence  it  is  advisable  to  use 
well  annealed  or  only  slightly  strained  specimens  in  these  tests. 
The  greater  part  of  the  stresses  will  then  be  due  to  the  temperatine 
gradient  produced  by  heating. 

When  the  annealing  temperatture  was  chosen  at  or  slightly 
below  the  point  where  these  small  stresses  began  to  dinunish 
perceptibly,  as  determined  by  method  I,  a  number  of  experiments 
indicated  that  one  or  two  hours  were  sufficient  to  anneal  the  glass 
to  such  ari  extent  that  only  a  very  little  evidence  of  double  refrac- 
tion remained.  This  annealing  time  does  not  include  the  time 
required  for  establishing  temperatture  equilibrium  nor  for  subse* 
quent  cooling. 
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2.  mbasurbmbhts  of  rbtardation 

The  rapid  disappearance  of  the  double  refraction  as  the  upper 
limit  was  approached  seemed  to  make  a  more  careful  investigation 
desirable.  Consequently  an  apparatus  for  measuring  the  ellip- 
ticity  of  the  polarized  light  was  used  instead  of  a  simple  analjrzing 
nicol.  This  apparatus  consisted  of  a  Stokes^  elliptic  analyzer 
modified  by  the  addition  of  a  Brace^  elliptic  half  shade  and  a 
Jellet  ^lit  nicoL  A  detailed  description  of  this  modified  analyzer 
and  tltt  methods  of  taking  the  observations*  and  making  the 
various  calculations '  have  been  published  elsewhere.  In  order  to 
use  this  method  it  was  necessary  to  employ  monochromatic 
l^ht,  and  to  place  diaphragms  on  the  end  surfaces  of  the  cylinder. 
These  diaphragms  were  so  placed  that  their  openings,  2  mm  in 
diameter,  were  within  i  mm  of  the  circumference  of  the  cylinder 
and  on  that  radius  of  the  cylinder  which  made  an  angle  of  45^ 
with  the  plane  of  polarization.  This  was  a  position  of  mayiniiim 
elUpticity.  The  plane  polaiized  monochromatic  light  entering 
the  cylinder  was  practically  parallel.  The  emergent  light  was 
elliptically  polarized  and  for  all  small  effects  it  was  found  that, 
on  proper  adjustment,  one  of  the  axes  of  the  ellipse  always  fell 
very  nearly  the  45^  plane.  The  l^ht  was  homogeneous  enough 
to  permit  fairly  accurate  settings  for  relative  retardations  as 
large  as  one-half  wave.  For  small  retardations  the  measurements 
were  accurate  to  one-thousandth  of  a  wave  length. 

The  observations  necessary  for  the  calculation  of  the  retardation 
i  are  the  complementary  settings  C  and  C  of  the  compensator 
and  N  and  N'  of  the  nicol  for  a  matched  field.  When  any  rapid 
changes  were  taking  place  in  the  relative  retardation  while  the 
glass  was  being  heated  or  cooled,  the  observations  were  taken 
at  intervals  of  one  to  three  minutes.  They  were  then  plotted 
against  time  or  temperature,  as  seemed  most  advantageous.  The 
resulting  curves  were  used  for  the  calculation  of  the  retardation 
at  regular  temperattue  or  time  intervals.  A  set  of  such  observa- 
tions, for  example,  was  made  on  a  cylinder  of  medium  flint  which 
had  been  ccMUparatively  well  annealed.  The  cylinder  was  held 
at  275^  C  until  its  temperature  was  steady  and  tmiform.  It  was 
then  heated  at  a  rate  of  7^  C  per  minute,  the  double  refraction 
being  measured  until  it  had  entirely  disappeared  at  the  high  tem- 

*  G.  Stokes,  9.  Phil*  Hag.  (4).  3.  p.  420;  xSsx. 

*  D.  B.  Brace;  Fliys.  Rev.,18,  p.  70*.  X904- 

*  Tool,  Fhys.  Rev.,  31.  p.  x:  1910. 

*  X^  B.  Tudcemum  jr.  Univ.  ol  Ncbr.  Studies,  0,  No.  a;  April,  1909. 
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perattires  above  the  usual  annealing  range.  Pig.  i  shows  the 
form  of  the  curves  obtained  when  these  observations  were  plotted. 
The  relative  retardations  between  the  tangential  and  radial  com- 
ponents which  were  computed  from  these  curves  are  shown  in 
Fig.  2.  This  relative  retardation  is  indicated  as  positive  when 
the  radial  component  was  retarded  with  respect  to  the  tangential 
component. 

The  curve  indicates  that  the  double  refraction  shows  a  distinct 
rise  to  a  maximum  just  before  it  begins  to  fall  rapidly.    It  does 
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not,  as  might  be  expected,  approach  zero  asymptotically,  but 
crosses  to  negative  values  for  a  time,  and  then,  after  reaching 
a  minimum,  it  gradually  approaches  zero  again.  This  peculiar  ac- 
tion at  these  temperatures  is  an  indication  of  an  interesting  trans- 
formation that  takes  place  near  the  annealing  temperature 
range  in  glasses.  Other  manifestations  of  this  effect  lie  in  an 
apparent  increased  absorption  of  heat  which  has  been  observed 
in  this  laboratory,^  as  well  as  by  M.  So,"  and  in  the  increased 
thermal  expansivity  observed  by  C.  G.  Peters.*  The  form  of  this 
curve  shows  clearly  that  there  is  a  rapid  decrease  in  the  ellip- 
ticity  at  these  temperatures,  and  indicates  that  the  cause  of  the 


'  ToolMd  ValasA.  Meedac  of  Am.  Fhys.  Soc..  BaRltnore;  Deoembcr,  1918. 

*  M.  So.,  Proc.  Tokyo  Mftth.  and  Fhys.  Soc.;  September,  Z9z8> 

•  C.  O.  Pelflff.  M«etiiic  ol  Am.  Fbys,  Soe..  BMaom  D«oeaiber.  1918. 
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definiteness  of  the  *' annealing  temperature"  and  the  *' upper 
limit"  of  the  annealing  range,  when  the  standardized  method 
previotisly  described  is  used,  is  to  be  found  not  only  in  the  rap- 
idly increasing  mobility  of  the  glass,  but  also  in  its  changing 
thermal  expansivity.  In  this  connection  it  should  be  stated 
that  a  large  difference  in  temperature  between  the  center  and  the 
surface  of  the  cylinder  is  necessary  in  order  to  obtain  these  curves 
with  pronounced  maxima  and  minima.  Consequently,  the  sur- 
face temperattures  at  which  the  stresses  become  zero  are  much 
higher  than  if  a  slower  rate  of  heating  were  used.  Furthermore, 
the  higher  rate  allows  a  shorter  time  for  the  stresses  to  relax  in  any 
given  temperatiu-e  interval.  This  also  increases  the  measin-ed  tem- 
perature at  which  the  double  refraction  disappears.    Thus  any 
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FlG.  2. — RglaUve  retardaiion  on  ktaiing 

discrepancy  between  the  temperatures  for  the  disappearance  of 
the  double  refraction  as  taken  from  the  cm^e  in  Fig.  2  and  the 
results  by  method  I  are  accounted  for. 

The  necessity  for  using  large  rates  of  heating  and  large  differ- 
ences in  temperature  in  order  to  obtain  curves  showing  a  measur- 
able maximum  or  minimum,  is  evident  when  the  nature  of  this 
effect  is  considered.  The  explanation  is  clear  when  it  is  remem- 
bered that  with  rapid  heating  the  outer  surface  of  the  cylinder 
reaches  the  temperature  of  increased  rate  of  expansion  (see  Fig. 
9)  considerably  ahead  of  the  center.  This  increases  the  stresses 
and  consequently  the  ellipticity  of  the  transmitted  light.  When 
the  center  has  reached  this  temperature,  the  surface  is  much 
hotter,  and  the  stresses  are,  therefore,  relaxing  much  more  rapidly 
in  the  outer  layers.  This  causes  the  stresses  in  the  central  portion 
to  change  from  tension  to  compression.    At  the  suilace  a  re- 
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versal  also  takes  place,  but  it  is  from  compression  to  tension. 
A  small  temperature  difference  would  not  show  this  effect  pro- 
nouncedly, but  would  merely  change  the  slope  of  the  ellipticity 
or  retardation  curve,  without  producing  either,  a  measurable 
maximum  or  a  negative  retardation.  When  such  a  procedure 
as  that  in  nobethod  I  is  followed,  this  effect  caused  by  the  change 
in  thermal  expansivity,  merely  increases  the  sharpness  of  the  dis- 
apperance  of  the  restored  light,  and  consequently  the  definiteness 
of  the  points  determined. 

In  a  similar .  manner  the  retardations  were  measured  while 
cooling  through  this  region.  One  of  the  resulting  curves  is  shown 
in  Fig.  3.  The  cooling  started  well  above  the  "upper  limit," 
Table  i,  where  the  glass  was  soft  enough  to  adjust  itself  to  the 
temperature  gradients  due  to  cooling  without  showing  double 
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Fio.  3. — Relative  retardation  on  cooUng 

refraction.  An  inspection  of  the  ciu^e  shows  that  approximately 
at  the  "upper  limit"  the  glass  became  double  refracting,  giving  a 
positive  retardation,  the  retardations  rising  first  at  an  increasing 
rate,  and  then  at  a  decreasing  rate  as  the  cooling  proceeded.  This 
decreasing  rate  is  due  partly  to  the  decreased  thermal  expansiv- 
ity and  partly  to  the  diminished  rate  of  cooling  at  lower  tempera- 
tures. 

These  positive  retardations,  which  became  evident  while  the 
glass  (medium  flint)  was  becoming  rigid,  were  due  to  the  differ- 
ences in  density  that  were-  incorporated  in  the  glass  at  the  high 
temperatures  where  the  glass  was  soft.  The  temperature  at 
which  the  retardation  becomes  evident  coincides  closely  with  that 
corresponding  to  the  point  B'  on  the  cooling  ctirve  showing  the 
apparent  heat  evolution  for  medium  flint.  (For  the  significance 
of  the  point  B',  see  p.  549,  Table  i  and  Figs.  6  and  7.)     There  is 


Digitized  by 


Google 


546 


Scientific  Papers  of  the  Bureau  of  Standards 


iVoLij 


also  a  suggestion  of  a  discontintiity  in  the  slope  of  the  curve 
at  a  somewhat  lower  temperature  which  approximately  corre- 
sponds to  A\  the  end  of  the  apparent  heat  evolution.  Be- 
tween the  temperature  at  which  this  change  in  slope  of  the 
retardation  curve  occurs  and  that  at  which  the  retardations  first 
become  evident,  it  would  also  appear  that  the  slope  of  the  curve 
is  steeper  than  the  small  change  in  the  icooling  rate  would 
warrant.  Therefore  it  seems  evident  that  the  form  of  retardatioa 
ctu-ve  obtained  on  cooling  through  this  region  is  modified  by 
the  changes  in  the  thermals  expansivity  and  allied  effects  which 
accompany  some  molecular  transformation  which  takes  place  in 
that  temperature  range  where  the  glass  ceases  to  deform  readily 
under  small  stresses.    As  in  the  case  of  the  curves  obtained  on 
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Fio..  4. — Relative  retardation  on  cooling  from  various  temperaiares 

heating,  it  would  appear  that  the  change  in  the  thermal  expan- 
sivity is  the  most  potent  factor  producing  the  anomalous  charac- 
ter of  the  curves  for  the  retardation  observed  on  cooling. 

If  similar  determinations  of  the  retardations  evident  on  cooling 
are  carried  out  when  the  starting  point  is  below  the  **upper  limit," 
there  v^l  be  no  initial  stage  in  the  curve  where  the  double  ref  racton 
remainspractically  zero.  The  retardations  will,  however,  immedi- 
ately become  negative,  as  indicated  in  the  curves  2  and  3,  Fig. 
4  (based  on  qualitative  observations),  then  cross  over  to  positive 
values  at  some  point  that  depends  on  the  starting  temperature 
and  on  the  cooling  rate,  and  will  remain  permanently  positive 
after  temperature  imiformity  has  been  reached.  For  a  well-an- 
nealed sample,  and  a  starting  temperature  below  that  at  which  the 
glass  loses  its  rigidity,  this  negative  retardation  will  not  change 
sign,  and  will  become  zero  only  when  temperature  uniformity 
is  again  established. 
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The  initial  negative  retardations  on  these  curves  show  that 
the  glass  is  not  soft  enough  to  adjust  itself  wholly,  in  the  time 
allowed,  to  the  cooling  gradients.  The  magnitude  of  the  maximum 
negative  retardation  will,  therefore,  depend,  for  any  one  sample, 
on  the  distance  of  the  starting  point  below  the  ''upper  limit'' 
and  on  the  rate  of  cooling.  The  magnitude  ot  the  positive  retarda- 
tion finally  remaining  is  approximately  the  difference  between 
this  maximum  negative  retardation  and  the  retardation  which 
the  same  cooling  rate  would  have  produced  in  the  glass  at  a 
temperattu-e  where  it  was  quite  rigid.  The  amount  of  permanent 
double  refraction  depends,  therefore,  on  the  plasticity  or  viscosity 
of  the  glass  at  the  starting  temperature  and  on  the  rate  of  cooling. 
This  phase  of  the  subject  has  been  investigated  by  Zschimmer 
and  Schulz,^®  who  used  a  somewhat  similar  method  to  determine  the 
residual  double  refraction  for  a  certain  mode  of  cooling.  They  found 
that  the  increment  of  retardation  is  inversely  proportional  to  the 
difference  between  the  starting  temperature  9  and  some  other 
temperature  9o  which  appears  to  correspond  closely  to  the  ''upper 
limit"  of  method  I.  If  5  denotes  a  quantity  proportional  to  the 
retardation  introduced  by  cooling  from  any  temperature  9,  then 
their  equation  states  that: 

(5o  +  5)(flo-e)-C 

where  5o,  9o>  ^md  C  are  constants. 

For  temperatures  near  and  above  0o  the  equation  ceases 
to  hold,  and  in  the  latter  case  the  retardation  obtained  by  cooling 
at  a  given  rate  remains  constant.  The  curves  in  Pigs.  2,  3,  and 
4,  taken  in  conjunction^  with  the  data  of  Zschimmer  and  Schulz, 
show  clearly  the  advisability  of  aimealing  at  the  lowest  temper- 
ature possible  without  imnecessarily  increasing  the  annealing 
time,  and  in  all  cases  below  the  temperature  flo>  which  corre- 
sponds closely,  as  stated  above,  to  the  **  upper  limit"  determined 

by  method  I. 

3.  CRITICAL  RANOK 

The  peculiar  manner  of  the  disappearance  of  thestresses  observed 
when  studying  the  effect  of  rapid  heating  upon  theresults  obtained 
by  method  I  led  to  an  investigation  of  the  apparent  heat  absorp- 
tion, and  the  thermal  expansion  in  this  range.  To  determine 
whether  any  heat  effect  accompanied  the  softening  of  the  glass, 
a  differentia  thermocouple  method  "»  "  was  used.     (See  diagram  of 


*  Zadifanncr  u.  Scfaulz.  loc.  dt. 

1'  BurgeM  and  I^  ChateUer,  Measurements  of  High  Tcmperatnits.  3  ed.,  p.  383. 

»  G.  K.  Burgess,  this  Bulletin.  §.  p.  199;  1908. 
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apparatus,  Fig.  5.)  One  of  the  junctions  of  a  Pt,Rh — Pt — Pt^ 
differential  couple  was  placed  in  a  small  piece  of  the  glass 
under  investigation  and  the  other  in  a  neutral  body.  A  third 
wire  of  platinum  leading  down  to  the  junction  in  the  glass  made 
it  possible  to  determine  the  temperature  of  the  glass  as  well  as 
the  difference  in  temperature  between  the  two  junctions  of  the 
differential  couple.  A  number  of  neutral  bodies  were  used,  the 
most  convenient  being  fine  alundum,  which  was  packed  tightly 
about  the  junction.  The  other  junction  was  introduced  into  the 
glass  either  by  fusion  or  by  pladng  it  in  a  small  hole  drilled  into 
the  sample,  or  by  packing  finely  powered  glass  around  it.    The 
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Fig.  5.— Dio^ofn  of  apparaUufor  ditermifUng  criiical  range 

last  method  is  by  far  the  easiest  to  manipulate.  The  mass  of 
glass  used  was  varied  from  approximately  i  to  50  g  and  caused 
only  minor  variations  in  the  result. 

The  glass  and  neutral  body  were  usually  packed  in  a  small 
porcelain  tube  with  fine  alundtun  powder  as  the  packing  material. 
The  porcelain  container  was  then  placed  in  a  heavy  silver  tube 
which  served  to  equalize  the  temperatiu-e  and,  consequently, 
to  reduce  the  differential  readings  due  merely  to  imequal  heating. 
The  silver  tube  with  its  contents  was  then  heated  in  an  electric 
tube  furnace  at  a  constant  rate.  After  some  trials  in  which  rates 
varying  from  K  to  10®  per  minute  were  tried,  a  tmiform  rate  of 
4*^  C  per  minute  was  adopted.  A  galvanometer  deflection  of  i  cm 
corresponded  to  approximately  0.4®  C  temperature  difference. 
The  temperattue  of  the  glass  was  determined  in  the  usual  way  by 


Digitized  by 


Google 


JSLdJ  Amtealing  of  Gldss  549 

a  thermocouple  and  a  potentiometer.  The  galvanometer  and 
potentiometer  circuits  were  supplied  with  the  necessary  keys  and 
switches  so  that  readings  on  the  two  instruments  could  be  taken 
without  interference. 

In  the  curves  shown  in  Pig.  6  the  galvanometer  deflections 
are  plotted  against  the  temperature  of  the  glass.  The  observations 
were  made  4  to  8^  apart,  and  the  errors  of  observation  are  less 
than  the  width  of  the  curves.  In  every  case  it  will  be  seen  that 
the  glass  shows  an  increased  absorption  of  heat  on  heating,  while 
on  cooling  there  is  evidence  of  a  decrease  in  evolution  of  heat  in 
piassing  through  the  same  region.  The  temperature  range  covered 
by  the  phenomenon  is  twice  as  great  for  cooling  as  it  is  for  heat- 
ing, and  moreover  the  limits  on  cooling  are  not  so  sharply  defined. 
This  is  often  the  case  with  similar  effects  in  other  materials.  These 
effects  are  not  necessarily  true  endothermic  or  exothermic  trans- 
formations as  these  terms  are  usually  interpreted,  but  for  the 
sake  of  brevity  they  will  be  referred  to  as  heat  absoiptions  and 
evolutions. 

The  temperatures  at  the  beginning  A  and  the  maximtm  B  on 
the  curves  for  the  heat  absorption  onlieating  and  at  the  maximum 
B'  and  the  end  A^  on  the  curves  showing  a  heat  evolution  on 
cooling  were  determined  as  shown  in  Fig.  7.  They  are  given 
for  a  ntnnber  of  glasses  in  Table  i.  This  table  shows  that  the 
temperature  range  within  which  a  rapid  softening  of  the  glass 
occurs,  as  determined  by  method  I,  corresponds  within  reasonable 
limits  to  the  range  between  A  and  B.  It  wotdd  appear,  therefore, 
that  the  heat  absorption  and  the  rapid  softaiing  of  the  glass  are 
allied  phenomena^  and  that  it  should  be  possible  to  determine 
the  annealing  range  by  means  of  the.  heat  absorption.  Tests  on 
a  number  of  glasses  in  this  laboratory  support  this  view.  Since 
in  most  cases  it  is  advisable  to  carry  out  the  whole  process  of 
annealing  .below  the  temperatures  where  the  glass  becomes  too 
soft,  it  appears  that  the  region  of  this  heat  absorption  must  be 
considered  as  defining  the  upper  limit  of  the  annealing  range. 
The  experimental  errors  in  determining  this  region  are  in  most 
instances  much  smaller  than  those  in  determining  the  gnnpaling 
range  by  other  methods.  Considering  both  accuracy  and  con- 
venience, it  may  be  said  to  be  one  of  the  best  methods  for  this 
ptupose.  In  the  case  of  certain  opaque  or  colored  glasses  it  is 
especially  advantageous.  This  method  for  determining  the 
annealing  range  will  be  referred  to  as  method  II. 
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Thelocatjotiaf  this  heat  effect  was  also  deteivMbaed  by  the  use  of 
the  ''inverse  time"  method  of  Osmond.^  This  method  employs 
only  one  couple,  SJid  involves  the  measurement  of  the  time  that  it 
tates  the  aamfde  to  rise  tlutmgh  successive  short  and  equal  steps 
of  t^nperatute.    The  time  interval  is  best  measured  on  a  chrono- 
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Flo.  7. — Determinaiion  efcriiioal  r^ngtfrom  curves  by  differetUial  thermocaupie 

graph  but  can  be  determined  by  a  stop  watch  or,  as  tests  have 
shown,  even  by  an  ordinary  watch  if  great  care  is  exercised. 
The  temperature  measurements  must  be  accurate  to  within  one- 
half  degree  centigrade.  In  the  glass  factory  it  would  probably  be 
easiest  to  prepare  the  sample  by  dipping  the  end  of  the  thermo- 
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Fig.  ^^—CfUical  range  by  inverse  raU  method 

couple  into  the  molten  glass  and  taking  out  a  very  small 
amount  With  the  proper  apparatus  the  locstton  of  this  heat 
effect,  and  hence  the  approximate  annfmling  teatperatoxe^  aaaid 
be  detenmned  befofpetl)^  pot  had  solidified.  A  hue  metal  oouple 
should  be  suffici^t  for  this  purpose.    Fig«  8  ahows  a  cnnre, 
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obtained  by  this  method,  in  which  an  iron-constantan  tharmo- 
couple,  a  stop  watch,  and  a  Leeds  and  Northrup  type  K  poten- 
tiometer were  employed.  The  point  A  on  this  curve  indicates 
the  beginning  of  the  eflfect  on  heating,  and  is  identical  with  the 
same  point  obtained  by  the  differential  method.  The  cusp  C, 
however,  indicates  the  temperature  at  which  the  rate  <rf  heating 
is  the  least,  and  does  not  correspond  to  the  point  B  on  the 
differential  curve  in  Fig.  7.  The  latter  point  indicates  approxi- 
mately the  end  of  the  effect. 

Fig.  9  shows  the  close  correspondence  between  the  region  of 
this  heat  absorption  by  the  differential  method  and  the  increased 


Fig.  g,— Comparison  of  thermal  expansion  and  curvet  by  differential  tkermocomph 

thermal  expansivity  observed  by  C.  G.  Peters.  The  effects  heffn 
at  substantially  the  same  temperature.  The  curve  for  thermal 
expansion  gives,  therefore,  as  Peters  has  shown,  another  method 
of  determining  the  highest  advisable  annealing  temperature. 

It  was  decided  that  the  beginning  of  these  effects  shotdd  be  con- 
sidered  as  the  upper  limit  of  the  annealing  range.  The  advan- 
tage to  be  gained  by  the  more  rapid  disappearance  of  the  stresses 
at  higher  temperatures  seems  to  be  outweighed  by  the  necessary 
precautions  to  be  observed  on  coding  through  this  region  with- 
out reintroducing  additional  strain.  As  already  indicated,  this 
difficulty  is  not  due  to  the  softness  of  the  glass  alone,  but  also  to 
the  marked  changes  in  the  thermal  expansivity  and  other  con- 
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stants,  which  accompany  radical  changes  in  the  molecular  group- 
ings of  the  glass.  In  addition,  such  molecular  changes  may  ex- 
pedite certain  deleterious  effects,  such  as  cr3rstallization  during 
the  annealing  and  slow  cooling. 

The  exact  nature  of  these  changes  in  the  molecular  groupings 
is  not  to  be  explained  without  a  further  and  thorough  investigation 
of  the  subject.  It  appears,  however,  that  they  are  accompanied 
either  by  a  small,  but  definite,  absorption  of  heat  on  heating,  and 
a  corresponding,  but  less  well-defined,  evolution  of  heat  on  cool- 
ing; or,  by  a  change  in  the  thermal  conductivity;  or,  some  other 
property  of  such  a  character  as  to  produce  an  apparent  absorp- 
tion or  evolution  of  heat.  The  usual  magnitude  of  the  relative 
heating  or  cooling  with  respect  to  the  neutral  body  amounted  to 
2  or  3**C.  Although  a  number  of  experiments  were  carried  out 
to  determine  the  exact  nature  of  this  effect,  its  explanation  has 
not  been  established  po^tively.  Neither  has  it  been  determined 
whether  this  heat  absorption  results  merely  from  a  change  in  the 
specific  heat  ^^  or  something  which  might  be  considered  as  a  heat 
of  chemical  solution  or  reaction,  or  a  latent  heat  of  change  in 
state.**  The  possibility  of  a  change  in  the  specific  heat  or  con- 
ductivity qaused  by  the  relaxation  of  the  internal  stresses  was 
considesed,  but  no  relation  between  the  magnitudes  of  the  stresses 
and  the  heat  effect  was  found.  Moreover,  powdering  the  glass 
did  not  alter  results. 

M.  So,  whose  observations  corroborated  those  on  the  absorp- 
tion while  heating,  apparently  did  not  notice  the  corresponding 
effect  on  cooling.  He  ascribes  the  effect  to  a  melting  of  some 
component  in  the  glass.  However,  it  may  suggest  the  rapid 
change  in  properties  which  characterize  a  substance  not  too  far 
removed  from  conditions  which  wotdd  admit  of  the  coexistence 
of  phases  in  equilibrium  at  a  transformation  point. 

In  order  to  determine  whether  the  transformation  was  connected 
with  the  complex  chemical  composition  of  the  usual  glasses, 
some  simple  borax  glasses  were  mad^  up  with  proportions  rang- 
ing from  pure  boric-acid  glass  to  fused  borax.  The  curves  were 
quite  similiaf  to  those  obtained  on  the  common  glasses,  but  the 
absorption  occurred  in  different  regions.  The  temperature  ranges 
for  the  absc^tion  are  given  in  Table  i  under  the  heading  "  Crit- 
ical range.'' 

It  was  considered  that,  even  in  stable  glasses,  the  transforma- 
tion might  be  associated  with  or  followed  by  a  slight  crystalliza- 

w  W.  P .  White.  Am.  Jour.  8d.,  47;  Juitiary.  1919.  "  M.  So,  loc.  ctt.  ^  T 
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tion.  Usually  such  crystaUization  effects  are  too  small  to  be 
observed  easily.  Consequetitly  it  seemed  destraUe  to  investigate  a 
case  where  a  marked  crystalUzatioa  does  occur.  Some  observa- 
tions were  made,  therefore,  on  the  unstable  aodhmi  metasilicate 
glass  made  as  descrU^ed  by  Gtiertler.^*  According  to  Ouertler 
this  glass  shows  a  large  evohition  of  heat  due  to  crystallization 
when  it  softens.    The  heating  curves  presented  in  Pig.  lo  show 
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Pm.  10. — BeaHng  emrots  an  sodhnn  metanUcated  widt  dijfktentiat  thermocouple 

that  thi$  exothermic  transformation  in  sodium  metasilicate  glass 
occurs  soon  after  but  not  coincident  with  the  aj^xuent  endother- 
mic  effect  on  heating.  Curves  z,  2^  and  3  in  this  figure  were  taken 
in  this  sequence  on  the  same  sample.  They  show  that  the  glass 
can  be  heated  for  a  short  time  beyond  the  first  transformation 
without  changing  its  properties  to  any  great  extent,  althoagk 
the  slight  difference  between  curves  i  and  2  would  lead  one  to 
infer  that  some  crytalUzation  had  occurred  during  the  iBorst  heat- 

M  Guertler,  Zdts  fur.  Anorg.  Chcm..  40v  p.  8a68:  1904. 
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ing.  On  cosftiiiued  heatltig  the  glass  became  crystafli^ed,  givmg 
the  secend  curve,  and  When  heated  again  gave  the  smooth  ctirve 
shownasj.  Thia  latter  cuive  was  continued  tmtiltndlthig^K^ctflTed, 
whidi  VMS  above  looo^  C.  It  ^mnM  appear,  from  ctirves  t  and 
2,  that  fen*  this  glass  at  least  there  is  no  danger  of  crystallization 
when  it  is  held  for  a  ^ort  period  <rf  time  at  temperatnres  near  and 
possibly  even  somewhat  above  the  first  or  endotheimic  transforma- 
tion. Pmther  investigation  showed  that  the  presence  of  a  few 
cryatab  caused  crystalfization  to  begin  sooner  than  if  a  perfect 
glass  had  been  used,  but  in  no  case  did  it  occtn-  until  after  the 
first  transformation.  A  more  thorough  study  of  the  tendency 
of  the  ordinary  glasses  to  cr3rstallize  in  this  region  seems  desirable, 
since  in  ptactice  this  tendency  has  sometfines  been  found  to  inter- 
fere with  the  free  choice  of  an  annealing  temperature. 

Tests  made  on  some  of  the  optical  glasses  from  this  Bureau 
indicated  that  such  glasses  Yftst  too  stable  to  show  sufficient 
crytidB^atiOtt  \ff«hin  the  time  available,  hence  no  relation  could  be 
established  between  the  tendency  toward  crystallization  and 
the  apparent  ^idothermic  transformations  which  they  show  when 
heated.  Crystallisation  of  the  ordinary  glasses  seems  to  be 
greatly  accelerated  by  impurities  '^  ^  or  dissolved  gases,  as  has 
been  d«monstrated.  It  appears  that  the  most  active  substances 
in  this  t«^)ect  are  tiie  chlorides  and  sulphates  that  occur  as  im- 
purities in  potaf^.  The  general  composition  of  the  glass  and 
the  temperatures  used  in  its  manufacture  are  other  factors  that 
affect  the  tendency  toward  devitrification.  It  has  been  demon- 
strated that  the  injurious  effects  of  impure  chemicals  often  can 
be  amefiorated  by  the  proper  control  of  the  melting  temperature. 
It  would  therefore  be  of  interest  to  determine  whether  these 
impurities  affect  the  endothermic  transformation  on  heating. 

in.  ANHKAUlf G*  TIMB 

The  results  outlined  above  all  point  to  the  desirability  of  as 
low  an  annealing  temperature  as  is  consistent  with  the  efficient 
and  rapid  removal  and  prevention  of  permanent  stresses.  In  order 
to  employ  such  low  "annealing  temperatm^es ''  efficiently  it  is 
necessary  to  obtain  some  information  concerning  the  ''annealing 
time  "  required,  and  the  rate  of  relaxation  of  the  stresses  at  various 
temperatures.  This  leads  to  the  consideration  of  methods  for 
the  determination  of  Maxwell's  ''relaxation  time''  for  stresses 


"  Quiwood  and  Turaer.  J.  Soc.  Glaat  Tedi..  1,  pp.  87-96;  191 7. 
■  VttBier  atid  Pcrgiison.  J.  Am.  Cenni.  Soc.  1,  pp.  4^3^;  1918. 
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in  viscous  media.  A  number  of  such  methods  have  been  in  use, 
and  they  are,  perhaps,  the  best  means  availaUe  to  determine  the 
most  satisfactory  annealing  time  and  temperature.  These  meth- 
ods may  be  divided  into  two  classeSi  of  whidi  the  first  to  be  con- 
sidered deals  with  the  rote  of  deformation  of  the  glass  under  an 
external  force,  and  the  second,  with  the  rate  at  which  the  glass  loses 
its  double  refracting  power.  Of  the  first  class,  the  methods  c<»n- 
monly  used  consist  of  bending,  twisting,  or,  stretching  strips  or 
rods.  Of  these  the  latter  two  are  to  be  considered  the  most 
satisfactory  except  in  those  cases  where  the  preparation  of  the 
samples  is  di£5cult. 

The  methods  of  the  second  class  vary  only  in  the  maimer  in 
which  the  double  refraction  is  measured.  When  the  stresses 
are  large,  this  may  be  done  by  determining  the  rate  of  disappear- 
ance of  the  interference  rings  in  a  badly  strained  cylinder  of 
glass.  When  tb^y  are  small,  the  retardation  may  be  measured 
]^y  some  such  instrument  as  the  Stokes  analyzer  described 
previously. 

The  theory  and  equations  necessary  for  the  determination  of 
the  relaxation  time  are  discussed  thoroughly  in  articles  by  Max- 
well," Zschimmer  and  Schulz,^  and  T?yyman.** 

Some  of  the  discussions  will  be  given  here,  merely  that  the 
symbols  used  may  be  clearly  defined.  Maxwell's  equation  on 
which  all  these  measurements  are  based  states  that: 

dF    pdSF 
dt^^dt     T 

where  F,  5,  and  t  are  respectively  the  stress,  strain,  and  the  time, 
while  E  is  the  elastic  coefficient  involved  and  T  is  a  constant 
called  the  "relaxation  time." 

According  to  the  value  of  T  and  its  variation  with  the  magni- 
tude of  the  stress,  the  bo4y  wiU  show  the  properties  of  elasticity, 
plasticity,  or  viscosity.  These  terms  are  used  by  dijGFerent  authors 
in  different  senses,  and  even  the  same  author  is  not  always  con- 
sistent. This  imcertainty  is,  in  a  large  measure,  due  to  the  present 
incomplete  knowledge  of  the  subject,  but  the  following  discus- 
sion may  serve  tentatively  to  distinguish  between  these  terms. 

When  T  is  infinite  the  above  iequation  represents  the  behavior 
of  a  perfectly  elastic  body.  For  a  large  number  of  the  common 
rigid  bodies  this  condition  is  approximated  until  very  large  forces, 
which  are  said  to  exceed  the  elastic  limit  and  to  approach  the 

>•  J.  C.  Maxwell,  Phil.  Mag.  (4).  U,  p.  zap;  1868.  "  F.  Tmftmm,  loc  dt 

»  Zadiinuner  Mid  Schulz,  loc.  dt. 
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limit  of  rupture,  are  applied.  For  many  materials  T  ceases  to  be 
extremely  large  for  comparatively  small  stresses.  In  other  words, 
such  materials  have  low  elastic  limits.  Under  stresses,  whose  mag- 
nitude lies  between  the  elastic  limit  and  the  breaking  stress, 
materials  are  plastic.  Hence  those  materials  with  low,  finite 
elastic  Hmits  are  usually  considered  plastic  bodies.  For  a  plastic 
condition  T  the  relaxation  time  generally  varies  with  the  stress. 
It  may  be  practically  constant,  however,  if  the  variations  of  the 
stresses  are  confined  within  certain  limits.  When  the  ela^c 
limit  is  zero  and  T  is  independent  of  the  stress,  thie  materiai  may 
be  termed  "viscous."  In  a  truly  viscous  material  T  is  independ- 
ent of  the  stresses'  even  when  these  are  indefinitely  small.  In 
general,  when  T  is  extremely  large,  the  material  is  elastic;  when 
7  is  a  function  of  the  stress,  the  material  is  plastic;  and  when  T 
is  independent  of  the  stresses,  even  when  they  become  indefinitely 
small,  the  material  is  viscous.  It  is  to  be  noted  that  this  concep- 
tion of  "viscous"  bodies  does  not  identify  "viscosity"  with  the 
''internal  friction"  which  is  characteristic  of  all  substances." *• 
Generally  there  is  no  sharp  line  of  demarcation  between  the 
elastic,  plastic,  and  viscous  conditions,  and  they  merge  gradually 
into  each  other.  Most  solids,  such  as  metals  or  glass,  may  exhibit 
any  or  all  of  these  properties  depending  on  the  manner  in  which 
they  are  tested.  For  that  reason  they  may  be  termed  elastico- 
plastico-viscous  materials.  Certain  theories  concerning  molecu- 
lar aggregations  and  their  action  in  solids  are  often  helpful  in 
explaining  these  characteristics  and  the  various  elastic  aftereffects. 
A  number  of  such  theories  have  been  advanced,  one  of  which  is 
the  Maxwell-Butcher  **  theory.  It  has  been  employed  by  certain 
investigators  as  an  aid  in  discussing  the  properties  of  glass. 

1.  MBASURBIIBNT  OF  THB  RELAZAtUM  TIMB  BT  AN  APPUBD  LOAD 

When  F  in  Maxwell's  equation  is  constant  as  in  the  methods  of 
the  first  class,  which  employ  a  glass  body  under  a  constant  ex- 
ternal load,  the  following  solution  is  obtained : 


ET 


-v^ 


Here  ET  has  the  dimensions  of  a  coefficient  of  viscosity.     In  the 
strip-bending  experiment,  for  example,  F  and  ^  may  be  de- 

*■  Thomno  and  Talt,  Xat,  Phfl.,  1 .  art.  u^, 

*  Love.  Math.,  Theory  Bhist.,  Can^vidge,  a  ed..  p.  xkj. 

**  Btttdicr,  Proc.  London  Math.  Soc.,  8,  p.  los;  1876. 
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termined  by  observation  and  the  value  of  ET  calculated.  It 
is  not  possible  to  determine  T  unless  E  is  known,  and  this  is  an 
inheient  weakness  of  this  method  when  T  is  desired.  The  elastic 
coefficient  is  not  very  easily  determined  at  the  temperatures  &n- 
pkiyed,  and  is  usually  assuuned  to  be  approximately  the  same  as 
at  ordinary  temperatures,  although  probably  it  chuiges  consider- 
ably in  l^e  critical  range.  When  values  for  T  (expressed  in 
hours)  are  cakulated  for  sevenl  temperatures  on  the  assomptiofi 
o£  some  constant  value  for  E,  they  will  be  found  to  satisfy  the 
equatim  gjv^p  by  Twyman: 

In  this,  T$  and  T«  are  the  rdaxation  times  at  temperatures  B 
and  0of  while  ib  is  a  constant  depending  on  the  nature  of  the  glass. 
The  constant  k  may  be  determined  from  observations  on  the  varia- 
tion of  the  rate  of  bending  with  the  temperature. 

The  methods  of  this  type  used  in  this  laboratory  consisted  of 
stretching  thin  rods  or  bending  strips  of  glass.  The  former  was 
used  only  occasionally  to  check  the  results  obtained  by  bending. 
The  latter  method  was  very  similar  to  that  described  by  Twyman 
except  that  in  most  cases  the  strip  rested  on  two  supports  instead 
of  being  clamped  at  one  end.  The  method  of  support  did  not 
appear  to  affect  the  results.  When  the  two  supports  were  used, 
they  consisted  of  small  smooth  porcelain  tubes.  The  strips  tested 
were  approximately  50  mim.  long,  4  to  jo  mm.  wide,  and  i  to  2  mm. 
thick.  The  loads  varied  from  1 5  to  500  gms.  and  were  always  large 
enough  to  make  the  weight  of  the  strip  negligible  in  the  calcula- 
tions. The  strip  was  heated  in  an  electric  tube  ftunace  and 
observed  with  a  long-focus  micrometer  microscope.  The  tempera- 
ture oi  the  strip  could  be  determiaed  within  ±2^  C  and  held 
constant  for  a  considerable  length  of  time  to  within  one-half  of 
I  degree.  Observations  on  the  rates  of  bending  were  taken  at 
four  or  five  points  in  an  average  range  of  40®  C  without  chang- 
ing the  load.  The  logarithms  of  the  rates  plotted  against  the 
corresponding  temperatures  fell  on  a  stra^^ht  line  as  required 
by  Twyman's  equation.    The  slope  of  this  line  determines  k. 

The  bending  method  gave  very  consistent  values  for  both  ET 
and  k  when  the  observations  were  repeated.  The  values  of  i  for 
the  different  glasses  tested  varied  from  10  to  13.  (See  TaWe  2.) 
The  average  value  was  such  that,  roughly  q)aakk^»  ET  doubled 
for  every  8**  C  drop  in  temperature.     As  the  temperature  was 
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increased  k  seemed  to  increase  somewhat.    It  must  also  increase 

for  lower  temperatures  since  otherwise  the  glass  would  be  more 

rigid  at  room  temperature  than  the  experiments  of  Zschimmer  and 

Schulz  would  indicate. 

TABLE  2 


NUM 

Method 

Range oC 

k 

Tm» 

Btnd 

535.585 
555-990 

W5-640 
600-660 
510^35 
475-d30 
500-545 
440^90 
485^530 

U.4 
U.5 

n.6 

12.6 
10.  S 
12.  S 
11.9 
11.7 
10.2 

Heun 

Do 

...do 

2.1 

D« 

do 

D* 

do 

Do 

OpHctl 

8.5 

T.WIifl;  flhiC 

Btod 

.0094 

Do 

.0114 

Do 

Optical 

.067 

T^tnnHhd 

B«od 

.0059 

•  Tm»  extrapolated  by  Twyman's  equation  when  neoeeaary. 
The  yalaeo  aammed  for  £  were  ai  foQows: 

Bocodlioete -£ -7600  kg  y^^ 

Uflihl   flint  ~g -6500  kg /mm* 

DcDM  flint -E -6000  kg /mm^ 

Contrary  to  expectation  the  values  obtained  for  ET  by  varying 
the  load  from  15  to  250  g  were  constant  within  the  experimental 
error.  Moreover  the  values  for  T,  on  assuming  E  to  be  the  same 
as  at  room  temperature,  were  about  one-sixth  as  large  as  those 
obtained  by  the  optical  method  for  a  retardation  of  10  to  15®, 
or  approximately  15  to  23  millimicrons.  That  this  discrepancy 
could  be  due  entirely  to  assuming  a  wrong  value  for  E  is  extremely 
doubtful.  A  more  plausible  explanation  lies  in  the  fact  that  the 
bending  experiments  as  they  were  carried  out  necessitated  the 
use  of  higher  temperatures  and  greater  stresses  than  could  be  em- 
ployed successfully  in  the  more  accurate  measurements  by  the 
optical  methods. 
2.  MEASUREMENT  OF  THE  RELAXATION  TIME  BY  AN  OPTICAL  METHOD 

For  applying  the  optical  methods  (that  is,  methods  of  the 
second  class)  Zschimmer  and  Schulz  assumed  that  the  deforma- 
tion or  S  remained  constant  while  the  stresses  causing  double  re- 
fraction relaxed.  This  assumption  would  appear  to  be  inade- 
quate, at  least  for  bodies  of  limited  dimensions  under  no  external 
constraint.  Solving  Maxwell's  equation  on  this  assumption, 
however,  gives 

F^Foe' 
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If  it  is  assumed  that  F  is  proportional  to  the  retardation  i, 
which  Pockels*  has  shown  to  be  the  case  for  eztemaUy  applied 
forces,  then 

T-^t/log^Ji 

In  these  equations  Fo  and  80  are  the  initial  stresses  or  retarda- 
tions while  F  and  i  are  the  corresponding  quantities  after  a  time  L 
When  these  quantities  are  measured  the  relaxation  time  T  may  be 
computed,  or  if  log«  i  is  plotted  against  time,  then  T  may  be  found 
from  the  slope  of  the  resulting  curve.  If  T  is  constant  for  aU 
stresses,  this  curve  should  be  a  straight  line.  This  was  not  found 
to  be  the  case,  however,  when  this  method  was  used.  In  fact»  T 
appeared  to  increase  quite  materially  as  the  stresses  and  the  re- 
sulting double  refraction  decreased.  This  was  to  be  expected  if 
the  glass  was  plastic. 

The  retardations  were  meastu^d  with  the  Stokes  analyzer  while 
the  strained  cylinder  of  glass  was  being  annealed  at  a  constant 
temperature.  The  temperature  could  be  kept  constant  within  a 
few  tenths  of  a  degree  for  several  hours.  Some  of  the  resulting 
observations  are  summarized  in  Table  2. 

When  T  was  determined  for  the  same  magnitude  of  retardation 
at  different  temperatures,  it  was  fotmd  that  Twyman's  empirical 
equation  connecting  $  and  T  was  satisfied.  Some  of  the  com- 
puted values  of  the  exponent  k  in  this  equation  are  also  given  in 
Table  2. 

In  order  to  obtain  values  for  T  when  the  retardations  were 
large,  some  observations  were  made  on  the  rates  at  which  the 
rings  in  a  badly  strained  cylinder  disappeared.  A  very  large 
variation  of  T  with  the  magnitude  of  the  double  refraction  was 
evident.  When  two  or  three  rings  were  visible  the  value  of  T  was 
the  same  as  obtained  by  bending  a  strip.  This  would  indicate 
that  the  difference  in  the  magnitude  of  the  stresses  was  a  factor  in 
causing  the  discrepancy  between  the  two  methods.  It  is  possi- 
ble, also,  that  the  asstunption  of  a  constant  strain  is  relatrroly  a 
closer  approximation  for  larger  strains.  However,  the  entire 
question  of  the  distribution  of  the  stresses,  the  magnitudes  of  the 
elastic  coefficients  involved,  and  of  the  manner  in  which  glass  de- 
forms is  unsettled.  It  is  worthy  of  note  in  this  connection  that 
Zschtmmer  and  Schulz  using  an  optical  method  fotmd  that,  at 
room  temperatures,  the  average  retardations  in  pieces  with  large 
strains  would  show  a  perceptible  decrease  after  one  month,  while 


»  F.  Fockela,  Ann.  der  Physik,  7,  p.  746;  1002. 
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the  small  average  retardations  in  samples  with  less  strain  actually 
increased  after  the  same  period  of  time.  If  this  same  condition 
exists  at  higher  temperatures,  it  might  well  cause  the  above  de- 
scribed variation  in  T  with  the  magnitude  of  the  double  refraction 
and  the  discrepancy  in  the  results  obtained  for  the  relaxation  time 
by  the  two  methods. 

The  values  in  Table  2  are  only  a  few  collected  from  tests  to 
determine  the  annealing  time,  and  are  given  to  illustrate  the  points 
discussed  and  to  emphasize  the  necessity  of  a  more  thorough 
investigation  of  the  manner  in  which  the  stresses  relax  while 
the  glass  is  being  annealed.  For  such  an  investigation  the  methods 
for  determining  T  and  k  should  be  far  more  refined  than  is  re- 
quired for  general  testing.  The  determination  of  these  constants 
over  a  wide  range  of  temperatures  is  especially  desirable.  An 
interference  method  would  undoubtedly  be  of  advantage  in  deter- 
mining the  rate  of  deformation  at  low  temperatures  and 
tmder  small  loads. 

3.  APPUCATIOK  OF  RELAXATION  TIMS 

Although  the  constancy  of  T  and  k  must  be  questioned,  in  the 
case  of  the  former  when  the  force  is  varied,  and  of  the  latter 
when  the  temperature  range  is  very  large,  still  they  are  of  great 
value  in  estimating  the  annealing  time  and  determining  a  cooling 
procedure.  If  the  initial  stresses  are  to  be  reduced  by  holding  at 
some  constant  annealing  temperature  until  they  are  any  fraction 
FiFo,  for  example,  one-tenth  of  their  original  value,  then  the  time 
required  to  anneal  will  be: 

t,^Tlog,Fa/F'^2.3T 

When  due  allowance  is  made  for  the  variation  of  T  with  the  stress, 

a  very  fan-  approximation  to  the  annealing  time  can  be  obtained. 

Furthermore,  the  time  required  for  the  stresses  to  decrease  to 

(A)*  ^f  their  initial  magnitude  will  be  equal   to  nXt^  hours. 

In  order  to  obtain  it  for  successive  drops  of  10®  in  the  annealing 

temperature,  it  is  necessary  only  to  multiply  by  a  constant  derived 

from  Twyman's  equation.    Thus 

10 

Assuming  an  average  value  ot  k^ii.3  ^^  would  give  the  relation : 

In  arranging  the  annealing  schedules,  for  small  articles  at 
least,  usually  it  was  found  desirable  to  choose  an  annealing  tern- 


Digitized  by 


Google 


562.  Scientific  Papers  of  the  Bureau  of  Standards  [Vd,is 

perature  somewhat  below  the  beginning  of  the  heat  absorption. 
Schedules  beginning  at  temperatures  much  higher  or  much  lower 
were  usually  found  to  be  less  efficient.  Some  experiments  on  a 
piece  of  badly  strained  light  flint  illustrate  this.  The  location  of 
the  beginning  of  the  heat  absorption  was  at  485^  C.  It  was  found 
that  10  days  at  430^  C  were  required  to  obtain  the  same  reduction 
of  stresses  that  could  be  obtained  in  one-half  hour  at  485^  C.  On 
the  other  hand,  it  could  be  cooled  very  rapidly  from  the  lower 
temperature  without  reintroduction  of  permanent  strain,  while  from 
485^  C  the  cooling  rate  during  the  first  30  or  40^  required  much 
more  acciu-ate  control  to  obtain  the  same  result.  There  is  ap- 
parentiy  some  temperature,  with  the  corresponding  method  of 
cooling,  that  gives  the  most  efficient  procedure.  For  small 
pieces  this  temperature  appears  to  be  10  to  20^  C  below  the 
critical  range. 

It  is  of  the  utmost  importance  that  the  temperature  of  the 
glass  should  be  as  uniform  as  possible,  especially  in  the  annealing 
range.  The  introduction  of  strains  in  homogeneous  glass  is 
due  solely  to  temperature  gradients.  Whether  these  are  due  to 
rapid  or  unsjrmmetrical  cooling,  or  to  a  lack  of  temperature  uni- 
formity while  annealing,  is  immaterial.  Stresses  due  to  the  latter 
cause  may  be  larger  and  more  harmful,  inasmuch  as  they  may 
be  very  irregularly  distributed.  The  importance  of  tenq)erature 
imiformity  can  not  be  overemphasized,  since  the  lack  of  it  is  the 
chief  source  of  difficulty  in  annealing  glass.  This  is  especially 
the  case  when  fine  annealing  is  attempted.  Temperature  control, 
such  that  there  are  no  disttu-bing  fluctuations  in,  or  uncertain- 
ties concerning  the  actual  temperature  which  the  glass  attains, 
is  absolutely  necessary  to  insure  successfid  annealing.  Unless 
these  conditions  are  met,  certain  devices  which  are  used  to  deter- 
mine whether  the  temperatures  which  existed  in  a  lehr  or  kiln 
have  been  satisfactory  will  give  misleading  indications.  Such 
devices  usually  consist  of  a  rod  or  tube  of  the  glass  to  be  annealed, 
supported  horizontally  but  free  to  bend.  The  suitability  of  the 
temperature  conditions  which  existed  is  determined  from  the 
amount  this  rod  deformed  during  its  passage  through  the 
lehr  with  the  glass  which  Was  being  annealed.  Unless  the 
temperature  control  and  distribution  were  satisfactory,  the  in- 
dication derived  from  the  amount  of  deformation  will  have  no 
meaning,  since  a  very  unsatisfactory  temperature  condition 
might   have  produced  the   same   bending.    With   proper  pre- 
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cautions  such  devices  may  be  of  value;  although  examining  the 
product  itself  in  a  reflection  polariscope  would  be  as  easy  and 
would  give  more  reliable  information. 

IV.  COOLING  PSOCEDUKE 

Certain  generalizations  concerning  cooling  can  be  made,  but 
the  process  can  not  be  completely  defined  without  a  knowledge 
of  the  conditions  to  be  met.  A  different  cooling  procedure  will 
have  to  be  followed  for  every  change  in  the  kind  of  glass  and  in 
the  size  or  shape  of  the  article.  In  any  case  where  all  the  condi- 
tions are  known  it  is  possible,  however,  to  specify  with  consider- 
able accuracy  what  should  be  a  good  cooling  procedure.  The 
eflidency  of  the  procedure  must  be  determined  by  the  expense 
and  time  required  to  produce  a  satisfactory  product. 

As  an  example  erf  a  mode  of  cooling  which  proved  very  satis- 
factory from  the  standpoint  of  laboratory  experience,  the  fol- 
lowing experimental  cooling  procedure  is  given.  The  glass  was 
fight  flint  and  the  maximum  size  of  the  pieces  was  approximately 
2  by  6  by  8  cm.  The  cooling  followed  an  annealing  period  of  about 
two  hours,  during  which  the  glass  was  held  at  a  constant  tmiform 
temperattu^  of  475®  C,  or  10  to  15^  below  the  critical  range. 
After  various  trials  it  appeared  that  satisfactory  results  could 
be  obtained  by  a  cooling  rate  that  had  reached  5®  C  per  hour  at 
460**  C  and  which  was  increasing  in  such  a  way  that  it  doubled  for 
every  10^  C  drop  thereafter  until  the  natural  cooling  rate  of  the 
furnace  was  reached  at  approximately  420®  C.  This  method  of 
cooling  is  practically  that  suggested  by  Boys,^  Twyman,*^  and 
English  and  Tinner  * .  The  previously  mentioned  measurements 
by  Zschimmer  and  Schtdz  on  the  double  refraction  shown  by 
annealed  glass  were  the  basis  for  considering  the  results  satisfac- 
factory.   The  time  constuned  was  also  taken  into  account. 

Doubtless  the  cooling  rate  could  have  been  finther  increased  at 
the  lower  temperatures  since  experiments  on  similar  blocks  showed 
that  a  much  more  rapid  rate  of  cooling  at  200®  C  did  not  intro- 
duce serious  permanent  double  refraction.  Increasing  the  rate 
must,  however,  in  any  case  be  discontinued  after  it  becomes  large 
enough  to  produce  stresses  approaching  the  elastic  limit. 

For  large  pieces  of  the  same  glass,  the  rate  at  any  temperature 
must  be  much  lower.    In  the  case  of  the  simpler  types  of  solids 


*■  Boys,  Natiix«,  98,  p.  150;  X9x6. 

•*  Twyman,  loc.  dt. 

*  Bqglbh  and  Tinner,  J.  Soc.  Glass  Tecfa.,  8,  p,  gp;  zgiS. 
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such  as  the  sphere,  a  statement  of  the  relation  between  the  rate  of 
cooling  and  the  size  may  be  made  when  the  cooling  is  approxi- 
mately linear.  Linear  cooling  means  equal  changes  of  surface 
temperature  in  equal  time  intervals.  If  the  pieces  are  not  very 
large  and  the  rate  of  cooling  is  not  changing  rapidly,  the  method 
of  cooling  discussed  above  may  be  considered  to  be  linear  at  any 
instant;  that  is,  the  temperature  distribution  inside  the  piece  of 
glass  approximates  that  of  linear  cooling.  For  linear  cooling  of 
a  sphere  the  difference  between  the  stuiace  temperature  and  the 
mean  temperature  is  proportional  to  the  square  of  the  radius.  The 
tangential  stresses  at  the  surface,  which  are  the  largest  stresses  in 
the  sphere,  are  proportional  to  this  difference  in  temperature, 
and,  consequently,  to  the  square  of  the  radius.  The  cases  of 
the  slab  and  cylinder  axe  very  similar,  and  it  may  be  said  that 
the  maximum  stres^te  present  axe  roughly  proportional  to  the 
square  of  the  least  dimension^  If,  then,  the  cooling  may  be 
considered  linear  in  effect  at  any  instant,  the  rate  of  cooling  at 
any  given  temperattu-e  should  be  inversely  proportional  to  the 
square  of  the  least  dimension. 

In  the  case  of  very  large  pieces  it  may  be  necessary  to  reduce 
the  annealing  temperature,  and  correspondingly  to  increase  the 
annealing  time  in  order  to  shorten  the  extremely  loag  period  of 
cooling  that  otherwise  would  be  necessary.  Large  blocks  €i 
glass  for  optical  purposes  nattirally  take  a  longer  time  to  anneal 
because  of  the  more  rigid  requirements  as  to  double  refraction. 

The  mode  of  cooling  just  discussed  is  based  on  the  increasing 
rigidity  of  the  glass  as  it  cools.  Above  the  critical  range  the 
glass  may  be  considered  to  have  changed  from  a  plastic  to  a 
nearly  viscous  state,  the  elastic  limit  for  a  large  part  of  the  molec- 
ular aggr^ates  being  practically  zero.  As  the  cooling  proceeds 
through  the  critical  range  the  glass  loses  its  viscous  nature  very 
rapidly,  and  below  this  range  may  be  considered  practically  as  a 
plastic  body.  It  is  in  the  temperatme  region  where  the  glass  is 
predominately  plastic,  but  still  viscous  enough  to  allow  the  relax- 
ation of  smaU  stresses,  that  annealing  should  take  place.  Unless 
the  annealing  temperatme  is  chosen  too  low,  all  stresses,  no  mat- 
ter how  small,  will  disappear  in  a  reasonable  time  as  measure- 
ments on  the  double  refraction  will  show.  These  stresses  dis- 
appear completely,  due  to  the  fact  that  the  glass  still  retains  to  a 
certain  extent  its  viscous  character. 

At  lower  temperatures  the  relaxation  time  rapidly  increases, 
and  the  glass  becomes  more  and  more  rigid,  losing  much  of  its 
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plasticity  and  becomixig  like  an  elastic  substance;  accordingly 
when  the  glass  is  being  cooled  from  its  annealing  temperature, 
the  rate»  which  initially  must  be  relatively  low,  may  be  increased 
as  the  glass  cools  without  adding  materially  to  the  amount  of 
permanent  strain*  The  manner  of  increasing  the  cooling  rate  is 
based  partly  on  the  assumption  that  Twyman's  relation  still  holds 
for  a  considerable  distance  below  the  critical  rai^.  Although 
the  measurements  by  Zschimmer  and  Schulz  would  indicate  that 
the  glass  in  the  cooling  range  grew  rigid  more  slowly,  with  de- 
creasing temperattue,  than  this  relation  demands,  still  it  ap- 
pears that  it  adequately  represents  the  conditions  so  far  as  the 
first  100^  C  of  cooling  is  concerned. 

In  the  preceding  discussion  of  the  annealing  procedture  it  was 
found  convenient  to  use  certain  concepts  and  methods  of  dis* 
cussion  which  involve  one  of  the  various  molecular  theories  de- 
vised to  explain  the  continuotis  change  of  a  body  from  a  viscous 
fluid  to  an  elastic  solid.  For  discussing  the  behavior  of  glass  the 
Maxwell-Butchei:  theory  seemed  especially  convenijent*  Accord* 
ing  to  this  theory,  metals  and  many  other  materials,  including 
glasses,  which  axe  elastico-plastico^viscous,  are  composed  of 
various  t}rpes  ol  aggr^ates,  molecules  or  groups  of  molecules, 
which  can  be  divided  into  two  classes.  Aggregates  of  the  first 
class  will  deform  under  forces  so  small  that  they  have  no  sensible 
magnitude,  and  those  of  the  second  class  will  require  a  finite  force 
before  disorganizing.  The  second  class  may  again  be  separated 
into  groups  having  different  disorganization  limits,  or,  ia  other 
words,  different  elastic  limits.  When  the  body  consists  chiefly  of 
groups  of  the  first  class,  it  will  behave  as  a  viscous  substance. 
When,  however,  groups  of  the  second  class  predominate,  the  de- 
formation will  appear  to  be  elastic  for  small  loads  applied  for  a 
short  time,  and  plastic  for  loads  exceeding  the  elastic  limit.  Now 
a  the  disint^ation  limits  of  any  of  the  groups  vary  with  the 
temperature,  the  elastic  Umit,  the  plasticity,  and  the  viscosity  will 
show  variation.  In  the  case  of  glass,  as  the  temperature  is  raised 
the  magnitude  of  the  stresses  necessary  to  cause  the  disint^;ra- 
tion  of  many  of  the  groups  becomes  small,  and  the  glass  becomes 
quite  plastic.  This  is  the  condition  that  exists  for  some  50®  C,  or 
more,  below  and  throughout  the  critical  range.  At  higher  tem- 
peratures the  disintegration  limits  of  many  groups  become  prac- 
tically zero,  and  these  aggregates  then  belong  to  the  first  class. 
The  glass  then  behaves  much  like  a  viscous  fluid. 
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Whether  the  characteristics  of  the  glass  will  be  predominately 
elastic,  plastic,  or  viscous  will,  accordingly,  depend  on  the  tem- 
perature, the  magnitude  of  the  load,  and  the  time  of  its  applica- 
tion. In  the  case  of  the  plastico- viscous  type  of  deformation,  the 
relaxation  time  should  under  certain  conditions  be  practically 
independent  of  the  load.  These  considerations  show  that,  in  the 
bending  experiment,  a  condition  may  well  have  existed  that  caused 
the  relaxation  time  to  remain  independent  of  the  load,  since  the 
manner  of  conducting  these  experiments  necessitated  the  applica- 
tion of  rather  large  stresses  at  relatively  high  temperatures  in  order 
to  obtain  measurable  rates  of  bending.  These  stresses  may  easily 
have  exceeded  the  majority  of  the  disorganization  limits  at  those 
temperatures.  On  the  other  hand,  the  measurements  by  the  optical 
method  were  carried  out  at  relatively  low  temperatures,  and  for 
small  stresses.  The  glass  was  predominately  plastic  for  these 
conditions,  hence  as  the  retardations  decreased  the  relaxation 
time  continually  became  larger.  The  two  methods  can  hardly  be 
expected  to  agree  when  employed  under  such  different  states  of 
aggregation  in  the  glass,  and  with  forces  of  unlike  magnitudes 
applied  in  a  radically  dissimilar  manner.  The  optical  method 
could  not  be  employed  in  the  critical  range  because  the  double 
refraction  disappeared  so  rapidly  that  time  was  not  available  to 
take  sufficient  observations.  It  would  appear,  therefore,  that 
this  view  concerning  the  character  of  such  solids  explains  in  part 
the  discrepancy  between  the  results  as  obtained  by  the  two  methods. 
Moreover,  it  is  apparent  that  these  characteristics  must  be  taken 
into  account  if  the  cooling  method  chosen  is  to  be  efficient.  As 
glass  appears  to  be  always  slightly  viscous,  there  always  will  be  a 
slight  residual  strain  after  cooling. 

'  Since  the  selection  of  the  cooling  procedure  depends  on  the  ulti- 
mate  strains  introduced,  it  is  necessary  to  determine  their  mag- 
nitude, or  rather  the  magnitude  of  the  stresses  which  accompany 
them.  For  such  a  determination  there  is  no  really  good  method. 
Practically  the  only  one  available  is  the  study  of  the  double  refrac- 
tion. This  method  is  unsatisfactory  in  the  first  place  because 
no  reliable  investigations  have  been  published  which  specify  the 
allowable  double  refraction  for  any  kind  of  optical  glass,  and 
secondly  because  the  different  kinds  of  glass  show  different 
amounts  of  double  refraction  under  the  same  stress.  There  are,  in 
fact,  very  heavy  lead  glasses  that  show  no  double  refraction  under 
stress,  while  still  heavier  glasses  exhibit  an  effect  opposite  in  sign 
to  that  of  the  common  types.     In  most,  if  not  all  glasses,  both  corn- 
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ponents  of  the  light,  resolved  in  and  perpendicular  to  the  direction 
of  the  pressure,  are  retarded.  With  the  exceptions  noted  above, 
the  electric  component  vibrating  perpendicular  to  the  direction  of 
the  pressure  is  retarded  by  the  greater  amount.  Under  tension  both 
components  are  accelerated.  Neuman,**  Pockels,*®  Zschimmer, 
and  Schulz,"^  and  others"  have  investigated  this  subject  quite 
thoroughly,  both  from  theoretical  and  experimental  standpoints. 
They  have,  also,  disscussed  in  some  detail  the  relation  these  double 
refraction  effects  bear  to  the  chemical  composition.  This  aspect  of 
the  subject,  however,  is  not  well  enough  imderstood  to  be  of  any 
great  aid  in  testing.  Consequently  such  standards  as  have  been 
established  are  purely  arbitrary.  It  may  be  possible  to  establish 
more  definite  standards  by  specifyiag  the  relation  between  the 
double  refraction  due  to  permanent  strain  and  that  produced  by 
a  standard  pressure  on  a  standard  specimen  of  the  same  glass.  Only 
a  careful  investigation  will  show  whether  such  a  method  is  feasible. 
At  present  it  is  only  possible  to  state  that,  in  annealing  glass  for 
optical  purposes,it  is  advisable  to  remove  the  stresses  as  completely 
as  possible,  and  to  bring  about  a  symmetrical  distribution  of  those 
stresses  which  cannot  be  removed  in  the  time  available.  This 
latter  can  be  accomplished  only  when  the  temperatme  distribution 
over  the  surface  is  uniform  dtuing  annealing.  It  is  not  difficult  to 
aimeal  small  pieces  so  that  the  double  refraction  is  imperceptible 
under  ordinary  methods  of  testing. 

It  is  often  of  advantage  to  know  something  of  the  magnitude  and 
distribution  of  the  stresses  in  the  body  dtuing  cooling.  The  theory 
of  these  thermoelastic  stresses  has  been  thoroughly  developed  by 
Neuman,"  Hopkinson,"  Rayl^gh,**  and  others.*'  They  have 
also  given  the  equations  for  the  stresses  in  a  number  of  cases* 
under  certain  conditions  of  heat  flow.  These  equations  are  quite 
interesting,  and  are  in  a  ntunber  of  cases  important  in  testing. 
In  the  case  of  annealing,  however,  they  do  not  give  the  distribution 
of  stresses  since  they  all  assume  that  the  stresses  depend  only  on 
the  existing  temperature  differences.  In  the  actual  process  of 
annealing  and  cooling  the  stresses  are  continually  relaxing  at 
various  rates  through  viscous  and  plastic  flow,  so  that  those  present 

*  NcttBuui,  Pogg.  Aim.,  64»  p.  440;  1841. 

**  P.  Fockds,  Ann.  d.  Fhys.,  7.  p.  745>  x9oa. 

"  ZMfaimmer  and  Scfauk,  loc  dt, 

<•  Kor,  Fba  Mag.  (5),  Iflf,  p.  sn;  z88S. 

**  F.  B.  Neuman,  Vorles.  nber  d.  Theorie  d.  Blast,  d.  fest  Korpcr,  Ldpsig;  1885. 

M  Ropkinaaii.  Mess,  of  Math.,  8,  p.  z66;  1879- 

»  Rayki^,  Phil.  Mag.  (6).  1,  p.  169;  1901. 

**  Tha  pubEcation  in  the  near  future  of  a  collection  of  these  formulas  is  contemplated. 
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at  any  time  depend  not  only  on  the  temperature  distribution 
then  present  but  on  the  whole  previous  history  of  the  annealing. 
These  equations  do,  however,  lead  to  a  better  imderstanding  of 
the  manner  in  which  the  strains  are  produced  in  glass  by  different 
modes  of  cooling.  They  also  make  it  possible  to  gain  an  approxi- 
mate idea  of  the  stresses  during  any  process  of  heat  treating. 

V.  CONCLUSIONS 

In  summarizing  the  annealing  procedtu^,  it  is  evident  that  the 
first  step  is  to  determine  a  suitable  "annealing  temperature." 
This  may  be  done  by  the  use  of  method  I,  or  still  better,  by  deter- 
mining the  beginning  of  the  critical  range  (method  II) .  With  the 
proper  apparatus  (described  on  p.  551)  this  latter  determination  is 
simple  and  preferable.  If  it  is  used,  the  annealing  temperature 
should  usually  be  chosen  10  or  20®  C  below  the  beginning  of  critical 
range. 

The  next  step  requires  the  determination  of  the  "annealing 
time"  corresponding  to  the  chosen  "annealing  temperature." 
This  is  most  easily  done  by  studying  the  rate  of  deformation  of 
loaded  rods  of  glass.  In  this  way  the  "relaxation  time,"  and 
hence  the  "annealing  time"  for  any  degree  of  annealing,  can  be 
approximated  in  the  manner  discussed. 

A  study  of  the  change  of  the  relaxation  time  with  temperature 
aids  in  determining  the  proper  rate  and  mode  of  cooling.  Since, 
for  a  certain  temperatiure  interval  below  the  critical  range,  the 
relaxation  time  increases  very  rapidly  with  decreasing  tempera- 
ture, the  rate  of  cooling,  which  initially  must  be  very  small,  may 
.be  increased  gradually  to  a  certain  maximtmi.  This  maximum 
and  the  rate  at  any  given  temperatiure  depends  on  the  size  and 
other  characteristics  of  the  object  to  be  annealed.  A  cooling 
procedxure  which  appears  satisfactory  for  small  pieces  is  discussed 
imder  "cooling. " 

Since  the  rate  of  cooling  must  be  reduced  materially  in  anneal- 
ing large  pieces,  consideration  must  be  given  to  the  fact  that  the 
slow  cooling  in  the  upper  range  allows  the  thermoelastic  stresses 
to  act  for  a  much  longer  time.  This  makes  it  seem  advisable  to 
anneal  at  a  lower  temperature  where  the  relaxation  time  is  larger. 
In  this  case  the  annealing  time  must  be  increased  according  to 
Twyman's  equation.  For  example,  if  the  annealing  temperature 
is  reduced  20^  C,  the  annealing  time  should  be  increased  by  a 
factor  of  at  least  4  and  possibly  8.  The  cooling  may  then  begin  at 
a  much  more  rapid  rate. 
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The  procedure  outlined  here  can  serve  at  best  only  as  a  guide, 
since  in  actual  practice  the  conditions  are  entirely  different  from 
those  which  exist  in  a  laboratory.  The  chief  causes  of  poor  re- 
sults in  practice  are  without  doubt  the  lack  of  temperature  uni- 
formity, fluctuations  in  the  temperature  dtuing  the  annealing 
period,  and  too  rapid  or  irregular  cooling  in  the  upper  part  of  the 
cooling  range.  It  is  essential  that  the  glass  take  on  the  required 
temperature  for  the  required  time  while  annealing,  and  that  it 
does  not  merely  pass  through  air  heated  to  that  temperature.  In 
cooling,  care  must  be  taken  that  the  heat  flow  is  not  chiefly 
through  one  part  of  the  siuf  ace,  especially  when  the  body  is  some- 
what extended. 

VI,  SUMMARY 

Certain  methods  for  determining  the  annealing  range  were  tested, 
and  the  "  annealing  temperatures"  obtained  are  given  for  a  num- 
ber of  optical  glasses. 

The  critical  temperature  range  for  these  glasses  was  determined. 
In  this  range  there  is  an  apparent  absorption  of  heat  on  heating, 
and  a  corresponding  evolution  of  heat  on  cooling.  In  this  range 
there  is,  also,  a  marked  change  in  a  number  of  the  properties  of 
glass.  For  nM)st  optical  glasses,  at  least,  it  was  fotmd  advisable 
to  anneal  at  a  temperature  somewhat  below  this  range. 

Some  of  the  methods  available  for  determining  the  relaxaticm 
time,  and  consequently  the  "  annealing  time, "  were  tested.  The 
manner  in  which  the  relaxation  time  varies  with  the  temperature 
was  investigated,  also,  and  some  results  on  representative  glasses 
are  given. 

A  cooling  procedtu:e  which  proved  very  satisfactory  in  the  labora- 
tory is  discussed.  Mention  is  also  made  of  the  factors  which  must 
be  considered  in  cooling  the  glass  and  in  testing  the  final  product. 

Acknowledgment  is  due  to  Dr.  Paul  D.  Foote  for  initiating 
this  investigation,  and  to  C.  O.  Fairchild  for  suggestions  in  tem- 
perature measurement  and  control. 
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1.  INTRODUCTION 

In  Bunsen's  e£Fusion  method  for  determining  the  relative 
densities  of  gases,  two  gases  are  successively  allowed  to  flow  under 
a  small  pressure  head  through  a  very  small  hole  in  a  thin  plate. 
The  denser  the  gas  the  slower  is  the  rate  of  efflux  or  effusioui 
and  if  the  conditions  of  pressure  and  temperature  are  the  same 
for  both  gases,  the  times  required  for  the  escape  of  a  given  volume 
are  approximately  proportional  to  the  square  roots  of  the  den- 
sities. Accordingly,  the  densities  may  be  set  proportional  to  the 
squares  of  the  times,  and  the  subsistence  of  this  relation  permits 
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of  a  simple  experimental  comparison  of  the  densities  by  means 
of  time  measurements. 

In  gimentt,  the  relation  just  mentioned  iB  only  roughly  appit)x- 
imate  and  except  with  special  precautions  the  effusion  method 
is  not  at  all  satisfactory,  errors  of  30  or  40  per  cent  being  possible. 
It  has  been  used  to  a  conriderable  extent  kk  the  natural  gas  in- 
dustry, and  in  consequence  of  difficulties  encountered  in  practice 
this  Bureau  was  requested,  in  191 5,  to  investigate  the  subject 
and,  if  possible,  suggest  means  for  making  the  method  more 
reliable.  The  work  was  undertaken  by  one  of  the  present  authors 
and  the  results  obtained,  in  so  far  aa  they  are  at  immediate  interest 
to  gas  engineers,  have  already  been  published^  and  need  not  be 
further  discussed  from  the  purely  practical  point  of  view.  The 
present  paper  deals  with  the  more  strictly  scientific  aq>ect  ci 
fhe  investigation. 

At  the  beginning  of  the  experiments  it  was  impossible  to  fore- 
see the  length  to  which  the  work  would  need  to  be  carriedi  and 
the  experimental  accuracy  aimed  at  in  designing  the  apparatus 
to  be  used,  while  ample  for  the  commercial  ends  then  in  view, 
was  not  so  high  as  we  could  have  desired  when  the  work  had  gone 
on  for  some  time  and  the  oomplexitiea  of  the  subject  were  better 
appreciated.  Some  improvements  and  tefinements  were,  how- 
ever, introduced  as  opportunity  offered  and  the  later  measure- 
ments are  more  satisfactory  than  the  earlier  ones. 

The  chief  fault  to  be  fotmd  with  the  experimental  data  is 
that  there  are  not  more  of  them.  It  would  be  interesting,  with 
our  acctunulated  experience,  to  resume  and  extend  the  work, 
which  was  interrupted  in  the  summer  of  191 7.  This,  however,  is 
impossible  and  we  therefore  publish  a  description  of  tiie  results 
of  the  investigation  in  the  hope  that  in  spite  of  their  obvious 
incompleteness  they  may  be  of  interest. 

2.  GENERAL  OUTLINE  OF  THE  INVESTIGATION 

Preliminary  experiments  with  a  ntunber  of  orifices  and  with 
several  gases,  tiie  densities  of  which  had  been  determined  gravi- 
metrically,  gave  rather  siuprising  discrepancies  and  irregulari- 
ties in  the  rates  of  effusion,  and  showed  that  the  difficulties  en- 
countered in  the  commercial  determination  of  specific  gravities 
by  the  effusion  method  could  not  all  be  ascribed  to  faulty  pro- 
oedtu^e  or  unsatisfactxny  manipulation,  but  represented  inherent 
diaraet^stics  of  the  method  itself.     It  soon  became  evident 

'  J.  D.  Bdwards,  Tech.  Paper  No.  94.  Bar.  of  Standards;  Met.  Chem.  Sng.,  19,  pp.  5>8-sa4.  '9i7> 
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that  a  systematic  mveatigatipn  would  be  required  and  that  the 
experimental  work  must  be  plajoined  and  the  results  as  obtained 
analyzed  and  interpreted  in  the  light  of  such  theoretical  con- 
siderations as  could  be  brought  to  bear.  The  first  task  was, 
therefore,  to  devise  some  sort  of  theory,  making  it  very  simple 
at  first  and  adding  to  or  modifying  it  as  might  be  found  necessary 
in  order  to  fit  the  observed  facts  as  the  experiments  proceeded. 

The  orifices  being  rather  small,  it  seemed  at  first  sight  that  it 
might  be  necessary  to  have  recourse  to  the  kinetic  theory  of  gases. 
But  since  even  the  smallest  diameter  used  is  about  300  times  the 
mean  free  path  for  hydrogen,  imder  the  working  conditions,  it 
appeared  upon  consideration  that  it  would  probably  be  sufficient 
to  regard  each  gas  as  a  continuimi  and  to  treat  the  orifices  merely 
as  small  steam-turbine  nozzles,  keeping  in  mind  that  disturbing 
causes  which  are  of  negligible  importance  for  nozzles  and  orifices 
of  diameters  of  the  order  of  i  cm  might  well  have  appreciable 
effects  for  diameters  100  times  smaller.  The  theory  was  therefore 
developed  on  this  basis. 

The  general  method  was  first  to  compare  the  experimental 
results  obtained  with  the  equations  for  adiabatic  flow  of  an  ideal 
gas  through  a  frictionless  orifice.  It  at  once  appeared  that  there 
was  no  agreement  and  that  the  flow  was  certainly  not  of  this 
character.  An  allowance  for  the  effect  of  viscosity  was  then 
introduced  and  a  qualitative  agreement  between  theory  and 
observation  was  obtained,  but  it  was  evident  that  at  least  one 
more  disturbing  factor  must  be  taken  into  account.  Trans- 
mission of  heat  from  the  walls  of  the  orifice  to  the  jet  of  gas  was 
next  considered  and  a  correction  for  this  was  tentatively  intro- 
duced into  the  theoretical  equations.  The  theory  as  thus  modified 
seems  to  be  adequate  to  representing  the  observed  facts  quan- 
titatively, for  most  of  the  orifices  on  which  much  work  was  done, 
within  the  rather  wide  limits  of  error  of  the  experiments. 

For  orifices  with  a  very  sharp  entrance,  and  presimiably, 
therefore,  for  orifices  in  very  thin  plates,  it  appears  that  the  occiu:- 
rence  of  contraction  of  the  jet  enters  as  an  additional  complica- 
tion; while  the  effect  of  this  has  been  recognized,  we  have  not  suc- 
ceeded in  representing  it  quantitatively  in  the  equations.  To  do 
so  would  require  a  long  series  of  accurate  experiments  which  can 
not  now  be  undertaken.  We  have,  therefore,  to  rest  satisfied 
with  having  devised  a  rational  physical  interpretation  of  the  major 
porti(»i  of  the  observed  facts,  which  appears  to  be  sotmd  so  far  as 
it  goes,  thus  giving  us  some  understanding  of  the  phenomena 
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and  enabling  us  to  make  qualitative  predictions  with  respect  to 
the  relative  behavior  of  gases  of  known  physical  properties  flowing 
through  small  orifices  with  rounded  entrances. 

A  great  deal  of  time  had  to  be  spent  in  devising  and  testing 
various  modifications  of  the  theory,  but  only  the  final  form  of 


Fio.  X. — Effusion  appamtus  wUh  automatic  timing  sysUm 

it  need  be  discussed  in  any  detail.  The  bare  experimental  results, 
if  presented  separately  from  the  theory,  would  be  diflicult  to 
grasp,  and  it  seems  that  the  best  mode  of  exposition  will  be  to 
develop  the  theory,  comparing  it  step  by  step  with  the  facts  which 
it  purports  to  represent.  After  describing  the  apparatus,  the 
experimental  procediure,  and  the  materials,  we  shall  pursue  the 
plan   just   mentioned. 
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8.  EFFUSION  APPARATUS  AND  METHOD   OF  EXPERI- 
MENTING 

Apparatus  No.  I,  which  was  used  m  most  of  the  eflfusion  experi- 
ments, is  shown  in  outline  in  Fig.  i.  It  consisted  of  a  vertical, 
cylindrical,  glass  gas  chamber  G,  surrounded  by  a  water  jacket 
and  connected  through  a  glass  tube  to  the  mercury  reservoir  R. 
The  rubber  stopper  which  closed  the  upper  end  of  the  gas  chamber 
carried,  first,  a  glass  tube  in  which  the  orifice  was  mounted  aqd, 
second,  an  inlet  tube  through  which  the  gas  coiild  be  introduced 
under  pressure. 

During  the  course  of  a  run,  with  the  inlet  tube  closed  and  the 
orifice  tube  open,  the  gas  in  G  was  imder  an  excess  of  pressure 
equal  to  the  difference  of  level  of  the  mercury  in  the  two  sides  of 
the  apparatus.  As  the  gas  escaped  through  the  orifice,  the 
mercury,  falling  in  R  and  rising  in  G,  swept  the  gas  before  it,  and 
at  the  same  time  the  excess  pressure  gradually  decreased  aat  the 
mercury  stirfaces  in  R  and  G  approached  the  same  level. 

The  internal  diameter  of  G  was  about  22  mm  and  that  of  the 
tube  connecting  it  with  R  was  about  8.5  mm.  A  short  length  of 
heavy-walled  rubber  tubing  was  inserted  at  a  break  in  this  tube, 
so  that  the  merctuy  reservoir  could  be  cut  off  by  a  pinchcock 
when  it  was  desired  to  evacuate  the  gas  chamber.  The  connecting 
tube  was  not  blown  on  to  the  lower  end  of  G,  as  shown  in  the 
figure,  but  attached  through  a  short  rubber  coimector  so  that  the 
connection  could  be  broken  at  this  point. 

Six  platiniun  contact  points  were  sealed  into  the  wall  of  G  and 
insulated  connecting  wires  were  led  from  them  up  through  the 
water  jacket.  When  gas  was  escaping  from  the  orifice  during  a 
nm,  the  mercury  rising  and  driving  the  gas  before  it  made  elec- 
trical contact  with  these  points,  one  after  the  other,  and  the 
instants  of  contact  were  recorded  automatically  on  a  chronograph 
controlled  by  the  master  clock  of  the  Bureau.  The  time  interval 
between  any  two  successive  contacts  could  thus  be  determined 
to  about  0.05  second. 

The  spacing  of  the  six  contact  points  determined  five  volmne 
intervals.  The  volume  of  each  was  foimd  by  weighing  the  mer- 
cury required  to  fill  it,  the  gas  chamber  G  being  disconnected  for 
this  purpose  so  that  mercury  could  be  run  out  at  the  bottom. 
The  volumes  of  the  intervals,  counting  from  the  bottom  up,  were 
found  to  have  the  values  shown  in  Table  i . 
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'  TABLS  1.— y^mnes  fo  Afpantos  Ho.  I 


IVAii 


Ixilexval 

Voltuns  in  coble  cntfinstani.. 


1 
18.59 


2 

17.8S 


3 

17.45 


4 
17.06 


S 

13.23 


The  diSereqce  of  the  chronograph  readings  for  the  beginning  and 
end  of  any  interval  gives  the  time  required  for  the  escape  of  a  mass 
of  gas  which  occupied  the  volume  of  that  interval  under  the  con- 
ditionsof  pressure  and  temperature  prevailing  within  the  apparatus. 
When  the  volume  of  the  interval  is  divided  by  this  time,  the 
result  is  the  mean  rate  of  decrease  of  volume  of  the  confined  gas, 
in  cubic  centimeters  per  second,  a  quantity  required  in  the  com- 
putations as  a  measure  of  the  rate  of  effusion. 

For  a  given  gas  and  a  given  orifice  the  rate  of  effusion  depends  on 
the  excess  of  pressure  within  the  container  G  over  the  barometric 
pressure  of  the  outside  atmosphere  into  which  the  gas  escapes; 
in  other  words,  on  the  difference  of  level  of  the  mercury  surfaces 
in  R  and  G.  With  a  given  apparatus  and  a  given  volume  of  gas, 
this  head  ^p  depends  on  the  amount  of  mercury  used.  With 
apparatus  No.  I,  as  actually  used^  the  heads  of  mercury  at  the 
instants  of  contact  with  the  six  points,  counting  from  the  bottom 
up,  were  as  shown  in  Table  2 : 

TABLE  2.— Values  of  A/>  for  Apparatus  No.  I 


X 
2S1 


2 

201 


154 


4 
lOS 


The  loss  of  head  due  to  the  resistance  of  the  connecting  tube  to 
the  flow  of  mercury  was  estimated  and  found  to  be  negljgihk. 

The  total  pressure  po  within  the  gas  chamber  at  any  instant  is 
the  sum  of  the  instantaneous  values  of  the  head  ^p  aad  the  out- 
side barometric  pressure  ^,  which  was  read  from  a  standard 
barometer. 

The  temperature  of  the  water  in  the  jacket  was  always  nearly 
the  same  as  that  of  the  room  and  did  not  vary  more  than  a  few 
tenths  of  i  degree  C  during  any  one  experiment,  comi»rising  several 
runs  on  air  and  several  on  one  of  the  test  gases.  It  was  assumed 
to  be  the  same  as  the  temperature  of  the  gas  within  G.  The 
slight  error  in  this  assumption,  due  to  the  fact  that  the  gas  is  ex- 
panding slowly,  was  computed  and  found  to  be  quite  negligible. 

In  addition  to  the  apparatus  just  described,  a  seciwd  which  we 
shall  designate  as  apparatus  No.  II,  was  used  in  a  few  of  the  later 
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experixnents.  In  its  general  design  it  was  much  like  No.  I  and  in 
was  used  in  the  same  way,  but  it  was  larger,  so  that  the  times  of 
effusion  were  longer  and  the  errolrs  in  timing,  therefore,  less  im- 
portant. The  water  jacket,  which  had  given  rise  to  some  insula- 
tion difficulties,  was  replaced  by  an  oil  jacket  in  which  circulation 
and  imiformity  of  temperature  were  maintained  by  means  of  an 
air  lift  in  a  vertical  side  tube  which  was  joined  to  the  jacket  at 
top  and  bottom. 

Apparatus  No.  II  had  nine  contact  points  defining  eight  voliune 
intervals.  The  voliunes,  measured  as  before  by  weighing  mercury, 
were  found  to  have  the  values  shown  in  Table  3. 

TABLB  S.—Voltiines  for  Apparatus  No.  n 


NinnliM  d  Intofvsl. . 
Vohune  in  cable  cMi- 


1 
54.69 


2 
48.38 


3 
50.71 


4 
50.56 


5 

41.56 


6 
95.06 


7 
27.47 


8 

22.60 


The  heads  of  mercury  at  the  instants  of  contact  with  the  points 
were  found  to  be  as  shown  in  Table  4: 

TABLE  4.— Values  of  Ap  lor  Apparatus  No.  n 


ITtmnMif  of 


1 
266.9 


2 
223.1 


3 
184.2 


4 
143.6 


5 

103.1 


6 
69.9 


7 
42.2 


8 
19.8 


9 
1.S 


A  few  experiments  were  also  made  with  a  third  piece  of  appa- 
ratus. This  was  intended  for  use  with  very  low  heads  and  sul- 
phuric acid  of  denisty  1.84  was  used  instead  of  mercury.  There 
was  only  one  interval  and  its  volume  was  189.4  <^-  The  heads  at 
the  beginning  and  end  of  this  interval  were  no  and  6  mm  of 
HjS04,  equiv^ent  to  14.9  and  0.81  mm  of  mercury. 

4.  ORIFICES 

The  orifice  plates  were  made  from  a  stiff  platinum-iridium  alloy 
and  were  about  5  or  6  mm  in  diameter.  The  hole  was  pierced 
with  a  fine  needle  and  then  reamed  out  as  desired.  Any  burr 
could  be  removed  and  the  plate  ground  down  by  rubbing  on  fine 
emery  paper,  the  appearance  of  the  orifice  during  the  finishing 
operation  being  observed  imder  the  microscope.  The  thickness 
of  the  plate  was  meastued  by  a  micrometer  caliper  and  the  diam- 
eter of  the  hole  was  deduced  from  a  number  of  measurements 
tmder  a  micrometer  microscope.  When  the  plate  was  finished  it 
was  sealed  into  the  end  of  a  glass  tube  and  another  piece  of  tube  was 
then  sealed  on,  so  that  when  the  job  was  complete  the  orifice 
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plate  formed  a  diaphragm  across  the  middle  of  a  contimious  glass 
tube  8  or  10  cm  long. 

The  dimensions  of  the  orifices  to  which  reference  will  be  made 
in  this  paper  are  given  in  Table  5 : 

TABLE  5.— Dimensions  of  fhe  Orifices  in  HilHmeters 


Frnntw  vf  «1ilc« 

23 

0.070 

.04 

28 

0.0M 

.10 

29 

0.0S5 
.OS 

31 

DteneCer  «f  holt 

0.0a 

Tlikkiian  d  plate 

.10 

Orifice  No.  23  was  used  in  two  positions  and  will  be  referred  to  as 
2^A  or  23B,  depending  on  whidi  face  was  uppermost. 

It  was  not  practicable  to  finish  such  small  orifices  with  any 
great  nicety,  hence  the  holes  were  not  quite;  round  and  their 
edges  were  more  or  less  irregularly  rounded  off  and  neither 
perfectly  smooth  nor  perfectly  sharp. 

5.  GASBS 

Four  samples  of  gas  were  used  in  addition  to  air  which  served 
as  the  standard.  They  were  stored  in  steel  cylinders  at  high 
pressure  and  drawn  off  as  needed  through  pressure  r^ulators 
which  delivered  them  at  a  convenient  rate  for  filling  the  appa- 
ratus. The  gases  were  not  pure,  but  to  avoid  circumlocution  each 
gas  will  be  designated  by  the  name  of  its  most  important  con- 
stituent and,  when  appropriate,  denoted  by  the  chemical  s3anbol 
of  that  constituent.    The  gases  may  be  described  as  follows: 

Hydrogen^  H,. — ^This  was  a  commercial  electrolytic  gas.  Its 
specific  gravity  referred  to  air,  when  determined  gravimetrically 
at  the  beginning  of  the  investigation,  was  found  to  be  0.08854, 
the  value  for  pure  hydrogen  being  0.06951.  Assuming  the  impu- 
rity to  consist  of  oxygen,  the  oxygen  content  was  about  1.8  per 
cent  by  voliune. 

After  an  interval  of  about  one  year,  during  which  the  gas  had 
been  kept  in  a  steel  cylinder  tmder  pressure,  new  effusion  experi- 
ments indicated  that  the  gas  had  become  lighter.  A  new  deter- 
mination of  the  specific  gravity  was  therefore  made  and  the 
result  was  0.08587,  corresponding  to  an  oxygen  content  of  1.6 
per  cent  by  volume. 

Methane,  CH^. — ^This  was  a  sample  of  natural  gas.  It  con- 
tained over  90  per  cent  of  methane  and  its  specific  gravity  was 
found  to  be  0.583,  the  value  for  pure  methane  being  0.554. 

Carbon  Dioxide,  CO^, — ^This  was  a  commercial  gas  of  specific 
gravity  1.528;  since  the  specific  gravity  of  pure  carbon  dioxide 
is  1.529,  this  sample  appears  to  have  been  fairly  pure. 
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Argon,  Ar. — ^This  was  a  mixture  of  argon,  oxygen,  and  nitrogen, 
obtained  from  liquid  air.  Its  specific  gravity  was  1.167,  and 
this,  together  with  a  volumetric  determination  of  the  oxygen 
content,  showed  that  the  composition,  in  volume  per  cent,  was 
approximately 

Ar-33     0,-46     N,  =  2I 

The  details  of  the  method  of  gravimetric  determination  of  gas 
density  are  given  in  Techonologic  Paper  No.  94  of  this  Bureau. 

In  addition  to  the  specific  gravities  of  the  gases,  data  on  cer- 
tain other  physical  properties  were  required  for  use  in  developing 
and  testing  the  theory.  The  first  of  these  was  the  specific  heat 
ratio  Cp/Cv«fe.  It  was  assumed  that  the  value  for  air  was 
ifc=  1.400  and  that  the  value  for  hydrogen  was  the  same.  The 
values  for  the  other  three  gases  were  measured  in  terms  of  the 
value  for  air  by  means  of  a  Kundt's  tube,  using  the  measured 
specific  gravities  in  the  computations.  The  precision  of  the 
Kundt's  tube  measurements  was  ample,  the  accuracy  of  k  being 
limited  by  that  of  the  gravimetric  determinations  of  specific 
gravity.    The  values  of  *  are  given  in  Table  6. 

It  was  also  necessary  to  know  the  relative  viscosities  of  the 
gases,  although  no  high  accuracy  was  required  because  the 
values  were  to  be  used  only  in  computing  corrections.  The  deter- 
minations were  made  by  substituting,  in  apparatus  No.  I,  a 
long  fine  glass  capillary  for  the  orifice  tube,  and  comparing  the 
rates  of  escape  of  air  and  of  the  gas  in  question  under  identical 
conditions  of  pressure  and  temperature.  The  values  of  the 
relative  viscosity  m'/m  referred  to  air  are  given  in  Table  6.  The 
quantities  P  and  j37i3  which  are  also  included  in  Table  6  will  be 
discussed  later. 

TABLB  6.— Physical  Properties  of  the  Gases 


Spedflc  gnfilf 

Air 

Hs 

CB4 

CO, 

Ar 

y/p-« 

1.000 

0.08854(1916) 
.08587(1917) 

0.583 

1.528 

1.167 

Cp/Ct-» 

1.400 

1.400 

1.303 

1.290 

1.462 

(»_x)/»— 

2 

T 

2 

y 

.233 

.225 

.316 

M'M 

1.000 

.519 

.618 

.815 

1.126 

n^fffc^'fi^i^P 

1.000 

1.745 

.660 

.519 

1.153 

Vl$ 

(tentatlTe) 

1.00 

1.69       (1916) 
1.62       (1917) 

.47 

.46 

1.10 

fi'10 

(Mfliudlrased) 

1.00 

1.50 

.75 

.40 

1.04 

The  values  for  air  are  all  given  by  definition  or  assumption. 
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6.  METHOD  OF  RBPRBSBNTING  THB  EXPERIMENTAL 

RESULTS 

In  order  to  compare  the  results  obtained  with  different  gases 
so  as  to  get  an  insight  into  the  relation  of  the  errors  of  Btmsen's 
method  to  the  physical  properties  of  the  gases,  it  seemed  desirable 
to  represent  the  results  in  such  a  way  as  to  exhibit  the  fractional 
rather  than  the  absolute  errors  and  the  following  plan  was  adopted: 
Let  p  « the  outside  or  barometric  pressure 
Let  Pfi'^p  +  Ap^ the  pressure  within  the  gas  chamber,  or  the 

initial  pressure  as  we  shall  call  it. 
Let    r^'p/pQ-,  it  will  be  called  the  pressure  ratio.     At  the  start 
of  a  run,  Ap  has  its  largest  value  and  r  its  smallest,  and 
as  the  run  proceeds,  A/>  approaches  zero  and  r  increases 
toward  unity. 
Let    7»the  time  in  seconds  required  for  the  volume  oi  gas 
within  the  apparatus  to  decrease  by  i  cc,  when  the 
pressure  ratio  has  a  particular  value  r  and  the  gas 
under  experiment  is  air. 
Let  r'  -the  corresponding  time  for  the  test  gas  imder  identical 

conditions. 
Let    5  -the  specific  gravity  of  the  test  gas,  refetred  to  air. 
Then  the  relation  on  which  the  effusion  method  of  determining 
specific  gravity  is  based  is  that  S  « {r'lrY,  approximately. 
Let 


(0'/ 


If  the  eff usio(n  method  gave  correct  results,  we  should  have  jR •>  i, 
and  in  practice  the  observed  value  of  (U—  i)  is  the  fractional  error 
of  a  determination  of  specific  gravity  by  this  method. 

In  the  experiments  with  apparatus  No.  I,  which  had  five  volume 
intervals,  each  experiment  gave  five  mean  values  of  r'lr  and  there- 
fore of  jR,  each  corresponding  to  a  certain  mean  value  of  r^plp^. 
With  apparatus  No.  II  each  experiment  gave  eight  instead  of  five 
values  of  R,  What  we  have  done  is  to  plot  the  observed  mean 
values  of  i?  as  ordinates  against  the  corresponding  mean  values 
of  r  as  abscissas. 

When  the  results  of  any  one  experiment  are  plotted  in  this  way, 
the  points  lie  along  a  more  or  less  smooth  curve,  and  by  plotting 
the  results  of  a  number  of  supposedly  identical  experiments  an 
idea  may  be  formed  of  the  accidental  errors  of  the  observations. 
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If  Bunsen's  method  were  correct  in  principle,  the  points  would 
always  be  grouped  indiscriminately  about  tiie  straight  line  i?  - 1 , 
and  any  grouping  of  points  about  a  different  curve  indicates  the 
presence  of  a  systematic  error  in  the  method  itself,  upon  which 
the  accidental  errors  of  experiment  are  superimposed.  When  all 
the  results  obtained  with  different  gases  but  the  same  orifice  are 
plotted  together  on  one  diagram,  we  have  a  convenient  means  of 
comparing  the  behavior  of  the  gases. 

If  we  can  then  build  up  a  theory  for  predicting  the  behavior 
of  the  gases  from  a  knowledge  of  their  physical  properties,  and 
compute  values  of  R  in  terms  of  r,  we  may  plot  theoretical  curves 
R^fi^)  for  comparison  with  the  observed  values  of  /?,  and  thus 
test  the  ability  of  the  theory  to  represent  the  observed  facts. 

By  examining  plates  2  to  7,  the  reader  may  form  an  estimate 
of  the  accidental  errors  of  the  observations  which  are  represented 
by  the  plotted  points,  all  the  points  of  any  one  series  being  de- 
noted by  the  same  symbol.  The  curves  on  these  plates  are 
drawn  from  the  theory  which  will  be  discussed  in  detail  later  on. 

The  theory  is  based  on  the  consideration  of  the  steady  flow  of 
fluids,  whereas  in  the  experiments  the  rate  of  flow  was  not  constant 
but  continually  decreasing.  This  change  of  rate  was  so  slow 
that  there  is  no  doubt  that  at  any  instant  it  was  sensiUy  the  sarnie 
as  if  the  conditions  had  already  been  held  constant  for  a  long  time ; 
but  the  observaiions  of  the  rates  of  efflux  had  to  be  made  by 
means  of  a  small  number  of  contact  points  and  gave,  of  course, 
only  average  rates  over  considerable  ranges  of  variation  of  the 
pressure  ratio  r.  Each  value  of  r  or  of  r'  was  obtained  by 
dividing  the  observed  time  in  seconds  for  the  interval  in  question 
by  the  volume  of  the  interval  in  cubic  centimeters.  The  corres- 
ponding value  of  r  was  taken  to  be  the  geometric  mean  of  the 
values  at  the  beginning  and  end  of  the  interval;  it  did  not  in  any 
case  differ  more  than  0.2  per  cent  from  the  arithmetic  mean. 

7.  REMARKS  ON  THE  ACCmENTAL  ERRORS  OF  THE 
EFFUSION  RATES 

Each  experiment  or  "  series  "  consisted  of  several  nms  on  the  test 
gas,  preceded  or  followed  by  several  runs  on  air  under  nearly 
identical  conditions  of  temperature  and  barometric  pressure.  A 
*'  run  "  was  made  by  filling  the  gas  chamber  with  dry  gas  under  pres- 
sure until  the  mercury  level  was  somewhat  below  the  lowest 
contact  point,  opening  the  orifice  tube,  and  recording  on  the 
chronograph  the  times  at  which  the  mercury  surface  reached  the 
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contact  points  as  it  rose  and  swept  the  gas  before  it  through  the 
orifice.  The  number  of  runs  in  each  series  was  usually  from  five 
to  eight  with  each  of  the  two  gases,  and  the  values  of  r  and  r' 
for  the  series  were  means  of  the  values  for  the  separate  runs. 

It  sometimes  happened  that  separate  runs  which  should  have 
differed  only  by  accidental  errors  inf  reading  the  chronograph 
sheets  differed  considerably  more  than  this.  It  seems  probable 
that  these  irregularities  are  to  be  attributed  mainly  to  dust  or 
condensed  mercury  catching  on  the  edges  of  the  orifice;  for  they 
were  most  frequent  in  the  case  of  orifice  No.  23,  which  had  rougher 
edges  than  the  other  orifices  and  so  was  more  adapted  to  catching 
and  retaining  small  particles.  Occasionally  two  series,  each  of  which 
gave  values  of  R^f(r)  lying  along  a  smooth  ctu-ve,  would  differ 
considerably  without  there  being,  a  priori,  any  evident  reason  for 
the  difference.  It  seems  likely  that  such  differences  were  due  to 
dust  particles  which  may  in  one  case  have  lodged  in  the  orifice  at 
the  start  and  remained  in  the  same  position  throughout  the  series. 

Another  sort  of  irregularity  sometimes  observed  consisted  in  a 
delay  of  the  time  registered  for  one  of  the  contacts,  and  resulted 
in  too  long  a  time  for  the  preceding  and  too  short  a  time  for  the 
following  interval.  This  may  have  been  due  to  a  slight  sticking 
of  the  rising  mercury  surface  at  the  glass  wall  (the  contact  points 
being  rather  near  the  wall  instead  of  in  the  middle  of  the  gas 
chamber)  or  to  irregularities  in  the  action  of  the  chronograph. 

Any  error  in  timing,  whatever  its  source,  would  have  more 
effect  on  the  values  of  R  computed  from  the  time  intervals  if  the 
time  intervals  were  short — that  is,  the  effusion  rapid — ^than  if 
they  were  long.  Accordingly  it  was  to  be  eicpected  that  the  re- 
sults would  be  much  more  irregular  and  scattering  for  hydrogen 
than  for  the  other  gases  and  this  is  what  actually  happened  as 
may  be  seen  from  the  plates. 

8.  GENERAL  EQUATION  FOR  EFFLUX  OF  ANT  FLUID 

Let  a  fluid  be  flowing  steadily  along  a  channel  vrith  imper- 
meable walls;  the  walls  may  be  material  or  the  channel  may  be 
merely  a  stream  tube  vrithin  the  fluid,  its  boundary  being  an  imag- 
inary surface  across  which  no  fluid  passes  either  in  or  out.  Let 
us  consider  a  portion  of  the  chaimel  or  tube  extending  from  an 
entrance  section  A©  to  an  exit  section  A ,  A^  and  A  being  drawn  so 
as  to  be,  at  each  point,  normal  to  the  mean  direction  of  flow  at 
that  point.    Let  the  sections  be  at  the  same  level  so  that  no 
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gravitational  work  is  done  by  or  on  the  fluid  in  its  passage  from 
i4o  to  A. 

Let  po  s^d  p  be  the  pressures,  and  6^  and  6  the  absolute  tem- 
peratures in  the  fluid  at  the  two  sections.  Let  i;©,  c©,  T©  be,  re- 
spectively, the  voltune,  internal  energy,  and  kinetic  energy  of 
each  gram  of  the  fluid  as  it  enters  at  A^;  and  let  v,  €,  T  be  the 
corresponding  values  at  A.  Let  Q  be  the  quantity  of  heat  added 
from  outside  the  chaimel  to  each  gram  during  its  passage  from 
Ao  to  A  ;  Q  includes  only  heat  which  actually  passes  through  the 
boundary  of  the  channel  and  does  not  include  heat  developed 
within  the  fluid  by  viscous  or  other  resistances. 

The  work  per  gram  done  on  the  fluid  as  it  enters  at  A^is  p^v^; 
and  the  work  done  by  it  on  the  fluid  ahead  of  it,  as  it  issues  at  A 
is  pv.  We  therefore  have,  by  the  first  law  of  thermodjnuamics, 
the  equation 

(T  +  €)-(To  +  €o)-/>o^O-/>^  +  e  (l) 

We  proceed  to  apply  this  equation  to  the  case  of  a  fluid  escaping 
in  a  jet  through  a  small  orifice  in  the  wall  of  a  large  container  in 
which  the  fluid  is  at  rest  except  for  its  slow  general  motion  toward 
the  orifice. 

Let  A  be  the  minimum  section  of  the  jet;  if  the  entrance  to 
the  orifice  is  sufiiciently  rounded  off  there  is  no  contraction,  and 
A  is  the  minimtun  or  throat  area  of  the  orifice.  The  sjonbols 
P,  B,  V,  €,  T  now  refer  to  conditions  in  the  jet.  If  the  jet  speed 
is  less  than  that  of  sound  in  the  fluid,  p  is  equal  to  the  outside 
back  pressure  and  this  was  the  case  in  our  experiments,  the  press- 
sure  ratio  r  being  always  greater  than  the  critical  ratio,  which 
for  air  is  about  0.53. 

Let  Ao  be  described  within  the  container,  normal  to  the  direc- 
tion of  flow  toward  the  orifice  and  far  enough  back  along  the 
stream  that  -4©  is  very  large  compared  with  A  and  the  motion  at 
A^  very  slow  compared  with  the  speed  at  the  jet.  The  kinetic 
energy  T©  will  then  be  negligible  and  />©,  9^  will  be  the  pressure 
and  temperature  of  the  nearly  stationary  fluid  within  the  container. 

By  setting  To  =  o  in  (i)  we  now  obtain  the  equation 

T-(6o  +  />o^o)-(€+M+e  •     (2) 

No  restrictions  have  been  imposed  on  the  properties  of  the 
fluid  or  the  nature  of  the  motion  so  that  equation  (2)  is  general. 
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9;  EFFLUX  OF  AN  IDEAL  GAS 

Let  the  fluid  be  an  ideal  gas» — ^that  is,  one  for  which  the  equa- 
tions 

pv^mt  Cy  =^const  (3) 

are  satisfied — 8  being  measured  on  the  thennod3mamic  scale, 
and  Cr  denoting  the  specific  heat  at  constant  volume.  In 
otu:  experiments  the  range  of  temperature  was  less  than  30^  C»  and 
the  presstu-es  were  between  i  and  i  .4  atmospheres.  And  while  the 
gases  used  are  by  no  means  strictly  ideal,  they  are  so  nearly  ideal 
that  over  this  small  range  of  pressure  and  temperature  equations 
(3)  may  be  applied  to  them  without  sensible  error. 

It  is  easily  shown   by  elementary  thermodynamics  that  for 
the  ideal  gas  defined  by  equations  (3),  the  further  equations 

€^0C^+Const.  (4) 

Cr+fft-Cp  (5) 

are  always  satisfied,  Cp  denoting  the  specific  heat  at  constant 
pressure.  If  we  eliminate  €,  Co,  pv,  and  PoVo  from  (2)  by  means 
of  (4)  and  (3)  and  then  apply  (5),  we  obtain  the  equation 

r«(flo-fl)Cp+e  (6) 

which  is  sensibly  exact  as  applied  to  our  experiments  on  efifliux. 
Let  5  be  the  mean  speed  of  the  jet  at  A,  and  let  us  set 

T-^5>  (7) 

This  amoimts  to  assxuning,  first,  that  the  kinetic  energy  of  turbu- 
lence is  negligible  in  comparison  with  that  of  the  axial  motion,  and 
second,  that  the  arithmetical  mean  speed  taken  over  the  section 
A  is  sensibly  identical  with  the  square-root-of -mean-square  speed; 
that  is,  that  the  speed  is  nearly  uniform  all  over  the  section. 
Both  these  assmnptions  are  known  to  be  legitimate  for  larger 
orifices  and  there  is  no  reason  to  expect  that  they  will  lead  us 
into  any  difficulties.  We  therefore  adopt  them  and  so,  by  means 
of  (7),  reduce  equation  (6)  to  the  form 

iS'-(flo-fl)Cp+C  (8) 

Subject  to  the  assumption  of  equation  (7),  equation  (8)  is 
entirely  general  as  applied  to  the  efflux  of  an  ideal  gas.    Any  sort 

1 5ee  BiiU.,  Bur.  SUndudt.  •,  No.  3,  p.  409. 19x0;  Scientific  Paper  No.  136. 
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of  passive  resistance  will,  of  course,  decrease  the  jet  speed  S\  but 
the  dissipation  of  energy  by  the  resistance  heats  the  fluid  and 
raises  its  final  temperattire  0,  so  that  (00-9)  is  also  decreased  and 
equation  (8)  remains  satisfied. 

It  frequently  happens  that  the  transmission  of  heat  from  the 
orifice  to  the  jet  of  gas  is  so  small  as  not  to  produce  any  sensible 
effect  on  the  phenomena.  The  efflux  is  then  sensibly  adiabatic, 
and  by  setting  j2  =  o  we  have,  for  adiabatic  efflux  of  an  ideal  gas, 

's»«(flo-fl)Cp  (9) 

If  we  were  dealing  with  such  ranges  of  pressure  and  temperature 
as  occur  at  the  valve  of  an  air  liquefier,  it  would  not  be  legiti- 
mate to  treat  the  gases  used  in  our  investigation  as  ideal;  in  fact, 
the  possibility  of  liquefying  gases  by  the  Hampson-Linde  method 
is  due  to  their  not  being  ideal.'  But  for  our  present  purposes  it  is 
safe  to  treat  the  gases  as  ideal,  and  for  simplicity  we  may  as  well 
drop  the  adjective  ideal  and,for  the  futiure, speak  merely  of  "gases." 

10.  ISENTROPIC  EFFLUX  OF  A  GAS 

As  a  first  attempt  to  formulate  a  theory,  let  us  suppose  that  the 
efflux  is  adiabatic  and  that  there  are  no  passive  resistances  and 
therefore  no  development  of  heat  within  the  fluid;  that  is,  no 
dissipation.  Then  the  gas  expands  isentropically  from  its  initial 
pressure  po  to  the  back  pressure  />,  which  exists  at  the  minimiun 
section  of  the  jet  so  long  as  the  jet  speed  is  less  than  the  speed 
of  the  sound  in  the  gas  at  />,  B.  Hence,  we  may  use  the  familiar 
equations  for  isentropic  expansion  of  an  ideal  gas,  namely : 

pv^=  const  (10) 

Ov^'^'^  const  ill) 

k-i 

e^constxp^  (12) 


If,  for  convenience,  we  introduce  the  abbreviations 


^=rand^=a  (13) 


we  have  by  (12) 


F-^  (14) 


''O 


*  See  BulL,  Bar.  StondanSs.  ••  No.  t,  p.  xas>  1909;  SdentUic  Paper  No.  i«s« 
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and  equation  (9)  for  adiabatic  efflux  of  a  gas  may  be  written 

^5»-floCp(i-f-)  (15) 

From  equation  (5)  together  with  the  definitions  of  k  and  a,  we 
have  the  relation 

Cp-f  (16) 

Substituting  in  (15)  and  setting  tndo^po  Vo  we  now  have 

^S^'PoVo'-^  (17) 

which  is  one  form  of  the  familiar  equation  of  St.  Venant.  Since 
we  are  interested  in  the  density  p  rather  than  its  reciprocal,  the 
specific  volume  v,  we  substitute  Vo  -  i/Po  and  write  equation  (17) 
in  the  form 

2  po      a 

This  is  not  yet  in  shape  for  immediate  use,  because  in  the  experi- 
ments on  efflux  the  quantity  measured  is  not  the  speed  of  the  jet 
but  the  time  required  for  a  certain  volume  of  gas  at  po,  *<>  to  dis- 
appear from  the  container.     We  have,  therefore,  to  eliminate  S. 

Let  r  be  the  observed  time  rate  of  disappearance  of  the  gas,  in 
seconds  per  cubic  centimeter,  and  let  Vo^ilr,  so  that  Vo  is  the 
volume,  measured  in  cubic  centimeters  at  /><>,  0o,  of  the  mass  of 
gas  which  escapes  from  the  orifice  per  second.  Let  V  be  the 
voltune  of  this  same  mass  of  gas  measured  at  />,  v,  the  conditions 
which  prevail  in  the  jet  at  A,  Then  since  the  expansion  is  isen- 
tropifc  we  have,  by  equations  (10)  and  (13) 


(19) 

But  we  have  also,  obviously,  the  equation 

V^AS 

(20) 

and  therefore  by  (19) 

-       5.^0 

(21) 
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If  we  substitute  »this  value  of  5  in  equation  (18),  replace  V©  by 
i/r,  and  solve  for  po/r»,  the  result  is 

^^  =  2^«/>o^(l-f-)  (22) 

a  relation  which  would  subsist  between  the  observed  value  of  r 
and  the  other  quantities  involved,  if  the  efflux  were  isentropic. 

11.  APPLICATION  TO   THE   COMPARISON   OF  DIFFERENT 

GASES 

.  Having  made  a  run  with  the  standard  gas  and  determined  r 
under  the  given  conditions,  />o,  0^,  r,  let  us  repeat  the  experiment 
tmder  the  same  conditions  with  a  second  gas  and  determine  its 
time  r^  The  specific  gravity  of  the  second  or  test  gas  as  indicated 
by  the  results  of  the  efflux  method  is  (tVt)',  while  if  Po  and  po'.  are 
the  densities  of  the  gases  at  po,  0o>  the  true  value  of  the  specific 
gravity  of  the  test  gas  in  terms  of  the  standard  is  i  -PoVpc 


Let 


(^y/6-R  (23) 


When  Btmsen's  method  gives  a  correct  value,  i?  « i ;  and  (R  - 1)  is 
the  fractional  error  in  the  specific  gravity  of  the  test  gas  as  deter- 
mined by  this  method.  The  value  of  R  which  would  result  from 
the  observations  if  the  efflux  were  isentropic  for  both  gases  shall 
be  denoted  by  i?<. 

Let  equation  (22)  refer  to  isentropic  efflux  of  the  standard  gas 
and  let  the  corresponding  equation  for  the  test  gas  be 

^.-2A'^pJ^ii^r-')  (24) 

The  aiea  A^  is  that  of  the  minimum  section  of  the  jet  of  the  test 
gas;  and  if  the  orifice  is  sharp  edged  so  that  a  vena  contracta  is 
formed,  A'  may  differ  from  A,  even  though  the  orifice  be  un- 
changed. For  the  present,  however,  we  shall  suppose  the  orifice 
to  have  a  rotmded  entrance  so  as  not  to  give  rise  to  contraction, 
and  we  shall  set  A'^A 

If  we  divide  equation  (22)  member  for  member  by  (24),  set 
il'—il,  utilize  (23),  and  replace  R  by  jRi,  we  have 

i?i-^r'<-'-)i^  (25) 
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For  two  gases,  for  example,  atr  and  hydrogen,  whfch  have  the 
same  specific  heat  ratio,  a^  -  a  and  Ri^i  for  all  values  of  the 
pressttre  ratio  r.  For  two  such  gases  Bunsen's  method  would 
give  a  correct  value  of  the  relative  density  if  the  efiBlux  were 
tsentropic.  But  if  aVa,  jR|  will  differ  from  imity  and  Bunsen's 
method  would  not  give  a  correct  value  of  the  relative  density, 
even  under  ideal  isentropic  conditions. 

In  plate  i  curves  of  l?i«/(r)  are  plotted  from  equation  (25) 
using  the  known  values  of  a  and  a^  for  the  gases  investigated, 
a  referring  to  air,  which  was  treated  as  the  standard.  The 
separate  points  plotted  are  values  of  I?— (T7r)*  +  8  computed 
from  values  of  r  and  r'  actually  obtained  in  experiments  on 
orifice  No.  23A,  series  2,  5,  9,  and  21. 

Upon  comparing  the  observed  values  of  R  with  the  computed 
curves  of  /?i  it  appears  that  there  are  large  systematic  differences 
which  increase  as  r  approaches  unity,  that  is,  as  the  pressure 
difference  and  the  jet  speed  approach  zero.  The  departure  of 
the  observed  values  of  R  from  the  computed  values  of  Ri  is  of 
the  same  general  nature  for  all  four  gases  though  it  is  positive 
for  hydrogen  and  argon,  and  negative  for  methane  and  carbon 
dioxide.  It  is  evident  that  equation  (25)  does  not  represent 
the  facts  acciu'ately  and  that  the  efflux  is  not  isentropic,  hence 
we  must  reexamine  the  assumptions  that  have  been  made,  the 
principal  ones  being  that  there  are  no  viscous  resistances  to 
flow  and  that  there  is  no  heat  leakage  to  the  escaping  gas. 

Since  the  orifices  are  of  more  or  less  irregular  shapes,  which 
moreover  are  not  accurately  known,  it  would  be  quite  useless  to 
attempt  to  attack  the  problem  of  computing  the  resistance  by  the 
ordinary  methods  of  hydrodynamics,  even  if  we  were  sure  that  the 
motion  were  strictly  in  stream  lines  and  quite  free  from  turbulence. 
Similarly  with  the  question  of  heat  transmission  from  the  walls  of 
the  orifice  to  the  gas — to  treat  this  in  detail  by  reference  to  the 
temperatiu'e  gradients  would  require  a  complete  knowledge  of  the 
motion  of  the  gas,  so  that  such  a  treatment  is  out  of  the  question. 
Accordingly  we  are  forced  to  do  the  best  we  can  vrfth  very 
elementary  physical  reasoning,  and  otu:  aim  will  be  merely  to 
develop  equations  containing  empirical  orifice  constants,  one  for 
the  viscous  resistances  and  one  for  the  effect  of  heat  leakage, 
which  shall  be  correct  or  at  least  satisfactory  in  their  forms,  so 
that  when  the  values  of  the  two  orifices  constants  are  suitably 
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chosoi,  file  tiieoretkal  equattond  may  represent  the  observed 
facts  within  the  limits  of  experimental  error. 

Hitherto  we  have  assumed  that  the  only  resistance  that 
limited  the  speed  of  efflux  of  the  gas  was  the  kinetic  or  inertia 
resistance,  due  to  its  density  and  proportional  to  the  square  of  the 
linear  speed.  On  the  other  hand,  viscous  resistances,  if  present, 
would  be  proportional  to  the  first  power  of  the  speed,  and  the  dis- 
turbing effect  of  such  resistances  t^ould  therefore  become  more 
pronounced  as  the  linear  speed  diminished;  that  is,  as  the  pressure 
ratio  r  approached  unity.  This  is  just  the  character  of  the 
departures  of  the  observed  values  of  R  from  the  computed  values 
of  Ru  hence  it  seems  advisable  to  proceed  next  to  a  consideration 
of  the  probable  effect  of  viscosity,  and  attempt  to  make  an  addition 
to  our  theory  which  <^all  allow  for  it  while  still  assuming  that  the 
flow  is  adiabatic. 

12.  ADIABATIC  EFFLUX  OF  A  VISCOUS  GAS 

In  consequence  of  the  passive  resistance  due  to  viscosity,  heat 
is  developed  within  the  gas  during  its  passage  from  Ao  to  A  or, 
as  we  say,  there  is  a  certain  amount  of  ''dissipation."  We  shall 
denote  this  quantity  of  heat  or  amount  of  dissipation,  per  gram 
of  gas,  by  the  letter  D. 

The  major  part  of  the  dissipation  will  evidentiy  occtu:  close 
to  or  in  the  ori^ce  Where  the  gas  has  almost  attained  its  lowest 
pressure,  both  because  the  gas  has  there  nearly  reacfaed  its  greatest 
speed  and  because  the  reductioii  in  cross  section  of  tiie  stream 
increases  the  transvetse  velocity  gradients  and  the  rate  of  shear. 
The  final  net  result  of  the  dissipation  nonist,  therefore,  be  nearly 
the  same  as  if  the  gas  frst  expanded  isentn^DJcally  to  the  back 
pressure  p  and  tiie  dissipation  then  all  occurred  at  the  constant 
pressure  p,  redudng  the  speed  from  the  value  attauned  in  isentropic 
expansion  and  given  by  equation  (18),  and  simultaneously  raising 
the  temperature  from  its  lowest  value  by  an  amount  DjC^.  Since 
we  can  do  no  better,  we  shall  adopt  this  simplified  view  of  the 
matter,  which  is  certainly  a  lair  approadmation,  and  proceed  aa 
if  the  dissipation  really  did  occtu*  in  this  way. 

The  temperature  after  isentropic  expansion  being  flof**,  by 
equation  (14),  the  final  temperatture  at  A  is  now 

e^e^+~^  (26) 

Up 
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Substttttting  this  value  in  equation  (9),  which  is  satisfied  for 
adiabatic  efflux  regardless  d  dissipation,  we  have 

|5»-»oCp(i-f)-i?  (27) 

or  after  eliminating  OoCp    as  before 

Is^^toLzH^D  (28) 

We  must  next  express  D  in  terms  of  the  other  quantities,  and  to 
do  this  we  first  assume  that  for  an  orifice  of  given  shape  the  value 
of  D  depends  on  and  is  determined  by  the  diameter  of  the  orifice 
a,  the  jet  speed  5,  the  viscosity  of  the  gas  m>  a&d  its  initial  density 
Po.  The  subsistence  of  such  a  relation  may  be  S3mib(riized  by 
writing 

D-/(a,5,  M.  Po)  (29) 

and  dimensional  conditions  require  ^  that  any  relation  involving 
these  five  quantities  and  no  others  have  the  form 

bx  which  ^— — )  is  an  unknown  function  of  the  single  dimension- 
less  quantity  (apo5/M)  and  remains  to  be  found  by  other  than 
dimensional  considerations. 

The  flow  toward  and  into  the  orifice  is  convergent,  and  we  know 
from  observation  that  convergence  ten^s  to  suppress  turbulence 
and  maintain  stream  line  flow.  We  shall  therefore  assume^  as  a 
sufficient  approximation  to  the  true  state  of  affairs,  that  there  is  no 
turbulence  whatever.  But  in  purely  stream  line  motion  the  re- 
sistances and  the  dissipation  are,  other  things  being  equal,  directly 
proportional  to  the  viscosity  of  the  fluid;  hence  it  follows  from 

our  assumption  that «  ^^)  tnust  be  directly  proportional  to  fi, 
and  that  equation  (30)  must  have  the  form 

D-B^  (31) 

apo 

in  which  B  is  a  dimensionless  constant  shape  factor  determined  by 
the  shape  of  the  orifice  and  of  the  approach  to  it.     By  substitut- 

*  See  Trant.  Am.  Soc.  ICedi.  Sngineen,  t7,  p.  963. 1915:  or  Fhys.  Rcr...  4  p.  us,  Oct.  1914* 
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ing  this  expression  for  D  in  equation  (28)  we  obtain  the  equation 

IS'.hlZ^^Bf^  (32) 

2  Pc       ^  O.P0 

which  serves  as  the  starting  point  of  our  tentative  theory  of  the 
eflPusion  method  of  determining  the  relative  densities  of  gases 
which  are  not  free  from  viscosity. 

To  eliminate  the  jet  speed  S  and  replace  it  by  the  observed 
quantity  r  or  its  reciprocal  Vo,  we  proceed  as  follows.  If  V  is  the 
volume,  measured  at  p,  0,  of  the  gas  which  escapes  per  second;  and 
Vo  its  volume  at  />o,  ^o,  we  have  by  (3) 


whence  by  (26) 


L^tsL^Ll  (33) 


^-T^T^^^J  ^^^> 


We  next  eliminate  BjCp  by  means  of  (16)  and  (3),  replace  D  by 
its  value  from  (31),  and  combine  with  the  equation  V  --A5  which 
subsists  as  before.    The  result  is 

an  equation  which  may  be  used  with  (32)  for  eliminating  5. 

For  convenience  in  the  algebraic  work  we  introduce  the  abbrevi- 
ation 

Since  the  orifices  were  so  small  that  neither  A  nor  a  could  be 
determined  at  all  acctu-ately,  and  since  furthermore  the  value  of 
B  is  entirely  unknown,  C  is  a  purely  empirical  orifice  constant. 
We  shall  also  use  the  further  abbreviation 

Aa  rpo       pr      ^  ^37^ 

For  a  given  orifice  and  a  given  back  pressure,  CIp  is  constant.  In 
all  our  experiments  p  was  nearly  constant,  being  simply  the 
barometric  presstire  of  the  outside  atmosphere.  For  a  given  gas 
and  a  given  temperature,  ajit  is  also  constant  so  that  X  depends 
sensibly  only  on  t,  which  varies  with  the  pressure  ratio  r. 
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Upon  eliminating  5  b^ween  (32)  and  (35)  we  now  ha^e  the 
equation 

Ur*-"r(i-X)r«Po(i-X)      ^po    a  ^^^ 


whence 


^>  2.1»^^[(i-f)-(3-^)X+X*]  (39) 


By  comparing  (39)  with  (22)  which  was  deduced  for  isentiopic 
efflux  we  see  that  the  result  of  our  considerations  on  the  efFects  of 
viscosity  has  been  to  modify  the  isentropic  equation  by  the  addi- 
tion of  two  correction  terms  which  involve  the  viscosity  of  the 
gas.  It  is  to  be  presumed  that  these  terms  are  small  enough  that 
the  second,  containing  X*,  will  be  negligible.  Trial  computations 
with  values  of  C  found  from  the  experiments  confirm  this  inference 
and  show  that  for  our  purposes  the  X*  term  may  be  ignored  and 
equation  (39)  used  in  the  simpler  form 

^  -  2A'pJ^[{l^)  -  (2-^)X]  (40) 

13.  EQUATIONS  FOR  THE  COMPARISON  OF  VISCOUS 

GASES 

Let  the  value  of  R  which  would  be  obtained  from  the  observa- 
tions, if  the  efflux  of  each  of  two  gases  were  adiabatic  but  affected 
by  their  viscosities  in  the  manner  assumed  in  the  foregoing  section, 
be  denoted  by  R^.  Let  equation  (40)  refer  to  the  stafidaxd  gas, 
and  a  similar  equation  with  the  appropriate  letters  primed  refer 
to  the  test  gas.  Then  upon  comparing  the  two  equations  and 
assuming  as  before  that  A'  ^A,  we  have 

and  we  now  wish  to  find  out  whether  this  equation  can  be  made 
to  fit  the  observed  facts  by  a  suitable  choice  of  the  orifice  constant 
C.  The  graphical  comparison  of  theory  with  observation  is  the 
most  enlightening  and  in  order  to  use  equation  (41)  for  computing 
and  drawing  a  curve  /?^-/W  we  must  first  undertake  some 
further  transfonttations. 
By  equation  (37)  which  defines  X  and  X',  we  have 

X'.X^'^^  (42) 
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and  by  the  ckifinition  of  Jg  in  equatJon  (23)  we  faaw  for  the  present 
case  of  acHabatic  efflux  under  the  influence  of  viscosity 


so  that  by  (42) 


Let 


«    /*        /Po   _p 


(43) 
(44) 
(45) 


The  quantity  P  is  a  dimensionless  constant  which  expresses  the 
value  of  a  certain  property  of  the  test  gas  in  terms  of  the  corre- 
sponding property  of  the  standard.  Its  value  is  known  because 
the  values  of  a'/a,  mVm  and  p'o/Po  have  been  measured  for  all  the 
gases  used,  except  that  a'  for  hydrogen  was  asstuned  to  be  equal 
to  a  for  air  and  was  not  measured.  The  value  of  m7m  was,  to  be 
sure,  measured  only  for  a  single  temperature;  but  since  the 
viscosity  of  gases  does  not  vary  rapidly  with  temperature  nor  very 
differently  for  different  gases,  and  since  the  whole  temperature 
range  in  our  work  was  small,  a  single  constant  value  of  m7m  niay 
be  used  for  each  gas.  The  values  used  for  P  have  been  given  in 
Table  6. 

By  equations  (44)  and  (45)  we  now  have 


x'=^W=x 


whence  by  substitution  in  (41)  we  have 


(46) 


(I  -r")R^ -  (2  -r")PX^  -  ^r»  <-'-)  [(i  -»-)  -  (2  -f-)X]  (47) 

If  we  solve  this  for  R^,  the  result  may  be  written  in  the  form 

R^  -L  +  2(?[i  +  Vi  +L/G*]  (48) 

2-t"  PX 


where 


X 


i-f*    2 
Can   I 
P   'r 


(49) 
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Trial  computatiaQS  showed  that  the  positive  value  of  the  radical 
in  (48)  was  the  proper  one  to  use,  so  the  negative  sign  in  omitted. 

14.  METHOD  OF  COMPARING  THB  FOREGOING  THEORY 
WITH  THE  OBSERVATIONS 

The  value  of  R^  computed  for  any  value  of  r  from  equations 
(48)  and  (49)  depends  upon:  (a)  The  values  of  a,  a^  m7m>  ^J^d 
p'o/Po  which  were  determined  experimentally;  (b)  the  value 
selected  for  the  orifice  constant  C;  and  (c)  the  value  of  r  observed 
for  air  at  the  given  r. 

The  most  obvious  procedtu^  for  testing  the  agreement  of 
the  theory  with  the  observations  is  as  follows:  For  each  of 
the  volume  intervals  of  the  apparattis  we  may  find  the  mean 
pressure  ratio  from  the  barometric  pressure  p,  and  the  pressure 
differences  (po-p)  at  the  beginning  and  end  of  the  interval, 
which  have  been  measured  once  for  all.  We  may  next  find 
the  value  of  r  corresponding  to  each  of  these  values  of  r  by 
dividing  the  air  time  for  the  interval  by  the  known  voltune  of 
the  interval.  We  may  then  assume  a  value  of  C  and  compute 
from  (48)  the  value  of  R^  which  corre^x)nds  to  each  of  the 
values  of  r .  These  computed  values  of  R^  may  then  be  com- 
pared with  the  observed  values  of  R,  the  clearest  way  of  doing 
this  being  to  draw  a  curve  /?^-/(f)  from  the  computed  values 
and  plot  the  observed  values  of  i?  as  separate  points.  A  similar 
process  may  be  carried  out  for  each  of  the  other  experiments  on 
the  orifice  in  question,  with  the  same  value  of  the  orifice  constant 
C.  Finally,  the  whole  may  be  repeated  with  various  values  of 
C  until  no  further  improvement  can  be  obtained  in  the  agreement 
between  theory  and  observation. 

Upon  consideration  of  the  cumbersome  nattu^  of  the  equations 
it  is  quite  evident  that  the  foregoing  method  would,  in  practice, 
be  intolerably  laborious  and  that  a  simpler  one  must  be  used. 
The  procedure  was  therefore  modified,  the  idea  being,  first, 
to  work  only  at  a  few  fixed  values  of  r  for  which  values  of  the 
various  functions  such  as  (i— r*)  could  be  tabulated  once  for 
all;  and  second,  to  treat  all  the  experiments  on  a  single  gas 
together  and  draw  a  single  average  curve  /?^-/(r)  for  that  gas 
instead  of  a  separate  curve  for  each  experiment. 

The  separate  experiments  differed,  first,  in  that  the  initial 
temperattu-e  do  varied  somewhat  so  that  the  air  times  r  for  any 
one  interval  could  not  be  expected  to  be  quite  the  same  even 
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if  r  were  the  same;  and  second,  in  that  the  barometric  back 
pressure  also  varied  from  one  experiment  to  another  with  con- 
sequent small  variations  of  r.  Thus,  for  each  of  the  volume 
intervals  of  the  apparatus,  the  experiments  on  any  one  orifice 
gave  a  number  of  slightly  differing  values  of  r  corresponding  to 
slightly  differing  values  of  do  and  of  r.  The  first  step  was  to 
average  these  values  and  it  was  done  as  follows. 

Considering  one  interval  only,  the  values  of  V©— i/r  were 
fotmd  for  all  the  runs  with  air  made  through  the  orifice  in  ques- 
tion. From  each  of  these  the  value  of  Vo'(295/ffo)  was  com- 
puted; this  amounts  to  reducing  the  value  of  Vo*  observed  at 
Oo  to  what  would  have  been  observed  at  22°  C  on  the  assumption 
that  the  rate  of  efflux  of  air  is  proportional  to  the  square  root  of 
the  absolute  temperature.  The  initial  temperatures  all  fell 
between  19*^  and  28®  with  a  mean  of  about  22*^,  and  the  reduction 
just  mentioned  was  a  short  one.  The  reduction  by  setting 
Vo^V^  was  adopted  because  equation  (22),  which  is  a  first 
approximation  to  the  truth  gives  Vo^^Oo,  and  equation  (39) 
would  not  give  a  very  different  relation  since  it  differs  from  (22) 
only  by  correction  terms. 

These  values  of  Vo^i^gs/Bo)  were  averaged  and  the  corre- 
sponding values  of  r  also  averaged.  The  mean  values  of 
Ko'(295/0o)  were  plotted  against  the  mean  values  of  r  and  a . 
cturve  drawn  through  the  points;  this  ctnve  was  used  for  inter- 
polation and  was  of  a  satisfactory  shape  for  the  purpose.  Read- 
ings were  now  made  at  the  round  values  of  r  which  it  had  been 
decided  to  use  in  the  computations,  namely  r— 0.75,  0.79,  0.82, 
0.86,  0.90,  0.93,  0.96,  0.986.  These  were  selected  because  while 
fairly  evenly  spaced  they  were  not  far  from  the  means,  so  that 
in  interpolating  by  means  of  the  ciuve  no  great  error  could  be 
introduced  by  the  arbitrary  shaping  of  the  curve  between  the 
plotted  points.  The  square  root  of  the  reciprocal  of  each  inter- 
polated value  of  Vo*{2g$l6o)  was  now  extracted  and  us6d  in  the 
computation  of  /?^  as  if  it  were  a  value  of  the  air  time  r  actually 
observed  at  the  standard  pressure  ratio  r . 

It  remained  to  select  a  mean  value  of  C'^Ca^/p,  a  and  11  being 
constant,  and  p  nearly  so.  This  value,  together  with  the  values 
of  r  obtained  as  described  above,  and  the  known  values  of  a, 
a'  etc.,  was  used  to  compute  values  of  i?^  by  means  of  equation 
(48).  On  the  supposition  that  our  theory  is  correct  and  that  C^ 
has  been  properly  chosen,  these  computed  values  of   i?^  are 
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equal,  as  nearly  as  we  can  tell,  to  the  values  of  R  which  would 
have  been  found  from  observations  at  r-o.75,  o-79  etc.,  if:  (a) 
the  efBux  had  been  strictly  adiabatic;  (b)  the  initial  temperature 
had  always  been  22^  C;  and  (c)  the  barometric  pleasure  had  been 
the  same  during  all  the  runs. 

A  curve  i?„-/(r)  was  drawn  through  these  computed  points 
and  the  observed  points  were  plotted  separately.  The  effect  of 
correcting  the  positions  of  the  observed  points  to  reduce  them  to 
22^  and  a  common  mean  value  of  p  would  have  been  small  com- 
pared with  the  experimental  uncertainties  of  their  positions  and 
no  such  reduction  was  undertaken.  The  graphical  comparison  is 
therefcMre  finally  between  a  curve  computed  for  22^  and  constant 
p,  and  observations  made  under  various  conditions  differing  a 
little  from  tliese  but  not  more  than  would  be  covered  by  the 
observational  errors. 

15,  RESULTS  OF  THB  COMPARISON 

The  method  of  making  the  computations  with  a  particular 
value  <rf  C  having  now  been  described,  the  question  remains 
whether,  by  repeating  the  computations  and  adjusting  the  value  of 
C  by  trial,  a  satisfactory  agreement  with  the  observed  facts  can 
be  achieved.  If  it  can,  our  theory  may  be  regarded  as  satis- 
factory, for  in  any  event  the  constant  C  is  purely  empirical  and 
can  be  found  only  by  fitting  the  equations  to  the  observations. 

This  question  has  to  be  ansifrered  in  the  n^^tive:  after  all 
the  laborious  computations  it  was  fotmd  that  no  possible  value 
of  C  wouki  make  equation  (48)  fit  the  observations  within  their 
experimental  uncertainties,  and  the  theory  as  so  far  developed 
coukl  not  be  regarded  as  satisfactory.  But  on  the  other  hand, 
it  was  found  that  while  the  theory  was  not  entirely  satisfactory, 
it  was  not  very  bad.  For  a  suitably  chosen  value  of  C  would 
give  ccMnputed  curves  which  woe  fairly  near  to  the  observed 
pomts,  so  that  the  differences  {jR%^-R^  were  numerically  verf 
much  smaller  than  the  differences  (i^ob*- 1).  In  other  words,  our 
allowance  or  correction  for  the  effects  of  viscosity  did  account  for 
the  major  part  of  the  observed  errors  <^  the  effusion  method;  and 
nsofeover,  the  residual  errors  which  could  not  be  accounted  for 
in  this  way  appeared  to  have  a  regular  systematic  run  which  was 
of  the  same  nature  for  all  the  gases.  It  therefore  seemed  prob- 
able that  the  theory  was  correct  in  its  main  outhnca  and  in  at- 
tributing to  viscosity  an  important  part  in  causing  the  errors  of 
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Bunsen's  method,  but  that  either  the  treatment  of  viscosity  re- 
quired to  be  somewhat  modified  or  some  further  disturbing  cause 
remained  to  be  allowed  for. 

Several  modifications  of  the  above-described  theory  of  the  effect 
of  viscosity  were  developed  by  modifying  the  assumptions,  and 
trial  computations  were  imdertaken  with  the  resulting  equations. 
None  of  these  slightly  different  forms  of  the  theory  seemed  any 
better  founded  in  physical  common  sense  than  the  original  one 
already  described;  none  of  them  gave  any  better  agreement  with 
observations;  and  none  of  them  was  so  easy  to  use.  We  therefore 
abandoned  further  attempts  in  this  direction  and  proceeded  to 
search  for  an  additional  correction,  due  to  some  other  cause  than 
viscosity,  which  if  added  to  the  correction  already  made  should 
lead  to  a  better  agreement  between  the  theory  and  the  observed 
facts. 

The  most  obvious  possibility  is  that  in  addition  to  the  retarda- 
tion of  efflux  by  viscosity,  heat  transmission  from  the  orifice  to 
the  jet  may  also  have  a  sensible  effect  on  the  rate  of  efflux,  the 
phenomenon  being  appreciably  different  from  an  adiabatic  ex- 
pansion; so  we  turned  our  attention  to  this  subject.  Since  it 
seemed  quite  hopeless  to  attempt  to  treat  viscosity  and  heat 
transmission  simultaneously  and  with  due  allowance  for  their 
interaction,  a  more  rudimentary  plan  was  followed.  In  view  of 
the  fact  that  the  effects  of  both  viscosity  and  the  second  dis- 
turbing cause,  now  assumed  to  be  heat  transmission,  are  of  the 
nature  of  corrections — ^that  is,  relatively  small,  at  least  imtil  r  ap- 
proaches unity — ^it  was  asstuned  that  they  might  properly  be  treated 
separately  as  if  each  acted  alone;  and  we  therefore  proceeded  to 
develop  a  theory  of  the  efflux  of  a  nonviscous  but  thermally 
conducting  gas,  and  to  deduce  an  expression  for  the  effect  of  heat 
transmission  on  the  value  of  R. 

This  expression,  like  the  one  for  R^,  contains  an  empirical  orifice 
constant.  After  obtaining  the  expression,  we  make  up  a  combined 
equation  which  purports  to  take  account  of  the  effects  of  both 
viscosity  and  heat  transmission  and  contains  therefore  two 
empirical  orifice  constants.  The  theory  must  then  be  tested 
by  adjusting  the  constants;  if  a  pair  of  values  can  be  foimd  such 
that  the  computed  values  of  i?  are  in  satisfactory  agreement  with 
the  observed,  the  theory  in  this  final  shape  may  be  regarded  as 
satisfactory  and  as  probably  correct  in  its  main  outlines  if  not 
m  all  details. 
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We  may  now  go  on  to  consider  effusion  which  is  affected  by 
heat  transmission  but  is  not  retarded  to  any  sensible  extent  by- 
viscous  resistances. 

16.  EFFLUX   WITH   ADDITION    OF   HEAT   BUT    WITHOUT 

DISSIPATION 

Since  the  rate  of  heat  flow  into  the  gas  from  the  metal  increases 
with  the  difference  of  temperature  and  with  the  intimacy  of  con- 
tact, it  is  evident  that  most  of  the  heat  transmission  will  occur 
in  the  orifice,  after  the  gas  has  almost  attained  its  lowest  pressure. 
We  shall  therefore,  assume  as  an  approximation,  that  the  effect 
of  heat  transmission  on  efflux  is  the  same  as  if  the  gas  expanded 
isentropically  to  the  back  pressure  p  and  a  quantity  of  heat  Q 
per  gram  were  then  added  to  it  at  the  constant  pressmie  p^  raising 
its  temperatiu^  from  the  lowest  point  by  the  amount  Q/C^.  This 
assumption  is  similar  to  one  made  in  section  lo  and  it  is  un- 
questionably a  fairly  approximate  representation  of  what  actually 
occurs. 

If  0  denotes  the  final  temperature  of  the  gas  and  9i«f^o 
its  temperature  after  isentropic  expansion,  we  have  by  the  fore- 
going assumption. 

e^r^eo+f-  {50) 

Substituting  this  value  of  6  in  equation  (8)  and  reducing,  we  have 

jS*-»oCp(i-f-)  (51) 

Q  having  disappeared.  But  (51)  is  identical  with  (15)  which 
applies  to  isentropic  efflux;  whence  it  follows  that  addition  of 
heat  in  the  manner  postulated  above  has  no  effect  at  all  on  the 
linear  exit  speed  of  the  jet. 

But  though  the  speed  of  the  gas  at  the  section  A  is  not  affected, 
the  temperature  is  raised,  and  the  specific  voluxne  is  increased 
in  the  same  ratio,  viz, 

*        .      Q 

B=    I    -|-  =^ • 

The  time  required  for  a  given  mass  to  escape  will  be  increased 
in  this  ratio;  hence  if  r^  is  the  time  observed  under  the  present 
conditions,  and  rj  the  time  that  woidd  be  observed  if  the  efflux 
were  isentropic,  we  have 
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We  have  next  to  find  an  expression  for  g,  and  we  again  have 
recourse  to  the  principle  of  dimensional  homogeneity  in  the  con- 
venient form  of  the  II  theorem."  We  assume  that  for  an  orifice 
of  given  shape,  Q  is  determined  by  the  diameter  of  the  orifice, 
the  speed  of  the  jet,  the  diflference  of  temperatiure  between  the 
jet  and  the  orifice,  and  the  properties  of  the  gas.  The  most 
obviously  important  of  these  properties  are  the  density  p,  specific 
heat  Cp,  and  thermal  conductivity  X.  But  we  shall  also,  at  the 
start,  include  the  viscosity  m  as  possibly  affecting  Q  through  its 
influence  on  the  natiure  of  the  flow,  although  it  seems  likely  that 
M  will  be  of  small  importance,  and  we  have  already  agreed  to  dis< 
regard  dissipation.  If  we  let  A  represent  the  temperature  differ- 
ence, our  assumption  regarding  Q  is  now  symbolized  by  the 
equation 

(2  =  /(a,5,-A,p,  Cp,X,M)  (53) 

All  the  quantities  except  Q  and  a  are  to  be  regarded  as  mean 
values  averaged  over  the  time  during  which  Q  is  being  trans- 
mitted to  the  gas,  but  as  an  approximation  we  shall  indentify 
them  with  their  values  at  the  end  of  the  isentropic  expansion. 
By  applying  the  11  theorem,  equation  (53)  may  be  thrown  into 
the  form 

and  the  next  question  is  whether  we  have  any  information  that 
will  help  us  to  make  a  rational  guess  at  the  form  of  the  operator  <p. 
The  greatest  temperature  drop  in  any  of  our  experiments 
was  less  than  26®  C;  hence  it  seems  safe  to  asstune  that  Q  was 
sensibly  proportional  to  A.  This  assumption  gives  us  a  first 
simplification  of  (54)  to  the  form 


G  =  ACp^, 


For  the  gases  used  in  our  work  the  relative  values  of  fiCpfK 
are  approximately  as  follows: 

Air  H,  CH,  CO,  Ar 

mCp/X  =  (i.oo)  0.93  1.28  1. 10  1. 01 

In  view  of  the  great  uncertainty  in  the  values  of  Cp  and  X,  even 
for  pure  gases,  and  of  the  fact  that  we  were  obliged  to  rely  upon 

*  See  Tnms.  Am.  Soc.  Mech.  Engineert,  S7,  p.  989;  tgzs* 
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a  mixture  rule  for  computing  the  foregoing  values  oi  pCpAi 
it  can  not  be  said  with  certainty  that  the  differences  in  the  values 
are  not  illusory.  Hence  in  the  intercomparison  of  these  gases 
we  may  as  well  treat  §iCpfK  as  a  constant  and  so  reduce  equation 
(55)  to  the  simpler  form 

The  next  point  to  be  considered  is  whether  or  not  we  may 
regard  the  flow  as  stream  line.  If  we  may,  Q  will  be  proportional 
to  the  conductivity  of  the  gas  and  (56)  will  be  still  further  simpli- 
fied to  the  form 

e-iV^^  (57) 

in  which  N  is  a,  dimensionless  shape  factor.  We  nave  already 
made  this  assumption  in  treating  the  effects  of  viscous  resist- 
ance, and  we  shall  also  make  it  here,  although  the  point  will 
be  touched  upon  again  in  section  19. 

Substituting  from  (57)  into  (52),  we  now  have 

The  comparisons  already  made  between  otu:  equations  for  adia- 
batic  efflux  of  a  viscous  gas  and  the  observed  facts,  showed  that 
the  remaining  discrepancy  which  we  are  now  attempting  to 
account  for  by  heat  transmission  is  small,  though  greater  than 
the  imcertainties  of  the  experiments.  Hence  the  correction  term 
in  (58)  is  small  and  we  may  write 


C^) 


Let  pn  be  the  density  at  a  normal  state  />n,  ^a,  so  that 

Let  Xn  be  the  value  of  X  at  this  same  normal  state,  and  let 
us  assume  that  Xcc-^e,  a  rough  approximation  but  better  than 
entirely  disregarding  the  variation  of  thermal  conductivity  with 
temperatiure.    Then  we  have 
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Substitute  into  (59)  the  values  of  p  and  X  from  (60)  and  (61); 
also  the  values 

A-»o(i-f-)  (62) 

and 

5^-V2»oCp(i-f-)  (63) 

Let 

and 

Hr-/'  (65) 


PnCp»A 

Then  after  the  substitutions  and  reduction  we  have 

(^y  - 1  +  WH^{i-f-)  (66) 

In  the  quantity  W  defined  by  equation  (64)  all  the  factors 
except  9o  and  p  are  constants,  and  9o  and  p  vary  only  slightly 
from  one  experiment  to  another.  Under  the  circumstances  it 
would  be  a  waste  of  time  to  take  any  account  of  these  relatively 
small  variations,  and  we  may  therefore  treat  the  quantity  W  as 
an  orifice  constant. 

The  quantity  P  defined  b^  equation  (65)  meastues  a  property 
of  the  gas  in  question,  but  its  value  is  a  priori,  very  imcer- 
tain  indeed;  for  while  the  densities  of  our  gases  were  measured, 
the  values  of  the  thermal  conductivities  and  specific  heats  had 
to  be  obtained  from  Landolt  and  Bomstein's  tables.  The  values 
of  X  are  only  very  roughly  known  even  for  the  pure  gases,  so  that 
the  values  of  /9  which  we  cotdd  compute  a  priori  had  to  be  re- 
garded as  only  tentative  and  subject  to  correction.  The  manner 
in  which  they  were  corrected  will  be  described  later. 

Assuming  for  the  instant  that  the  orifice  constant  W,  and 
the  gas  constant  P  are  known,  equation  (66)  shows  us  how  the 
rate  of  efflux  of  a  nonviscous  but  thermally  conducting  gas  will 
be  affected  by  heat  transmission  from  the  orifice,  if  the  simplify- 
ing assimiptions  used  in  developing  the  theory  have  been  reason- 
ably good  approximations  to  reality. 
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17.  APPLICATION  TO  THB  COMPASISON  OF  NONVISCOUS 
BUT  THERMALLY  CONDUCTING  GASES 

Let  Rx  be  the  value  which  would  be  found  in  a  comparison  ol 
two  gases  by  the  effusion  method  if  the  flow  were  affected  by 
heat  transmission  but  not  by  viscous  resistances;  and  as  before 
let  Ri  be  the  value  for  isentropic  efflux.    Then  we  have 

Let  equation  (66)  refer  to  the  standard  gas,  and  let  us  divide 
it,  member  for  member,  into  the  corresponding  equation  for  the 
test  gas.    Then  by  equation  (67)  we  shall  have 


Ri      i+Pr/9V^(i-^) 
or  very  nearly 


(68) 


whence 


^-i  +H1/5V^'  (i-fO-iSVf-d-f)]  (69) 

/?x-/?i-i?,w^/3[|v^'(i-0-V^(i-o]       (70) 


Now  in  our  experiments  the  value  of  Ri  always  remained  within 
the  limits  0.986  to  1.027.  Hence  ;t  will  be  legitimate  to  set 
/?i  — I  in  the  second  member  of  (70)  because  we  know  already 
that  the  correction  we  are  trying  to  compute  is  small — in  fact,  not 
very  much  greater  than  the  observational  errors.  Since  /3  is  a 
constant  for  the  standard  gas,  if  we  let  • 

Wp^M  (71) 

M  is  an  empirical  orifice  constant.    And  if  we  let 

R^-Ri^Ax  (72) 

equation  (70)  may  now  be  written 

Ax  -  M  [|-'Vr-'(i-f-')  -  V^(i-^)]  (73) 

Supposing  all  our  hypotheses  and  approximations  to  be  satis- 
factory and  the  values  of  M  and  of  /8V/J  to  be  known,  equation 
(73)  would  enable  us  to  compute  the  amount  Ax  by  which  the 
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value  of  R  found  with  conducting  gases  would  exceed  the  value 
found  if  there  were  no  conduction,  viscous  resistances  being  n^- 
ligible  in  both  cases. 

18.  ALLOWANCE    FOR   THE    SIMULTANEOUS    ACTION    OF 
VISCOSITY  AND  CONDUCTIVITY 

We  have  now  devised  a  theory  of  the  effect  of  viscosity  alone  on 
the  results  of  Bunsen's  method  of .  determining  relative  density; 
and  we  have  f otmd  it  not  adequate  to  representing  the  observed 
facts,  though  nearly  so.  We  have  then  developed  an  equation 
for  computing  the  effect  of  heat  transmission  acting  alone.  We 
shall  now  assume  that  when  the  gases  are  both  viscous  and  con- 
ducting, as  they  all  are  in  reality,  the  effects  of  viscosity  and  con- 
duction are  additive  and  may  be  computed  by  the  eqtiation 


where  by  equations  (48)  and  (49) 


L^^  ,o..-^^(^-^)-(^7^)^ 


i-f«' 


G- 


2-f«'PX 


(74) 


(75) 


(76) 


(77) 


i-f-«'    2 
^     Can     C\ 


by  equation  (73) 

Ax=m[^V^'  (i-r-o-V^(i-^)]; 

and  C  and  M  are  empirical  orifice  constants.  It  remains  to  be 
seen  whether  these  equations  are,  in  fact,  capable  of  representing 
the  observations,  and  this  must  be  investigated  by  means  of  trial 
computations. 

The  values  of  a,  a'  and  P  have  been  discussed  in  sections  5  and 
13,  and  the  values  of  the  air  time  r  in  section  12.  The  values  of 
P'Ifi  are  known  only  very  roughly  and  those  of  C  and  M  are 
altogether  unknown.  We  therefore  have  set  before  us  a  rather 
complicated  task  of  adjusting  empirical  constants,  with  no  a  priori 
certainty  that  a  satisfactory  adjustment  is  possible.    The  manner 
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in  which  the  problein  was  attacked  and  the  degree  of  success 
achieved  will  be  be  treated  in  sections  19  to  22. 

19,  ATTEMPTS  TO  ALLOW  FOR  TUKBULBNCB 

A  number  of  preliminary  computations  appeared  to  show  that 
the  results  of  experiments  on  orifices  23A,  23B,  28,  and  29  could 
not  be  represented  by  equations  (74)  to  (77),  if  the  values  ofP'l? 
given  tentatively  in  Table  6  were  used;  but  that  if  the  values  were 
arbitrarily  changed  to  about  the  following 

H,        CH,        CO,         Ar 
/JV/J-i.S        0.75        0.37        1.13 

values  of  C  and  M  cotdd  be  found  for  each  orifice  which  would 
make  the  theory  agree  pretty  well  with  the  facts.  It  was  not 
clear  from  the  results  whether  the  theory  of  the  conduction  effect 
required  modification  or  whether  the  tentative  values  of  P'lP 
required  correction. 

Attempts  were  made  to  modify  the  theory  of  the  heat  trans- 
mission effect  by  allowing  for  the  possibility  of  ttu-bulence  in  the 
orifice.  One  such  attempt  was  made  in  connection  with  equation 
(56).  Instead  of  assuming  that  there  was  no  ttu-bulence  and  so 
passing  directly  from  (56)  to  (57),  it  was  assumed  that 

where  c  is  a  new  constant  dependent  on  the  degree  of  turbulence 
of  the  motion.  If  there  were  no  turbulence  at  all,  we  should  set 
€«i  and  get  equation  (57)  as  before.  But  if  turbulence  were 
present,  the  effect  of  the  conductivity  X  would  be  decreased  while 
that  of  the  specific  heat  Cp  would  be  increased  because  of  convec- 
tion due  to  turbtdence.  Hence  for  turbulent  motion  we  should 
have  €  <  I ,  and  the  greater  the  turbulence  the  more  nearly  e  would 
approach  zero,  the  physical  meaning  of  this  being  that  if  the 
motion  were  very  turbulent  virtually  the  whole  of  the  transfer  of 
heat  would  occur  by  convection  and  not  by  conduction. 
The  result  of  adopting  equation  (78)  was  to  give  the  equation 

Q-NM:,-[^\-  (79) 

instead  of  the  simpler  equation  (57)  to  which  it  reduces  when 
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€»i.    The  same  process  of  teasoning  as  already  described  then 
led  to  an  equation  of  the  form 


t-^"' 


^'^-'[^""3(1  ^f-')b^T]  -^•f«[^'}(i  -r-)['"^]}  (80) 


in  place  of  equation  (69)  to  which  it  reduces  when  €  =  i .  Equation 
(80)  then  permitted  of  our  obtaining  an  expression  for  Ax,  analo- 
gous to  but  far  more  complicated  than  that  given  by  equations 
(73),  and  computations  could  then  be  made  by  equation  (74). 

Computations  by  this  method  with  several  values  of  €  and  with 
the  tentative  values  of  P'ffi  given  in  Table  6,  left  it  doubtful 
whether  any  improvement  had  been  attained  to  offset  the  in- 
creased difficulty  of  the  computations. 

20.  RESULTS  OF  THE  OBSSRVATIOHS  ON  ORIFICE  NO.  31; 
VALUES  OF  0'/p  FOR  HYDROGEN  AND  CARBON  DIOXIDE 

At  this  stage  of  the  investigation  the  experiments  were  resumed. 
Improved  apparatus  (No.  II)  was  constructed  and  calibrated,  and 
greater  accuracy  of  measiu-ement  ensiu-ed.  A  new  orifice,  No.  31, 
was  also  made,  great  care  being  taken  to  have  its  entrance  smooth 
and  tnunpet-shaped  on  one  side  (31A)  and  sharp  on  the  other 
(31B).  With  31A,  the  entrance  being  smooth  and  rounded,  it 
seemed  safe  to  assume,  first,  that  there  would  be  little  or  no  con* 
traction,  and,  second,  that  the  motion  would  be  sensibly  free  from 
turbulence,  so  that  if  the  rudimentary  theory  embodied  in  equa- 
tions (74)  to  (77)  were  ever  to  be  applicable,  it  would  be  to  experi- 
ments made  on  this  orifice. 

For  lack  of  time  only  two  experinaents  were  made  with  orifice 
3iA,  one  with  hydrogen  and  one  with  carbon  dioxide,  but  they 
appeared  satisfactory  as  to  experimental  accuracy.  Upon  apply- 
ing the  theoretical  equations  to  the  experimental  data  the  results 
were  as  follows. 

(a)  If  the  motion  was  assumed  to  be  somewhat  turbulent  and 
the  form  of  theory  consequent  on  the  assumption  of  equation  (78) 
with  €  considerably  less  than  unity  was  adopted,  no  satisfactory 
agreement  between  the  theory  and  the  observations  could  be 
obtained  with  any  possible  values  of  the  orifice  constants  C  and 
Af  or  any  values  of  j87/3  for  hydrogen  and  carbon  dioxide.  It 
was  clearly  apparent  that  if  e  were  sensibly  different  from  tmity 
the  form  of  the  heat  transmission  term  Ax=/(r)  was  unsuitable. 
In  other  words,  for  this  orifice,  where  we  have  every  reason  to 
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suppose  that  turbulence  was  absent,  the  equation  developed  on 
the  assumption  that  turbulence  was  absent  fits  the  facts  better 
than  the  modification  of  it,  which  supposes  that  turbulence  is 
present. 

(6)  By  setting  €— i — that  is,  by  assuming  turbulence  to  be 
absent  and  using  the  theory  as  embodied  in  equations  (74)  to  (77) 
and  as  first  given — ^values  of  C  and  M  could  be  found  which 
brought  about  an  excellent  agreement  of  the  theory  with  the  obser- 
vations, if,  but  only  if,  at  least  one  of  the  values  of  P^fi  (for  hydro- 
gen and  carbon  dioxide)  was  arbitrarily  changed  from  its  original 
tentative  value. 

On  the  strength  of  these  results,  obtained  from  new  and  im- 
proved apparatus  but  consistent  with  all  the  previous  observa- 
tions, we  decided  to  accept  the  theory  as  developed  and  to  correct 
the  values  of  fi^/fi  arbitrarily  by  reference  to  the  experiments, 
choosing  such  values,  not  greatly  differing  from  the  original  tenta- 
tive values  computed  a  priori,  as  should  if  possible  result  in  a  sat- 
isfactory agreement  between  theory  and  observation. 

After  consideration  of  the  above-mentioned  experiments  on 
orifice  31 A  the  yalues 

j37i8-i.5  0.4 

instead  of  the  original  tentative  values  i  .69  or  1.62  and  0.46  were 
definitively  adopted  for  use  in  all  future  computations  on  these 
two  gases. 

The  constants  C  and  M  of  equations  (76)  and  (77)  were  then 
adjusted  by  trial  and  the  values 

C  =0.0075  Af«=o.23 

adopted.  The  values  of  /?  -/  (r)  computed  with  these  values  from 
equation  (74)  are  represented  by  the  ciu-ves  in  plate  2,  while  the 
observed  points  are  plotted  separately. 

21.  OBSERVATIONS  ON  ORIFICE  NO.  28;  VALIJES  OP  P'lP 
FOR  METHANE  AND  ARGON 

It  now  remained  to  adopt  values  of  fi'/p  for  methane  and  argon 
which  had  not  been  used  with  orifice  31A.  For  this  purpose 
reference  was  made  to  the  experiments  on  orifice  28,  because  the 
experiments  on  this  orifice  appeared  to  be  more  consistent  and 
therefore  probably  more  accurate  than  those  on  23A,  23B,  and  29. 
They  were  also  more  numerous  and  had  been  made  with  three 
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separate  pieces  of  apparatus^  so  that  the  average  results  were  less 
likely  to  be  subject  to  sj^stematic  errors  due  to  peculiarities  of 
the  apparatus  or  errors  in  calibration. 

We  proceeded  as  follows.  With  the  values  of  P^/P  already 
adopted  for  hydrogen  and  carbon  dioxide  as  suited,  to  the  experi- 
ments on  orifice  31  A,  computations  were  undertaken  by  equations 
(74)  to  (77)  and  values  of  C  and  M  were  determined  as  as  to  give 
«as  satisfactory  an  agreement  as  possible  between  the  observations 
on  hydrogen  and  carbon  dioxide  and  the  computed  empires  i?  «/  (r). 
These  values  were 

C'=O.OI2  M=o.24 

and  the  agreement  between  the  computed  curves  and  the  observed 
points  is  to  be  seen  by  examining  plate  3. 

The  values  of  C  and  M  having  thus  been  determined  without 
any  attention  to  the  observations  on  methane  and  argon,  the  com- 
putations were  next  made  for  the  latter  two  gases  with  these  same 
values  of  C  and  M  and  with  such  values  of  jS'/jS  for  methane  and 
argon  as  to  make  the  computed  curves  of  R  — /  (r)  fit  the  observa- 
tions as  well  as  possible.  The  values  finally  adopted  for  all  four 
gases  were  as  follows: 

Gas  if,  CH^        CO^  Ar 

/57/3-=i.50        0-75        0.40        1.04 
and  these  were  used  without  further  change  in  all  the  remaining 
computations.    They  differ  considerably  from  the  tentative  values 
given  in  Table  6  but  not  by  more  than  the  uncertainties  of  those 
values. 

The  ctuves  for  methane  and  argon,  computed  with  the  foregoing 
values  of  P^/fi,  but  with  the  values  of  C  and  M  determined  by 
reference  only  to  hydrogen  and  carbon  dioxide,  agree  excellently 
with  the  observed  points,  the  fit  being  on  the  whole  decidedly 
better  than  for  carbon  dioxide  and  very  much  better  than  for 
hydrogen. 

22.  RESULTS  OF  APPLYING  THE  THEORY  TO  ORIFICES  N08. 

29  AND  23A 

The  result  so  far  is  to  show  that  if  the  values  given  above  for 
fi^/P  are  adopted,  the  theory  embodied  in  equations  (74)  to  (77) 
is  capable  of  representing  the  observed  facts  for  orifices  31 A  and 
28,  nearly  or  quite  within  the  limits  of  the  experimental  errors,  ex- 
cept at  the  largest  values  of  r,  where  the  values  of  (/?-i)  can  no 
longer  be  regarded  as  small  corrections,  as  demanded  by  the  theory. 
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Satisfactory  values  of  p^lfi  having  thus  been  obtained,  the  theory 
was  applied  to  the  observations  on  the  other  orifices,  without 
further  attempt  to  improve  the  values  of  P'/p.  The  work  con- 
sisted merely  in  finding  by  trial  for  each  orifice,  a  suitable  pair 
of  values  for  the  orifice  constants  C  and  M. 

Orifice  29. — ^The  trial  computations  were  all  made  with  ref^- 
ence  to  hydrogen  and  carbon  dioxide,  no  attention  being  paid  to 
the  observations  on  methane  and  argon.  The  values  adopted 
were 

C— 0.013  Af— 0.12 

These  were  then  used  in  computing  the  curves  for  methane  and 
argon.  The  curves,  together  with  the  separate  observed  points, 
are  shown  on  plate  4.  As  was  found  to  be  the  case  with  orifice 
28,  the  theory  seems  to  fit  the  observations  on  methane  and  argon 
somewhat  better  than  those  on  carbon  dioxide  and  much  better 
than  it  fits  the  observations  on  hydrogen. 

Orifice  23 A. — ^As  before,  the  trial  computations  were  all  xnade 
with  reference  to  hydrogen  and  carbon  dioxide.  One  of  the  three 
series  for  carbon  dioxide  differed  considerably  from  the  other 
two  and  it  was  disregarded.  This  series  had  been  ignored  in 
our  earlier  comptftations  as  if  under  suspicion,  but  we  have  no 
note  as  to  why  this  was  done.  The  valnes  found  for  the  orifice 
coastaiits  were 

C— o.oi  Af— 0.19 

and  these  values,  determined  by  reference  to  hydrogen  and  carbon 
dioxide,  were  used  in  the  computations  for  methane  and  argon. 
The  computed  curves  and  the  observed  points  are  shown  on 
plate  5. 

In  all  the  computations  for  orifices  31,  28,  and  29  the  values 
used  for  r  were  means  found  from  all  the  air  runs  on  each  orifice 
as  described  in  section  14.  But  during  the  experiments  on  orifice 
23 A,  some  change  in  the  orifice  occurred  about  April,  1916,  after 
all  the  experiments  except  those  on  argon  had  been  completed. 
This  change  manifested  itself  by  a  change  in  the  values  of  the 
air  time  r,  which  decreased  a  littie  as  if  the  orifice  had  been 
enlarged  or  a  slight  obstruction  removed  from  it.  We  there- 
fore used  the  means  of  the  earlier  values  of  r  in  the  computations 
on  hydrogen,  methane,  and  carbon  dioxide,  but  for  argon  we 
used  the  values  of  r  obtained  from  the  argon  series  only. 
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A  change  in  the  air  time  means  a  change  in  the  orifice,  and 
after  this  change  the  orifice  might  be  escpected  to  behave  as  a 
different  orifice  vdtix  other  values  of  C  and  M.  In  this  instance, 
however,  the  change  was  slight  and  no  attempt  was  made  to 
determine  a  separate  pair  of  values  for  the  observations  on  argon. 
A  more  striking  example  of  such  a  change  occuxed  with  orifice 
23B,  which  was  merely  23A  turned  the  other  side  up  so  that  the 
direction  of  flow  through  the  orifice  was  reversed. 

23.  BEHAVIOR  OF  ORIFICE  NO.  23B 

A  study  of  the  air  times  for  orifice  23B  [showed  that  during  the 
period  of  the  experiments,  January  26  to  May  24,  1916,  this  orifice 
underwent  three  changes — ^two  rather  small,  but  the  third  quite 
marked.  The  orifice  was  therefore  treated  as  four  separate 
orifices  with  different  constants,  the  computations  being  carried 
out  with  values  of  r  obtained  from  f oiu-  separate  mean  curves  of 

I.  Before  February  27,  1916,  two  series  were  run  with  hydro- 
gen, one  with  methane,  and  one  with  carbon  dioxide.  The  results 
for  hydrogen  and  carbon  dioxide  are  not  consistent;  that  is,  no 
values  of  C  and  M  can  be  found  which  will  make  the  theory 
agree  well  with  the  observations.  On  the  other  hand,  by  usixy; 
the  observations  on  hydrogen  and  methane  a  good  agreement  can 
be  had  by  adopting  the  values 

C  -  0.0087  M  =  0.05 

The  obaervations  for  carbon  dioxide  are  then  very  far  from  the 
carbon-dioxide  curve  found  from  these  constants,  and  they  show 
a  systematic  divergence  from  the  shape  of  the  curve,  which  we 
suspect  to  be  due  to  the  formation  of  a  v^ia  contracta.   . 

The  computed  curves  and  the  observed  points  are  shown  on 
plate  6. 

The  first  change  in  the  orifice  occurred  between  the  foregoing 
and  the  next-mentioned  experiments. 

II.  On  May  3  and  4  two  series  were  run  with  argon.  The  best 
values  for  representing  these  series  are  about 

C  —  0.0079  M  =  0.07 

and  the  resulting  fit  is  only  fair  as  may  be  seen  from  plate  7. 
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Between  these  and  the  next  series  a  second  change  occurred, 
and 

III.  On  May  17  one  series  was  run  with  hydipgen.  The 
constants 

C  -  0.0079  M  —0.03 

give  a  computed  curve  which  fits  the  observed  points  better 
than  could  have  been  expected.  The  curve  and  the  points  are 
shown  on  plate  7. 

Between  May  17  and  May  24  a  third  and  larger  change  occurred, 
and 

IV.  On  May  24  one  series  was  run  with  carbon  dioxide.  If 
the  constants' 

C  -  0.075  M  -  0.07 

are  used,  the  agreement  of  the  computed  curve  with  the  observed 
points  is  excellent.  The  curve  and  observed  points  are  shown  on 
plate  7  along  with  those  for  cases  II  and  III. 

24.  REMARKS  ON  ORIHCBS  NOS.  23A  AND  23B,  I,  H,  m, 

AND  IV 

A  study  of  the  behavior  of  orifice  23  is  instructive  in  throwing 
light  on  soxne  of  the  diffictdties  and  sources  of  error  in  the  effusion 
method  of  determining  gas  densiti<=s,  and  also  in  giving  a  prob- 
able qualitative  interpretation  of  some  of  the  divergences  be- 
tween theory  and  observation. 

In  the  first  place,  examination  under  the  microscope  showed 
that  this  orifice  was  rather  rough  and  irr^:ular  on  both  sides,  and 
it  appeared  to  have  a  burr  on  one  side.  In  the  second  place,  diffi- 
culties were  encountered  from  the  start,  especially  with  position 
23B,  in  getting  consistent  and  reproducible  results,  whether  with 
air  or  with  one  of  the  test  gases.  It  seems  highly  probable  that 
these  difficulties  and  irregularities  of  behavior  were  due  to  the 
roughness  of  the  edges  of  the  orifice  which  would  have  a  tendency 
to  catch  and  hold,  for  a  longer  or  shorter  time,  minute  particles 
of  dust  which  might  be  suspended  in  the  gas.  Large  irregulari- 
ties were  observed  on  one  occasion  when  there  was  reason  to  sus- 
pect that  the  gas  had  not  been  thoroughly  dried,  so  that  water 
droplets  might  have  been  formed.  And  although  care  was  taken  ii^ 
have  the  gases  dry  and  dust  free,  there  was  alwajrs  the  chance 
that  mercury  droplets  might  cling  to  the  sides  of  the  orifice.  For 
the  gas  within  the  apparatus  is  presumably  saturated  with  mer- 
cury vapor;  and  although  the  density  of  mercury  vapor  at  rooni 
temperature  is  small,  it  nevertheless  seems  possible  that  the  cod- 
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mg  in  the  jet  may  have  caused  some  condensation.  At  all  events, 
the  indications  are  that  particles  of  some  sort  did  catch  on  the 
edges  of  the  orifice. 

If  the  orifice  were  rougher  on  one  side  than  on  the  other  and  es- 
pecially if  it  had  a  burr  on  one  side,  it  might  be  expected  that  these 
difficulties  would  be  more  pronounced  when  that  was  the  entrance 
side.  Furthermore,  the  presence  of  a  rough  or  burred  entrance 
would  render  the  orifice  more  susceptible  to  mechanical  changes 
than  it  would  otherwise  be.  This  describes  the  behavior  of  23B  as 
compared  with  23A.  The  observations  were  more  irregular,  and 
more  difficulty  was  fotmd  in  getting  reproducible  results  with  23B 
than  with  23 A;  and  while  both  showed  the  effect  of  n[iechanical 
changes,  probably  due  in  some  way  to  handling,  these  changes 
were  mudi  more  pronotmced  for  23B  than  for  23A.  It  looks 
therefore  as  if  on  the  side  B  the  entrance  had  been  rough,  j)OSsibly 
with  a  burr,  while  on  the  side  A  it  had  been  smoother. 

Now  let  us  consider  what  fmther  differences  of  behavior  would 
probably  be  observed  between  two  orifices  of  the  same  diameter 
and  length,  one  of  which  had  a  burred  or  sharp-cornered  entrance 
while  the  entrance  of  the  other  was  smooth  and  well  rounded. 

In  the  first  place,  the  sharp  entrance  might  give  rise  to  the  for- 
mation of  a  vena  contracta.  If  it  did,  the  jet  area  A  would  be  re- 
duced and  the  discharge  coefficient  would  be  less  than  for  the  ori- 
fice with  roimded  entrance.  This  describes  the  behavior  of  23B 
as  compared  with  23A:  The  discharge  coefficient  was  smaller  for 
23B,  that  is,  the  air  times  were  longer  than  for  23A. 

In  the  second  place,  if  the  entrance  is  sharp,  the  high  speed 
jet  is  in  contact  with  the  metal  for  a  much  shorter  distance  than 
if  the  entrance  is  rounded  and  there  is  no  contraction.  Hence, 
sharpness  of  entrance,  while  it  reduces  the  discharge  by  causing 
contraction,  will  tend  to  decrease  the  effect  of  viscosity  but  more 
especially  that  of  heat  transmission.  If  23B  has,  in  fact,  a  sharper 
entrance  than  23A,  we  should  expect  its  values  of  C  and  M  to  be 
lower  than  those  for  23A.    The  values  actually  found  were 

for       23A C'  =  o.  010 M-0.19 

for       23B  (mean) C'«»o.oo8o M-0.054 

which  agrees  with  the  above-mentioned  suppositions. 

It  therefore  appears,  although  it  could  not  have  been  predicted 
with  certainty  from  the  appearance  of  the  orifice  under  the 
microscope,  that  this  orifice  behaved  as  though  it  had  a  rounded 
entrance  when  used  in  the  position  23A  and  a  sharp  or  burred 
entrance  when  used  in  the  position  23B. 
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25.  COHCLUDING  SBMASK8 

In  developing  the  equations  used  for  representing  the  experi- 
mental results,  we  assumed  that  at  any  given  value  of  r  the  mini- 
mtmi  section  of  the  jet  was  the  same  for  air  as  for  the  test  gas,  and 
the  ratio  A' /A  of  the  two  sections  therefore  disappeared  from  the 
equations  for  R. 

This  condition  would  be  satisfied  if  there  were  no  contraction 
at  all,  for  then  A^  and  A  would  be  simply  the  smallest  section  of 
the  orifice.  But  it  would  also  be  satisfied  if  there  were  contraction, 
provided  the  amoimt  of  contraction  were  the  same  for  the  diflferent 
gases  at  any  given  r,  even  though  the  contraction  might  vary 
with  r.  If  the  efflux  could  be  made  d)mamically  similar  during 
the  comparison  of  two  gases,  we  could  ensure  that  the  forms  of  the 
jets  should  be  the  same  and  the  contraction  coefficients  equal; 
but  in  the  sort  of  comparison  made  in  using  Btm^en's  method  the 
conditions  of  dynamical  similarity  are  not  fulfilled. 

An  investigation  of  the  values  of  the  discharge  and  contraction 
coefficients  for  these  small  orifices  would  be  interesting,  and  some 
attempts  in  this  direction  were  made;  but  the  experimental  data 
are  not  sufficient  in  either  number  or  accuracy  to  justify  a  descrip- 
tion of  these  attempts.  All  that  can  be  said  definitely  is  that  the 
variations  of  the  discharge  coefficient  with  the  diameter  of  the 
orifice  are  qualitatively  in  agreement  with  what  is  known  about 
the  flow  of  water  and  air  through  larger  orifices  up  to  4.5  inches 
diameter. 

Upon  considering  the  general  nature  of  the  agreement  of  the 
computed  ciui^es  with  the  observed  points,  it  appears  that  for 
hydrogen  there  is  a  systematic  divergence;  and  it  seems  quite 
possible  that  this  is  due  to  a  difference  in  the  form  of  the  jets  for 
hydrogen  and  air,  a  difference  which  itself  changes  with  r.  For 
at  a  given  value  of  r  jets  of  hydrogen  and  air  are  farther  from  dy- 
namical similarity  than,  for  instance,  jets  of  methane  and  air 
which  have  more  nearly  the  same  density. 

Certain  early  experiments  with  other  somewhat  larger  orifices, 
which  have  not  been  discussed  in  this  paper  because  the  data  were 
too  few,  gave  points  for  carbon  dioxide  which  seemed  to  diverge 
systematically  from  the  computed  cm^es  in  the  same  way  as  the 
carbon-dioxide  points  on  plate  6  diverge  from  the  curve  there 
given,  but  to  a  more  marked  degree.  Whether  these  divergences 
are  really  to  be  attributed  to  contraction  and  changed  form  of  the 
jets  can  not  be  definitely  stated,  but  if  we  were  to  pursue  the 
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research  farther,  this  is  the  direction  in  which  we  should  first 
attempt  to  extend  it. 

It  may  be  noted  that  the  observations  at  r= 0.986  and  0.990 
(pis.  2, 3, 4)  are  a  good  way  off  from  the  curves,  the  observed  value 
of  (R—  i)  being  ntmierically  greater  than  the  computed  value  as 
shown  by  the  position  of  the  curve.  Upon  remembering  that 
to  manage  the  problem  at  all  we  were  obliged  to  treat  the  errors — 
that  is,  the  values  of  (R—  i)  as  small  quantities — it  does  not  appear 
surprising  that  the  approximation  ceases  to  be  satisfactory  when 
(R—  i)  is  so  large  as  it  is  for  these  points,  where  the  pressure 
ratio  r  is  approaching  unity. 

On  the  whole,  it  appears  that  the  theory  as  given  does  represent 
the  major  part  of  the  facts  reasonably  well,  and  that  the  physical 
ideas  on  which  it  was  based  are  probably  sound,  so  far  as  they  go. 

Washington,  May  8,  1919. 
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METHODS  FOR  COMPUTING  AND  INTERCOMPARING 
RADIATION  DATA 


By  W.  W.  Cobkate 


L  HfT&ODUCTORT  STATBMBNT 

This  paper  gives  a  simple  method  for  computing  spectral  energy 
curves,  using  the  Planck  formula.  In  order  to  facilitate  the  com- 
putations, a  table  of  values  of  log  (e^  — i)  is  given.  Such  data 
do  not  appear  to  have  been  published  heretofore.  By  means  of 
this  table,  a  table  of  logarithms,  and  a  slide  rule,  one  can  compute 
a  comi^ete  spectral  energy  curve  in  an  hour. 

The  paper  gives  also  a  chart  for  intercomparing  the  thermal 
radiation  constants,  with  sim^ar  data  which  may  be  obtained 
indirectly  from  theoretical  considerations,  using  Planck's  universal 
constant,  h,  and  data  obtained  from  ionization-potential,  photo- 
electric, and  X-ray  work.  Of  course  it  is  to  be  understood  that 
whatever  the  true  (theoretical)  value  of  the  constant,  h,  and  the 
spectral  radiation  constant,  Cj,  may  be,  the  value  of  c,,  as  obtained 
from  measurements  on  black-body  radiators  should  be  used  in 
optical  pyrometry  and  radiation  work. 

During  the  past  few  years  the  writer  *  has  made  frequent  use 
of  this  table  in  computing  spectral  ^lergy  data  and  has  fotmd 
it  sufficiently  extensive  for  ordinary  use.  The  chart  is  the  out- 
come of  numerous  intercomparisons '  of  spectral  radiation  data 
with  similar  data  resulting  from  photoelectric  and  other  experi- 
ments, supplemented  by  the  very  complete  computations  and 
tabulations  made  by  Dushman.* 

IL  COMPUTATION  OF  SPECTRAL  RADIATION  DATA 

The  Planck  radiation  formula,  as  usually  written,  is 

£^x  -  CiX  - « (C«*XT  - 1 )  - 1 ( I ) 

The  function,  c"  — i,  does  not  appear  to  have  been  tabulated 
heretofore.     Some    years   ago    a    system    of    computation    was 

1  Bunetjn,  Bureau  of  Standards,  1ft,  p.  471,  19x6. 

*Cobleotz,  Phys.  Rev.,  82,  p.  6x3*  191  x  (On  the  Elementary  Electrical  Charge);  also  Bulletin,  Bureau 
of  Standards,  12,^p.  553, 1916. 
>  Dimthman.  Gen.  Elect.  Rev.,  18,  p.  ix67»  r9i5- 

ie0057— 20  617 
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adopted  whereby  the  value  of  X  was  so  chosen  that  the  exponent 
u^cJXT  resulted  in  a  nmnber  which  is  given  in  expoacBtial 
tables*  of  c".  This,  of  course,  is  possible,  whatever  values  of  c, 
may  be  used.  Hence,  the  present  table  is  of  permanent  value. 
In  view  of  the  imcertainty  of  the  exact  value  of  c„  the  time 
does  not  yet  seem  ripe  for  tabulating  Ex,  for  different  tempera- 
tures (say,  in  steps  of  50°)  and  wave  lengths. 

By  the  system  of  calculation  herein  employed,  spectral  inten^ty 
data  may  be  quickly  computed.  For  this  purpose  the  value  of 
log  Ci  -  5.00000  is  employed,  the  resulting  values  of  Ex  being,  of 
course,  in  arbitrary  imits.    The  Planck  formula  then  becomes 

log  Ex  -log  *-5  logX (2) 

in  which  values  of  log  ib—log  Cj— Ipg  (e"  — i)  are  given  in  the 
fourth  column  of  Table  i. 

As  already  mentioned,  the  iisefiilneas  of  the  method  lies  in 
selecting  the  exponent 

u^cJWr (3) 

so  that  values  of  u  may  be  taken  from  the  table.  The  value 
of  X  usually  comes  out  some  imeven  number,  but  this  is  tmim- 
portant. 

Example. — ^The  following  data  are  given  as  an  illustration  of 
the  computation  •  of  the  isothermal  spectral  energy  curve  for 

T  =  1 596^  ii:,  using  Ca  =  1 4350. 
Here 

u^cjyr^  ?>.<)() 

X 
From  Table  i ,  f or 

tt  =  8.o,  X«  1.123/4; 

logfe  -1.52579 
5  log  X  "  .25190 

log  £:x  =  1.27389 

E  =18.79  atX  =  i.i23M. 

*  Smithtcmian  Hath«Baticftl  Ikblcfl,  HrpetboHc  FimcU(—> 

*  Balktiii.  Buieau  o<  Staadaids,  It,  p.  476*  1916^ 
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TABLB  1 


619 


tt 

«» 

«ogio[^-ll 

logi= 

5-l0g[€"-l] 

0.10 

1. 10  517 

T.  021  932 

5.97  807 

.15 

1. 16  18S 

T.  209  089 

5.79  094 

.20 

1.22  140 

T.  345  177 

5.65  483 

.25 

1.28  403 

1. 453  357 

5.54  668 

.30 

1.34  986 

1.543  894 

5.45  611 

ad$ 

1.41907 

T.  622  286 

5.37  772 

.40 

1.49  183 

1. 691  815 

5.30  819 

.4S 

1.56  831 

1.754  586 

5.24  542 

.M 

1.64  972 

T.  812  067 

5.18  796 

.98 

1.73  325 

1.865  254 

5.13  478 

a<so 

L82  212 

1914  988 

5.08  807 

.«! 

1.91554 

1.961677 

5.03  883 

.»0 

Z01375 

0.005  926 

4.99  407 

.M 

^  11  700 

.048  088 

4.95  198 

.M 

2.22584 

.088  317 

4.91  169 

a» 

2.33  968 

.126  971 

4.87  308 

.M 

^45980 

.164  284 

4.83  877 

.OS 

Z58  571 

.200  221 

4.79  978 

LM 

2.71828 

.235  099 

4.76  491 

.Oi 

2.85788 

.268964 

4.73  104 

Lt» 

3.00  417 

.301988 

4.69  808 

.w 

3.15  819 

.334  089 

4.66  891 

.30 

3.32  012 

.365  509 

4.63  449 

.M 

3.49  084 

.396257 

4.60  374 

.10 

3.66  930 

.426  397 

4.57  361 

LdS 

3.85  748 

.455  978 

4.54  403 

.40 

4.05  520 

.485  089 

4.51497 

.^ 

4. 26  312 

.513  683 

4.48  687 

.80 

4  48  180 

.541789  ' 

4.45  888 

.88 

4  71  147 

.569546 

4.43  046 

L80 

4.95  303 

.596  919  ' 

4.40  308 

.88 

5.20  698 

.623970 

4.37  608 

.90 

5.47  395 

.650  691 

4.34  981 

.98 

5.75  460 

.677  114 

4.32  289 

.80 

6.04  965 

.703  281 

4.29  674 
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TABLE  l^Conti&ited 


IV«Lis 


tt 

«■ 

log|o[e--l] 

logib- 

5-log[€--ll 

1.9$ 

0.23  309 

.718  825 

4.28  118 

.85 

0.35  982 

.728  150 

4.27  185 

.00 

0.08  509 

.754  798 

4.24  521 

.91 

0.88  951 

.770  079 
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20a  337 

2.299  588 
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.50 
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2.822  261 
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180  &04 
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3.908  596 
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9.50 

133  59.7 

4.125  770 

.87  423 

lao 
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4.342  926 

.65  7i7 

11.0 

598  74.1 

4.777  232 

.22  277 
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162  755. 

5.211532 

T.  78  847 

ia.0 

442  413. 

1645  828 

T.  35  417 

14.0 

1202  604. 

6.080  123 

T.91  988 

It  is  of  course  to  be  understood  that  after  computing  these 
data  they  must  be  multiplied  by  a  factor  to  superpose  them 
upon  the -observed  spectral  energy  curve.  This,  as  well  as  the 
determination  of  the  different  values  of  u,  is  easily  accomplished 
with  a  slide  rule. 

m.  OfTSaCOMPARISOlf  OF  RADUTIOlf  AND  OTHER  DATA 

Prom  Planck's  radiation  theory  we  have  the  following  relations: 

c^^'C  h  *-'«4.965i  Xm  T (4) 

ac     I2y  X  1.0823  k^  ,  V 

"4"  c»A»  ^^^ 

^-t^k- •■ ») 

»-i « 
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In  these  equations  h  is  Plandc's  unrversal  constant  or  constant 
of  action;  h  is  the  Boltzmann  gas  constant,  k  — 1.372  x  lo"*'  erg. 
deg"*;  c  is  the  velocity  of  light,  c  =  2.9986X10**  cm.  sec."*;  F 
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is  the  Faraday  constant,  F- 96500  coulombs;  R  is  the  absolute 
gas  constant,  22  =  831.5  erg.  deg"*;  and  e  is  the  imit  electric 
charge,  e -4.774X10-*®  e.  s.  u.     From  equation  (7)  it  may  be 
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noticed  that  a  change  in  the  value  of  e  afiFects  the  value  of  c, 
directly,  while  the  value  of  c  is  affected  by  e^. 

The  data  computed  from  the  above-mentioned  constants  and 
formula  are  illustrated  in  Fig.  i,  from  which  it  is  an  easy  matter 
to  compare  experimental  data.  For  example,  the  writer's  •  value 
of  the  coefficient  of  total  radiation  is €r « (5.72  ±0.012)  x  lo""  watt, 
cm~'.  deg^.  This  indicates  a  value  of  c^^i^  320  micron  de- 
grees and  a  value  of  A  =  6.55Xio"»  erg  sec.  The  value  of  h, 
determined  by  Blake  and  Dwane  ^  by  X  rays,  is  A  «=  6.555  X  ^^'^ 
erg  sec;  or  an  indicated  value  of  Ca«i4  330  micron  degrees, 
which  is  close  to  experimental  determinations  of  this  constant. 

Using  the  early  determinations  of  c,  and  a  by  Ltunmer  and 
Pringsheim,  and  by  Kurlbatmi,  and  the  above-mentioned  rela- 
tions in  his  radiation  theory,  Planck  •  deduced  a  value  of  c=» 
4.69X10"*®  e.  s.  u.  for  the  elementary  charge  of  an  electron. 
He  calls  attention  to. the  fact  that  the  value  of  this  constant 
will  depend  upon  the  accuracy  of  the  experimental  determina- 
tion of  the  constants  of  radiation,  which  in  the  meantime  have 
been  foimd  quite  difiFerent  from  the  values  used  by  him. 

In  the  meantime  the  unit  electric  charge  has  been  determined 
with  high  precision  by  Millikan,*  and  recent  writers  have  been 
computing  the  radiation  and  other  constants,  using  the  value  of 
e  =  4. 774X10"**^  e.  s.  u.  As  shown  by  the  dotted,  Cj,  cr— curve 
in  Fig.  I,  a  change  of  about  o.i  per  cent  in  e  (using  6  =  4.777 
as  found  in  earlier  experiments — 191 2)  has  an  appreciable  efiFect 
upon,  and  happens  to  bring  a  closer  agreement  between,  the 
writer's  values  of  c,  and  a;  though  no  particular  significance  is 
to  be  attached  to  this  fact. 

In  view  of  the  fact  that  several  writers  "  have  expressed  the 
opinion  that  the  radiation  constants  c,  and  a  could  be  derived 
more  accurately  from  determinations  of  h  by  photoelectric  and 
other  data,  it  is  important  to  emphasize  that  whatever  the  theo- 
retical value  of  C3  may  be,  the  value  of  c,  as  determined  on  the 
best  black  bodies  that  can  be  constructed,  using  accepted  experi- 
mental methods,  is  the  one  to  be  used  in  optical  pyrometry  and 
radiation  work. 

*  Proc.  Nat.  Acad.  Sci.,  ft,  p.  504,  19x7. 

'  Blake  and  Duane,  Phsrs.  Rev.  (a),  10,  p.  634.  Z9Z7* 

*  Plan^,  Voriesangen  U  Warmestrahltmg,  p.  163;  1906. 

*  Minikan.  Proc..  Nat.  Acad.  Sd.,  ft,  p.  ssz;  19x7. 

**  MUUkan,  Phys.  Rev.,  (3)  7,  p.  378;  1916.    Delliagcr,  Bulletm.  Bureau  of  Standards,  It,  p.  543;  19x6. 
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From  a  recent  recalculatioii  and  intercomparison  by  Biige" 
of  the  data  on  c,,  c,  and  h,  as  determined  by  radiometric,  photo- 
dectriCi  X  rays,  and  ionization  potential  measmements,  it  appears 
that  the  value  of  h,  computed  from  radiometric  data,  compares 
favorably  with  that  obtained  by  m<ne  direct  measurement  Tbe 
outstanding  disagreement  between  all  the  observed  and  computed 
data  appears  to  be  of  the  order  of  2  to  3  parts  in  1000,  whatever 
the  method  of  experimentation.  This  is  a  very  dose  agreement, 
considering  the  variety  of  the  data  and  the  difldculties  invdved 
in  making  the  experiments.  It  seems  to  indicate  something  more 
than  a  fortuitous  relation  between  properties  of  matter. 

IV.  SUMMARY 

In  this  paper  a  simple  method  is  given  for  computing  spectral- 
energy  curves,  using  the  Planck  formula.  For  this  purpose  a 
table  of  values  of  log  (c"  - 1)  is  given. 

The  paper  gives  also  a  chart  for  the  intercomparison  of  thermal 
radiation  constants  with  similar  data,  obtained  indirectly  from 
ionization  potential,  photoelectric,  and  X-ray  measurements. 

Washington,  August  6,  191 9. 

'>  Birge.  PhyB.  Rcr.,  (a)  14,  p.  361;  xpa^ 
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Fig.  4. — Photograph  0/  the  Du  Bois  electromagnet,  showing  specimen  and  test  coils 

in  place 
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I.  INTRODUCTORY 

The  usual  types  of  permeameter,  for  the  measurement  of  the 
magnetic  properties  of  iron  and  steel  bars,  do  not  permit  the 
magnetizing  force  to  be  carried  to  very  high  values.  The  Bur- 
rows permeameter,*  for  example,  is  limited  to  H=30o  gausses. 
Frequently  in  the  testing  of  the  magnetic  properties  of  fairly 
long  straight  rods,  it  is  desirable  to  carry  the  magnetizing  force 
considerably  higher  in  order  to  determine  the  saturation  intensity 
of  magnetization.  The  majority  of  methods  for  doing  this  (vide 
infra)  necessitate  the  use  of  very  small  specimens  and,  therefore, 
preclude  the  possibility  of  comparing  results  for  low  fields  with 
similar  results  obtained  with  a  standard  permeameter.  The 
solenoid  method  is  not  entirely  satisfactory  on  account  of  the 
demagnetizing  factor  of  the  specimen. 

In  view  of  these  facts,  a  method  stiitable  for  magnetic  meastn^- 

ments  of  long  straight  bars  of  iron  or  steel  in  intense  fields  has 

been  developed. 

n.  HISTORICAL 

Early  experiments  to  ascertain  the  intensity  of  magnetization 
due  to  high  magnetizing  forces  were  made  principally  upon 
specimens  either  in  the  form  of  rings  or  toroids '  or  with  a  long 

I  Scientific  Pttper.  No.  1x7.  Burcau  of  Standards.        *  Rowland,  FUL,  Mag.,  4M  iSrs;  48»  1874- 

ifiooGO*-ao  635 
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rod  in  a  solenoid.'    The  results  obtained  by  these  early  e]q)en- 
menters  have  since  been  found  not  to  be  very  accurate. 

In  1887  Swing  and  Low  *  developed  the  well-known  '* isthmus 
method "  for  testing  the  permeability  of  fenomagnetic  matprials 
tmder  the  influence  of  intense  fields.  A  strong  electromagnet 
was  used  because  in  the  air  space  between  the  pole  pieces  there 
can  be  produced  more  easily  a  magnetic  field  of  much  greater 
intensity  than  in  a  magnetizing  coil  where  the  field  is  due  to  the 
direct  action  of  the  electric  current.  The  specimen  was  in  tfae 
form  of  a  bobbin  or  isthmus  and  placed  between  the  conical 
pole  pieces  of  the  electromagnet  (Fig.  i).  The  magnetic  induc- 
tion in  the  isthmus  was  measured  by  means  of  a  small  test  coil 
wound  around  it  and  connected  in  series  with  a  ballistic  gal- 
vanometer. Upon  sud- 
denly rotating  the  speci- 
men through  180^  aboutan 
axis  at  light  angles  to  the 
direction  of  the  magnetic 
flux,  the  throw  of  the  bal- 
listic galvanometer  (pre- 
viously calibrated),  indi- 
cated the  induction  in  the 
specimen.  To  permit  the 
rotation,  the  tips  of  the  pole  pieces  were  bored  through  trans- 
versely by  a  circular  hole  abed. 

To  determine  the  value  of  the  magnetizing  force  (H) ,  a  second 
coil  surrounding  the  first  was  used.  The  difference  in  magnitude 
of  the  throws  of  the  galvanometer  caused  by  the  two  coils  req>ec- 
tively  is  proportional  to  the  flux  through  the  air  space  between 
the  two  coils,  and  can  be  easily  calculated  when  the  difference  in 
the  area  turns  of  the  coils  is  known.  When  there  is  a  uniform 
magnetic  field  between  the  pole  pieces,  the  magnetic  flux  through 
the  space  iaduded  by  the  two  coils  is  probably  only  a  very 
little  greater  than  the  mean  force  within  the  metal  itself,  hence 
may  be  taken  as  a  measure  of  the  latter. 

Du  Bois*  employed  an  optical  method  for  determining  the 
iatensity  of  magnetization  of  iron  in  strong  fields,  having  first 
examined  the  material  in  the  weaker  fields  of  a  solenoid.  Similar 
experiments  were  also  carried  out  by  Roessler.* 

•Wd>er:  1884. 

*  Bwiag.  Magnetic  Inductioa  in  Inn  Mid  Other  Met«Ja»  pf>.  X36n58. 

*  Du  Bolt,  PbiL  Hag.,  M.  p.  ass,  X890. 

'  •  Rocadcr.  Elektmtecfa.  Zdt..  14. 1893. 


FXO.  i.—IllHsiraHngth4" isthmus"  as  us$d  by 
Ewing  and  Low 
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Du  Bois  and  Jones  ^  tested  spedmens  between  the  conical  pole 
pieces  of  an  electromagnet  of  the  Du  Bois  type.  They  measured 
baUistically  the  change  in  induction  upon  suddenly  withdrawing 
the  specimen,  which  formed  a  part  of  the  isthmus,  through  a 
hole  in  one  of  the  pole  pieces. 

Weiss'  employed  small  ellipsoids  of  revolution  and  placed 
them  symmetrically  between  the  flat  pole  pieces  of  an  electro- 
miagnet  of  great  power.  The  ellipsoid  was  suddenly  extracted 
from  the  field  through  a  hole  in  the 
axis  of  one  of  the  pole  pieces  while  the 
change  in  flux  was  measured  by  a  test 
coil  outside  the  iron. 

B.  O.  Peirce*  studied  the  magnetic 
properties,  particularly  the  reluctivity 
and  permeability,  of  some  specimens 
of  very  pure  Norway  iron.  He  used 
the  isthmus  method,  having  for  his 
apx)aratus  a  massive  yoke  weighing 
about  300  kg,  excited  by  a  current 
through  a  coil  of  2956  turns  wound  on 
spools,  as  shown  in  Figure  2.  The  speci- 
mens were  of  two  forms.  Thefirstwas 
a  cy^der  about  1.27  cm  in  diameter 
and  about  15  cm  long.  Its  ends  were 
tapered  to  fit  snugly  into  sockets  in  the 
conical  ends  of  the  pole  pieces.  The 
other  form  was  much  shorter,  the  exposed  portion  being  constricted 
to  a  smaller  diameter  than  the  remainder  of  the  specimen. 

Instead  of  reversing  the  specimen  in  the  magnetic  field,  as  did 
Ewing  and  Low,  Peirce  reversed  the  magnetic  field  by  reversing 
the  current  through  the  windings  of  the  electromagnet.  He 
foimd  that  this  worked  satisfactorily,  provided  he  used  a  ballistic 
galvanometer  whose  period  was  appreciably  greater  than  the  time 
lag  of  the  electromagnet.  He  employed  the  same  method  as 
Ewing  and  Low  for  detemmiing  B  and  if,  the  latter  being  meas- 
ured by  connecting  two  coils  in  opposition,  so  that  the  throw  of 
the  galvanometer  was  proportional  to  the  flux  in  the  annular 
space  between  them. 

*  Dn  Bois  and  Jooes,  Elekt.  Zdt,,  17,  p.  543;  1896.    Blectiidan,  87,  p.  595;  X896. 

*  P.  Weifls.  Oomptes  Reidtis,  145,  p.  1x55;  1907. 

*  B.  O.  Fdiee,  Am.  Acad.  Afts  and  Sd.,  Pxoc.,  44,  p.  354;  X909.    Am.  Jour,  of  ScL,  t7,  p.  afs,  1909;  t8. 


Flo.  2. — Showing  the  form  of  the 
yoke  of  B,  O.  Peirce 
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In  some  of  his  subsequent  expeiinients  Peiroe  ^^  used  a  large 
magnetizing  solenoid  to  supplement  Us  observations  with  the 
modified  isthmus  method. 

GumHch  "  emidoyed  the  isthmus  method  for  determimng  the 
intensity  of  magnetization  of  some  very  carefully  prepared  speci- 
mens of  iron.  He  used  an  electromagnet  of  the  Du  Boistypeand 
suddenly  reversed  the  isthmus  (specimens  28  mm  long  and  3  mm 
diameter),  according  to  the  method  of  Ewing  and  Low.  Later, 
Gumlich^'  used  a  special  yoke  which  proved  satisfactory. 

Hadfield  and  Hopkinson/'  in  a  very  extensive  investigation  of 
the  magnetic  properties  of  iron  alloys,  used  a  modified  isthmus 

method  somewhat  after  the  man- 
ner of  Peirce,  but  used  very  much 
smaller  specimens. 

Further  developments  were 
made  by  Campbell  and  Dye/^  the 
form  of  whose  electromagnet  is 
shown  in  Pig.  3.  The  spedmens 
tested  were  either  in  the  form  of  a 
rod  7  cm  long  and  0.5  cm  in  diam- 
eter, or  an  equivalent  bundle  of 
strips  or  wires.  The  specimen 
was  fitted  into  thick,  soft  iron  disks 
E  and  F,  which  formed  the  pole 
pieces.  These  disks  did  not  touch 
the  magnet  poles  but  were  sepa- 
rated from  them  by  a  small  air  gap.  In  the  middle  portion  of 
the  test  specimen  was  a  coil  of  40  turns  of  wire  used  for  measur- 
ing B,  and  three  outer  successively  larger  coaxial  coils  of  400 
turns  each  used  differentially  to  determine  H.  By  tising  alter- 
nately one  set  of  coils  and  then  the  other,  the  uxiiformity  of  the 
field  between  the  poles  of  the  electromagnet  could  be  tested. 

in.  APPARATUS 

The  apparatus  used  in  the  present  investigation  consists  essen- 
tially of  an  electromagnet  of  the  Du  Bois  tjq^e  (Fig.  4)  with  flat 
pole  pieces,  separated  by  an  air  gap  of  approximately  2  cm  and 
pierced  coaxially  so  that  a  rod  6  mm  in  diameter  and  several 

I*  B.  O.  Pdrce,  Am.  Acad.  Arti  tod  Sd.,  Proc.  49*  i>.  117;  1913. 

u  B.  Gumlich,  Elckt.  Zdt.,  tO,  pp.  zo65'xo67;  1909. 

**  B.  Gumlicfa,  Aichiv.  fflr  Blektr.,  8,  p.  461;  X9i3~x9M* 

>*  Hadfield  tnd  Hopkiium*  InsL  ol  Elec.  ]^.  Jour.,  M.  p.  mssi  s9SS- 

MOunpbcIl  and  Dye  IniL  of  Bkc.  Bng.  Jour..  M,  p.  35;  1915. 


Fio.  3. — tllusiraHng  iheform  of  the  elec- 
tromagfut  used  by  Campbell  and  Dye 
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centiiiieters  long  can  be  extended  through  them  and  the  elecrtro- 
magnet  Surromiding  the  specimen  are  three  coaxial  coils  wound 
on  brass  forms  each  i  cm  long  and  having  external  diameters  of 
7  mm,  10.5  mm,  and  13.2  mm,  respectively.  Each  coil  has  100 
turns  of  No.  40  (B.  &  S.  gage)  enameled  copper  wire.  To  insure 
insulation  from  the  brass  form,  the  latter  was  first  wrapped  with' 
a  thin  sheet  of  paper,  and  to  secure  a  moisture-free  coating  of 
insulating  material,  the  whole  coil  after  winding  was  well  shel- 
lacked and  baked  in  an  oven  at  100^  C  for  several  hours.  To 
measure  the  number  of  area  turns  of  the  coils,  they  were  placed 
in  the  center  of  a  solenoid  and  the  throw  of  a  ballistic  galvano- 
meter upon  reversing  a  known  magnetizing  force  inside  the  solenoid 
was  compared  with  the  throw  observed  when,  the  current  was 
reversed  through  the  primary  coil  of  a  known  mutual  inductance. 
Fig.  5  is  a  diagram  of  the  circuits  and  connections.  A  Leeds 
and  Northrup,  type  R,  ballistic  galvanometer,  calibrated  with  the 
aid  of  a  mutual  inductance,  is  used.  There  are  employed  three 
sensitivities  of  the  galvanometer,  regtdated.  by  the  parallel  resist- 
ance Rp  and  the  series  resistances  R\i  and  R'h^  for  low  values  of 
H,  as  measured  by  inner  and  outer  annuluses,  respectively,  R^i 
and  Rht  for  high  values  of  if,  and  R^  for  B,  making  necessary 
five  secondary  circuits  in  series  with  the  galvanometer.  R^  is 
adjusted  so  that  a  reversal  of  10  000  lines  of  induction  per  square 
centimeter  gives  a  throw  of  10  cm  of  the  galvanometer;  R^i  and 
R^  so  that  a  reversal  of  a  magnetizing  force  of  1000  gausses  gives 
a  deflection  of  10  cm;  and  R^i  and  R^i  so  that  a  reversal  of  200 
gausses  gives  a  throw  of  10  cm.  In  the  latter  case  it  is  also  nec- 
essary to  increase  the  magnitude  of  Rp. 

IV.  EXPERIMENTAL  METHOD 
1.  NORMAL  INDUCTION 

To  determine  the  value  of  the  magnetic  induction  B,  the  inner 
coil  is  connected  in  series  with  the  ballistic  galvanometer.  Upon 
suddenly  reversing  the  current  in  the  windings  of  the  electromag- 
net the  throw  of  the  ballistic  galvanometer  is  proportional  to  the 
induction  in  the  specimen.  To  meastire  the  magnetizing  force  H, 
the  inner  and  middle  coils  are  connected  differentially,  so  that  the 
throw  of  the  galvanometer  is  proportional  to  the  flux  in  the 
annular  space  between  the  coils.  To  check  the  imiformity  of  the 
field,  the  middle  and  outer  coilis  are  connected  in  a  similar  manner 
and  the  throw  again  observed.     Observations  obtained  by  the 
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two  sets  of  coils  seldom  differ  by  more  than  2  per  cent  and  ia 
most  cases  check  much  more  closely. 

By  measuring  B  for  successively  increasing  values  oi  H^  normal 
induction  curves  can  be  obtained. 


Fig.  s-— Diagram  of  elsdrical  drcuiis  and  ammciUnu 
2.  HTSTERBSIS  VALUES 

The  part  of  the  whole  experiment  which  requires  the  greatest 
care  and  3rields  the  least  acou^te  results  has  to  do  with  the 
measurement  of  the  hysteresis  constants,  residual  inducticm  (Br) 
and  the  coercive  force  (He). 
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Consider  the  h3rsteresis  loop  (Fig.  6)  and  suppose  the  induction 
is  at  the  tip  Bm  ior  a  given  maximum  magnetizing  force  i/n.  By 
reversing  the  current  in  the  windings  of  the  electromagnet,  JS 
changes  from  Bm  to  — B^  and  H  changes  from  i/ato  — /fm. 
Now,  if  instead  of  reversing  the  current,  the  circuit  is  suddenly 
broken,  H  is  reduced  to  zero  and  B  changes  from  Bn  to  Br 
which  can  be  located  on  the  curve.     In  practice,  however,  the 


Fig.  6,^^haracteristic  hysteresis  loop 

point  Bt  is  not  quite  reached  on  accotmt  of  the  small  residual 
field  in  the  electromagnet  — but,  rather,  some  point  A .  This  point, 
however,  does  not  differ  very  greatly  from  the  true  value  of  the 
residual  induction,  particularly  in  the  case  of  hard  materials,  since 
the  curve  is  quite  flat  in  this  region. 

To  determine  the  coercive  force,  the  galvanometer  is  connected 
in  series  with  the  B  coil.  Resistance  (Re)  is  added  to  the  primary 
circuit  simultaneously  upon  reversal  of  the  current,  so  that  instead 
of  passing  from  £m  to  -Bn  the  induction  changes  from  Bm  to 
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zero,  and  the  magnetizmg  force  from  a  large  value  Hn  to  a  small 
negative  value  Ho.  Now,  on  suddenly  breaking  the  dxtcuit,  H 
changes  from  Ho  to  zero,  from  which  the  coeicive  force  may  be 
found,  although  it  is  difficult  to  determine  very  accurately  owing 
to  the  small  order  of  magnitude  of  the  throw  of  the  galvanometer, 
which  is  hardly  sensitive  enough  for  such  small  values  as  occur  in 
the  case  of  soft  material.  The  galvanometer  throw  is  increased 
considerably  by  connecting  the  inner  and  outer  coils  together  in 
opposition  (thus  increasing  the  ntmiber  of  area  turns  in  the  annu- 
lus)  by  reducing  R^  and  by  increasing  Rp.    Even  then  the  values  of 
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7. — Showing  tkt  agrmment  cf  normal  induction  data  for  drill  rod  as  obtained  vilk 
regular  pole  pieces  and  with  auxiliary  pole  pieces 

Ho  for  soft  materials  do  not  appear  to  be  reliable.    An  investiga- 
tion of  this  feature  is  being  continued. 

V.  EXPERIMENTAL  RESULTS 
1.  HORMAL  IHDUCnOlI 

It  will  be  recalled  that  Campbell  and  Dye  "  used  a  short  rod, 
placed  in  auxiliary  pole  pieces  of  the  electromagnet.  To  com- 
pare the  results  obtained  by  their  method  with  those  obtained 
by  the  present  method,  two  auxiliary  pole  pieces  were  prepared 
and  introduced  as  in  Fig.  3.    After  testing  a  specimen  of  drill 
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rod,  6  cm  long,  the  auxiliary  pole  pieces  were  removed  and  the 
air  gap  of  the  electromagnet  adjusted  so  that  2  cm  of  each  end 
of  the  specimen  projected  into  the  r^^ular  pole  pieces.  The 
normal  induction  curve  was  again  observed.  No  difference 
could  be  f otmd  in  the  case  of  the  two  sets  of  observations  as 
illustrated  in  Fig.  7. 

A  series  of  tests  were  made  upon  12  rods  6  mm  in  diameter 
ftnd  35  cm  long.    Pour  of  these,  Nos.  293-296,  were  of  Norway 


0  S9  H^  fI9  zoo  iS9 

Flo.  8.— ATofma/  indudion  curotfor  Norway  iron 

iron,  four  (297-300)  were  of  Bessemer  steel,  while  four  (301-304) 
were  of  tool  sted. 

To  check  the  accuracy  of  the  results,  these  specimens  were 
tested  both  in  the  Burrows  permeameter  and  in  the  apparatus 
herein  described.  Figs,  8,  9,  and  10  show  typical  B-H  curves 
obtained  in  this  maimer.  An  inspection  of  these  curves  reveals 
the  unusually  good  agreement  between  the  results  obtained  by 
the  two  types  of  apparatus.  It  is  assumed,  therefore,  that  the 
higher  values  of  the.induction,  which  can  not  be  measured  in  the 
Burrows  apparatus,  are  correct. 

Fig.  II  shows  the  etudes  for  normal  induction  and  permea- 
bility for  a  specimen  of  unusually  hard  magnet  steel  known  as 
"  K  S  "  magnet  steel  and  prepared  by  Prof.  Honda. 
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2.  RSLUCTIVITT  AMD  mTHBHKlY  OF  MAQBBXIZATlOir 
The  reluctivity  (p)  is  defined  by  the  leiatiQiisbip 

H    I 

The  magnetic  induction  (B)  increases  indefinitely  as  the  mag- 
netizing force  (H)  is  increased,  but  it  is  fotmd  that  if  /f  be  sub- 
tracted from  the  value  of  B,  B-H  reaches  a  finite  saturation 
value  in  intense  fields.  B~H  may  be  considered  as  the  induction 
carried  by  the  molecules  of  the  iron  after  allowance  is  made  for 
B 


S0  lit  iS0  MH  U9 

Fio.  9. — Normal  induction  curvt/or  B$ssmnef  sUel 

the  flux  in  the  space  occupied  by  the  material  but  independent  of 
it.     Replacing  B  by  J3-/f , 

H 
^^'^B=B 

and  is  called  the  "metallic  reluctivity."  Kennelly  *•  has  shown 
that  po  plotted  against  H  as  the  independent  variable  gives  a 
straight  line  (except  near  the  origin)  whose  equation  may  be 
written  as 

Po'^a+bH 
From  the  usual  equation 

5 -if +4x7 

\  A.  I.  B.  Bm  Pioc,  8,  p.  4fts;  zSgz. 
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the  intensity  of  magnetization  may  be  imtten 

and  can  be  easily  calculated  for  successively  higher  values  of  H. 
The  reciprocal  of  the  susceptibility  (fe)  is  given  by 


I     H     4rH 


•  4TP0 


Thetefore,  if  -r  be  plotted  against  H  as  the  independent  variaUe, 
the  curves  obtained  will  be  precisely  of  the  same  shape  as  the 


so  i0Q  iio  i»o  ^n 

Flo.  10. — Normal  induction  curvofor  tool  steel 

Po-H  curves  and  such  graphs  are  shown  for  five  different  mate- 
rials in  Fig.  12,  the  ordinates  representing  the  reciprocal  of  the 
susceptibility,  and  the  abscissae  the  field  strength. 

Now,  by  calculating  the  reciprocal  of  the  slope  of  these  graphs, 
the  value  for  the  maximum  value  of  the  intensity  of  magnetiza- 
tion  is  determined.  This  has  been  done  for  a  nimiber  of  speci- 
mens and  the  results  are  incorporated  in  Table  i  together  with 
observed  values  for  H  —  2000. 
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Fio.  II. — Normal  induction  and  ptrmoabiUty  for  curoujot  "K  S  "  magnti  stmt 
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Xlo. 

BSateriiU 

IBUS 

Iter 

Hs3«2000 

Ho. 

BCalaclal 

Inus 

(calcn- 
latod) 

H::»2000 

293....... 

XTocwaylroa 

do 

d«. 

1747 
1701 
1679 
1729 
1695 
1673 
1667 
169B 

1725 
1686 
1672 
1723 
1665 
1672 
1652 
1665 

301 

302. 

ToolilMl 

1579 
1564 
1545 
1564 
1613 
1795 
1384 
1534 

1490 

294 

do. 

1525 

295 

303 

do. 

1515 

296. 

d». 

304  . 

do. 

1530 

297 

dt. 

KSflUfiiotfllooL. 
Dtlllrad 

14U 
1465 

296 

299 

d». 

300 

In  the  case  of  the  K  S  magnet  steel  and  drill  rod,  the  slope  of 

the  i- curve  changes,  thus  giving  two  values  for  /^^     In  the 
k 

case  of  the  former  this  change  occurs  in  the  neighborhood  of 

H«i50o,  while  for  the  latter  it  occurs  near  i/"=6oo.     B.  O. 

Peirce  ^'  has  pointed  out  that  the  value  of  /max  obtained  from 

the  lower  portion  of  the  curve  is  less  than  the  saturation  value, 

while  /max  calculated    from  the    upper    portion  of   the  curve 

where  the  slope  is  different  is  somewhat  larger  than  the  saturation 

value.    As  pointed  out  by  Steinmetz  ^'  this  change  in  slope  is 

indicative  of  the  presence  of  two  constituents  of  differing  d^;rees 

of  hardness,  which  reach  the  maximum  intensity  of  magnetization 

for  different  values  of  H, 

VI.  SUMMARY 

1.  A  resume  of  previous  methods  of  measuring  high  inductions 
is  given. 

2.  A  new  modification  of  the  isthmus  method  which  is  adapted 
to  the  testing  of  long  straight  specimens  is  described. 

3.  Data  are  given  to  illustrate  the  accuracy  of  the  method  as 
compared  with  standard  methods. 

4.  Normal  induction,  intensity  of  magnetization,  and  reluc- 
tivity data  are  discussed  for  various  materials. 

The  writer  is  indebted  to  R.  L.  Sanford  and  Dr.  C.  Nusbaum 
for  valuable  suggestions  throughout  the  course  of  the  experiments. 

WAsmNGTON,  August  29,  1 91 9. 

>'  B.  O.  Pdroe,  Am.  Acad.  Arti  and  Sd.,  Pioc.»  49,  pp.  Z17-146;  Z9IS- 
MStcimiicti,  Ocn.  Blec.  Hev..  tO»  p.  zjs;  19x7* 
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I.  INTRODUCTORY  STATBMBHT 

The  object  of  this  paper  is  to  give  Some  new  data  on  the  distri- 
bution of  energy  in  the  infra-red  spectrum  of  a  cylindrical  acety- 
lene flame,  and  to  revise  some  of  the  previously  published  spectral- 
energy  data,^  pertainiag  to  the  violet  end  of  the  visible  spectrum, 
which  are  superseded  by  the  present  data. 

The  data  {ureviously  published  *  seem  to  be  the  first  attempt 
that  has  yet  been  made  to  supply  the  demand  for  quantitative 
radiometric  measurements  of  spectral-energy  distribution.  Such 
data  are  of  value  in  investigations  involving  spectrophotometry, 
color-matchmg,  etc.  However,  for  a  source  like  the  acetylene 
flame,  which  is  weak  in  intensity  in  the  violet,  it  is  quite  impossible 
to  attain  high  accuracy  in  the  radiation  measurements.  Never- 
theless, in  response  to  requests  therefor  the  data  were  published, 
the  papers  indicating  clearly  the  accuracy  attainable  and  the 
variability  *  of  the  emissivity  with  thJckness  of  the  acetylene  flame. 

The  acetylene  flame  does  not  appear  to  be  a  suitable  standard 
of  spectral  radiation,  in  which  high  acctiracy  is  desired.  As 
indicated  some  time  ago,^  the  proper  procedure  is  to  refer  all 
spectral-energy  specifications  to  a  black  body  at  a  given  temper- 
attn^i  the  spectral-energy  cinre  of  which  can  be  computed  with 
greater  accuracy  than  it  can  be  observed  in  the  violet  end  of  the 
spectrum.  In  recent  years  great  advances  have  been  made  in 
the  construction  of  black  bodies;   in  the  establishment  of  a  high 

>  B.  S.  Bulletin,  IS,  p.  35$;  19x6.  '  B.  S.  Bttlletbi,  IS,  p.  357:  19x6. 

*  B.  S.  Bulktin,  7  p.  253, 19x1 ;  IS,  p.  355, 19x6.  *  B.  S.  Bulletin,  S,  p.  349;  X909. 
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temperature  scale;  in  the  determination  of  the  radiation  con- 
stants; and  in  the  specification  of  the  temperature  of  sources  of 
high  intensity  (f(M:  example,  the  gas-filled  tungsten  lamp),  in 
terms  of  the  color  temperature  of  a  black  body.  Hence,  it  seems 
opportune  to  advocate  the  specification  of  sp^iral  energy,  colori- 
metric  and  other  similar  specifications  in  terms  of  a  blade  body 
at  a  given  temperature,  the  spectral-energy  curve  of  which  can 
be  computed  and  checked  radiometricaily.  In  this  manner 
experimenters  will  be  using  a  tmiform  scsde  of  spectral-energy 
distribution,  whatever  the  actual  energy  distribution  may  be  in 
the  spectrum. 

As  will  be  discussed  more  fully  on  a  subsequent  page,  until 
recently,  when  radiometric  measurements  were  supplied  to 
Priest,*  there  has  been  no  real  test  of  the  accuracy  of  the  radio- 
metric measurenients  or  of  color  nMttcfaing  an  terms  of  these  meas- 
urements. The  energy  curve  for  acetylene  as  obtained  by  color 
matching  is  high  in  the  violet,  but  from  0.5^  to  0.75/1  the  two 
curves  are  in  excellent  agreement.  "  This  test  indicated  the  possi- 
bility of  the  acetylene-energy  data  being  too  high  tn  the  violet, 
as  previously  siumised.* 

Recently  Hyde'  and  his  collaborators,  in  an  interlaboratoiy 
comparison,  by  color  matching  a  tungsten  lamp  against  the  acety- 
lene flame,  placed  the  color  temperature  of  the  Eastman  Eodak 
standard  biuner  at  2360^  K.  From  this  test,  also,  it  appears  that 
the  directly  observed  radiometric  measurements  may  be  too  high 
in  the  region  of  0.4/*  to  0.48/i.  However,  as.  will  be  shown  below, 
in  the  spectral  region  from  0.5/i  to  0.75/A  the  observed  data  are  in 
excellent  agreement  with  those  computed  on  the  basis  of  color 
temperature. 

n.    OPTICAL  PROPERTIES  OP  THE  ACETYLENE  FLAME 

As  a  result  of  the  combustion  <A  acetylene  gas  the  emission 
spectrum  of  the  acetylene  flame  is  a  cpmposite  of  the  radiation 
(i)  from  incandescent  carbon  particles,  {z)  from  water  vapor  and 
(3)  from  carbon  dioxide.  The  heated  carbon  dioxide  gives  bands 
of  selective  emission  at  2.7/1  and  4.4ii.  The  water  vapor  gives  a 
somewhat  continuous  spectrum  at  iju  to  6m  with  bands  of  selective 
emission  in  the  region  of  1.4M  and  1.85M.    This  is  well  illustrated 

•  Priest,  Phy.  B«v.  (a),  10,  p.  m8;  1917.    (See  Fig.  3.) 
* B.  S.  BuUetiii,  1ft,  p.  359;  19x6. 
'Hyde,  I^onythe  and  Oiidy ,  Phyi.  Rev.,  (S)  IS,  p.  X57;  X9X9. 
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in  the  emission  spectrum  of  a  bunsen  acetylene  flame  published 
by  Stewart.' 

The  emission  spectrum  of  the  incandescent  carbon  particles  is 
supposed  to  be  smooth  and  continuous  (free  from  indentations  or 
protuberances) ,  with  a  maximum  of  emission  at  about  i  .28^  to  i  .3/*. 

Observations  of  a  flat  flame,  viewed  flatwise,  F,  and  edgewise,® 
E,  also  on  a  cylindrical  flame,  C,  Fig.  i,  do  not  show  a  marked 
difference  in  the  position  of  the  emission  maximnm.  These  data 
were  obtained  six  years  *^  ago  but  not  published.    The  slope  at 


^4  9  :8 W 72^ 

FlO.  1, '^-Spectral  energy  distribution  of  acetylene  flame:  C ^cylindrical  flame;  also 
flat  flam€  viewed  flatwise,  F,  and  edgewise,  £< 

0.5M  to  0.3/A  of  the  spectral-energy  curve  of  the  cylindrical  flame 
is  much  steeper  than  that  of  the  flat  flame,  indicating  a  tnuqh 
lower  black  body  color  temperature,  as  observed  experimentally. 
With  the  assistance  of  H.  Kahler,  recently  an  examination  was 
made  of  the  emission  of  the  Bray  tip  (Eastman  Kodak  Co.bumer). 
The  emission  maximum  was  not  quite  smooth,  owing  to  atmos- 
pheric absorption  which  produced  a  depression  at  1.4M  in  the 
spectral-energy  curve.  However,  the  maximum  appears  to  be 
at  1.28/*  to  1.30M,  corresponding  to  a  black  (gray)  body  tempera- 
ture of  2225  to  2250*^  K. 

*  Stewart,  Phys.  Rev.,  18,  p.  aya;  1901. 

*  B.  S.  BuUedn,  7,  p.  a63;  19x1. 

>*  B.  S.BuUetin,  9,  p.  98;  Z9xa,  i^ves  data  on  the  emiaslvity  of  different  parts  of  the 
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Angstrdm  **  found  that  thin  layers  of  soot,  at  room  tempoa- 
tures,  decrease  rapidly  in  absorption,  from  the  visible  to  the  bfra- 
red,  thus  behaving  Kke  a  turbid  mwtinm.  However,  incandesoent 
caitx>n  particles  appear  to  have  a  maximum  absorption  in  the 
visible  spectrum."  Although  the  discovery  of  an  absorption 
band  may  appear  novel,  the  writer  was  recently  informed  by  Dr. 
Angstrom  that  some  years  ago  this  phenomenon  was  observed 
also  in  his  laboratory. 

Beyond  iju  the  absorptivity  of  the  flame  is  fairly  constant 
While  no  great  reliance  can  be  placed  upon  the  absolute  value  of 
the  absorptivity  measurements  of  a  cylindrical  flame  which  is  only 
3  mm  in  diameter,  recently  measurements  were  made  of  the  ab- 
sorptivity of  the  cylindrical  flame  used  in  the  visibility  work.  For 
wave  lengths  o.88m  and  1.2/i  the  absorptivity  was  fotmd  to  be 
practically  the  same,  within  the  errors  of  observation,  the  value 
being  about  2.2  per  cent.  This  is  not  much  greater  than  that  of 
a  flat  flame,  and  it  is  probably  to  be  expected  in  view  of  the  fact 
that  only  the  outer  layer  of  gas  of  the  (cylindrical)  flame  is  incan- 
descent. 

From  the  constancy  of  the  absorptivity  data  it  appears  that, 
within  the  limits  of  errors  of  observation,  in  the  region  of  the  spec- 
trum from  iM  to  1.5M  the  emission  spectrum  of  the  acetylene 
flame  may  be  taken  the  same  as  that  of  a  gray  body.  Prom  the 
black  body  radiation  constant,  X^r— 2890,  and  the  observed 
emission  maximum  of  X^— 1.2511  (to  i.jm)  the  black  body  tem- 
perature is  about  2300^  K  (to  tt^o^  K). 

This  is  somewhat  lower  than  the  observed  black  body  color 
temperature  for  the  visible  spectrum^  but  it  is  to  be  expected  from 
consideration  of  the  absorptivity  data.  For,  as  we  extend  our 
observations  toward  the  violet  end  of  the  spectrum,  the  absorp- 
tivity and  hence  the  emissivity  becomes  higher  and  higher,  and 
the  slope  is  that  of  a  black  body  at  a  higher  temperature  tban 
obtains  for  the  infra-red  energy  cirrve  at  1.3M. 

If  we  multiply  the  spectral-energy  curve  of  a  black  body  at 
2300^  K  by  the  observed  absorptivities,  the  resulting  spectral- 
energy  curve  has  a  slight  maximum  at  0.6511,  and  the  slope  of  the 
curve  in  the  visible  spectrum  indicates  a  temperature  higher 
than  2300**  K,  though  not  in  exact  agreement  with  the  energy 
curve  for  the  observed  color  temperature  of  2360**  K. 

u  Angstrdm.  Ann.  dcr  Phyt.,  86,  p.  715;  1889. 

»  B.  S  BaUetln,  7,  p.  s66;  xgu,   (Sec  Fig.  9, 9-  tja) 
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The  direct  radiometric  observations  do  not  show  a  distinct 
emission  Tnaximnm  in  the  visible  spectrum,  though  spectrophoto- 
metric  data  are  at  hand  *^  showing  the  possibility  of  such  a  con- 
dition. Prom  the  data  at  hand  on  emission  and  absorption  it 
wotild  appear  that  one  should  not  expect  to  obtain  a  smooth  spec- 
tral-energy curve  in  the  visible  spectrum  of  the  acetylene  flame, 
which  can  be  superposed  exactly  upon  the  spectral-energy  curve  of 
a  black  body  at  a  temperature  corresponding  with  the  color  of  the 
flame.  The  observed  spectral-energy  data  of  the  acetylene  flame 
given  in  Table  i  may,  therefore,  perhaps  be  nearer  to  the  true 
curve  than  are  the  computed  data.  The  observed  spectral- 
energy  ctuve  of  the  gas-fiUed  tungsten  lamp  on  normal  operation 
is  practically  a  straight  line  from  o*5m  to  0.7^,  though  the  corre- 
sponding energy  distribution  for  a  black  body  color  temperature 
shows  so2ne  cturvature. 

TABLB  1. — Spectral  Energ)^  Distribution  of  a  Cylindrical  Acetylene  Flame;  Ob 
served  and  Compated  Uaing  Wien's  eq.,  C2«-14350  and  7*=»2360''  K. 
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m.  REVISION  OF  DATA  PREVIOUSLY  PUBLISHED 

The  numerical  data,  previously  published,^^  on  spectral-energy 
distribution  of  the  acetylene  flame,  were  based  upon  observations 
extending  from  0.45^  to  0.75/i  made  with  a  mirror  spectrometer 
and  fluorite  prism;  also  with  a  glass-lens  spectrometer  and  flint- 
glass  prism. 

u  Nichols  and  Merritt,  Phys.  Rev.,  80,  p.  jaS;  19x0.    See  also  B.  S.  BuUetin,  7.  p.  a68  (Fig.  8),  I9ii»  for 
fBtios  of  emissivities  whidi  indicate  such  a  maximum. 
M  B.  S.  BuUetin,  7,  p.  853*  Z9xx;  18,  p.  355, 19x6. 
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Hoping  to  overcome  the  difificulties  in  correcting  for  absorp- 
tion»  a  spectrometer  consisting  of  a  quartz  prism  and  two  plano- 
convex quartz  lenses  was  used  in  obtaining  the  spectral  energy 
in  the  violet  from  0.411  to  0.5/1. 

In  one  of  the  previous  papers  ^  an  estimate  is  given  of  the 
accuracy  attainable  in  narking  the  observations.  It  is  based  upcm 
the  deviations  of  the  observations  from  the  mean  value,  and  it  is 
shown  that,  whereas  in  the  red  end  of  the  spectrum  an  accuracy 
of  0.5  per  cent  is  attainable  (provided  the  flame  stays  constant), 
an  accuracy  of  10  per  cent  is  hardly  attainable  in  the  violet  where 
the  intensity  is  low.  Unfortunately,  no  mention  is  made  of  the 
difficulties  and  uncertainties  in  reducing  these  observed  data  from 
the  prismatic  into  the  normal  spectnmi.  The  slit-width  factor  is 
probably  accurate  to  i  per  cent.  The  greatest  uncertainty  is  the 
correction  for  spectral  ptuity,  also  for  absorption  in  the  glass 
prism,  or  the  silver  mirrors,  or  both,  in  the  violet  end  of  the  spec- 
trum. Corrections^*  must  be  made  also  for  diffuse  light.  Further- 
more, when  using  the  quartz  spectrometer,  the  lenses  not  bemg 
achromatic,  a  correction  was  made  for  change  in  aperture  with 
change  in  focal  length  for  difFerent  parts  of  the  spectrum.  A 
recent  examination  of  the  original  computations  shows  that  the 
published  data  have  probably  been  overcorrected  (by  5  to  10  per 
cent  in  the  violet)  for  change  in  aperture,  so  the  utility  of  a  chro- 
matically uncorrected  instnunent  for  making  radiometric  meas- 
urements is  questicmed.  For  example,  suppose  that  we  have  two 
spectral  Unes  of  widely  different  wave  lengths  (say  red  and  blue) 
but  of  equal  energy  value,  as  measured  with  achromatic  appa- 
ratus. Using  the  simple  quartz  lens  system,  suppose  that  a  red 
spectral  line  10  mm  high  and  0.5  mm  wide — that  is,  an  image  of 
a  spectrometer  slit — ^faJls  upon  a  thermopile  receiver.  It  repre- 
sents a  certain  amount  of  energy.  Increaising  the  aperture  of  the 
objective  telescope  by  decreasing  the  focal  length  (to  measure  the 
blue  Une)  increases  the  energy  flux  per  imit  area — that  is,  energy 
density — ^but,  the  aperture  of  the  coUimating  lens  being  tm- 
changed,  the  total  energy  falling  upon  the  thermopile  remains  the 
same  as  before. 

The  problem  is  not  quite  so  simple  as  this  in  practice,  seeing 
that  we  are  dealing  with  a  continuous  spectrum.  Moreover,  in 
view  of  possible  errors  owing  to  the  mechanical  difficulties  involved 

u  B.  S.  BttUctiii,  7,  p.  asa;  X916. 

^  B.  S.  Bulletin,  14,  p.  aay.  19x7.  ><▼«  diffuM  light  tests  of  the  acetylene  flame  as  used  in  the  visibilitr 
work. 
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in  using  a  nonachromatic  spectrometer,  the  revised  data,  ob- 
tained with  the  quartz  lens  spectrometer  at  0.4/1  to  o<45m  can  not 
be  given  full  weight.  The  revised  data  are  .given  in  Table  i. 
They  represent  a  careful  reading  of  the  values,  after  redrawing 
the  curve  through  the  original  spectral  energy  data  a  copy  d 
which  is  given  in  Fig.  3  of  the  preceding  paper  on  this  subject. 
In  many  cases  the  differences  between  the  old  and  the  new  read- 
ings are  caused  by  lack  of  exactness  in  making  up  the  previous 
table.  For  wave  lengths  less  than  csju  the  present  data  were 
obtained  from  measurements  with  a  flint-glass  prism  and  lens 
spectrometer;  also  from  a  recalculation  of  the  original  data  ob- 
tained with  the  quartz-lens  spectrometer,  no  correction  being 
made  for  change  in  aperture.  The  tmcertainty  in  the  spectral 
purity  factor  at  0.4M  to  0.45/i  amounts  to  several  per  cent.  But, 
from  046/i  (where  the  difference  between  the  observed  and  com- 
puted curves  amounts  to  only  about  5  per  cent)  to  0.75M,  these 
two  curves  can  be  considered  in  exact  agreement.  At  0.4/i  the 
observed  data  may  be  somewhat  too  high,  owing  to  diffuse  light. 
However,  it  will  require  more  than  a  color-match  test  as  compared 
with  a  radiometric  match  to  show  that  the  observed  data  at  0,4/i 
are  entirely  incorrect.  Sometime  ago  it  was  shown  ^^  that,  in  two 
widely  different  sources  of  radiation  (for  example,  a  tungsten 
lamp  and  a  Nemst  glower)  which  are  seft  to  a  color-match,  the 
two  spectral-energy  curves  intersect  at  an  extremely  small  angle, 
thus  giving  the  appearance  of  exact  coincidence  throughout  that 
part  of  the  spectrum  to  which  the  eye  is  the  most  sensitive.  The 
measurements  being  comparative  the  various  correction  factors 
apply  to  both  sources,  and  a  higher  accuracy  is  possible  than 
can  be  obtained  in  determining  absolute  intensities. 

Calculations  made  at  the  time  the  data  were  obtained  six  years 
ago,  indicated  that,  for  the  region  of  0.45M  to  0.75/A  the  spectral* 
energy  distribution  of  the  acetylene  flanw  was  tiiat  of  a  black 
body  at  about  2100°  C  (2370°  K)  though,  at  the  time,  no  sig- 
nificance was  attached  to  it. 

Recently,  from  an  interlaborat<My  color-match  comparison  of  a 
tungsten  lamp  with  the  acetylene  flames  used  in  this  laboratory 
and  in  the  Eastman  Kodak  Laboratory,  Hyde^*  obtained  a  color 
temperature  of  2360^  K  for  the  Eastman  Kodak  type  of  lamp. 
He  obtained  a  somewhat  higher  temperature  for  the  btimer  used 

>*  B.  S.  BuQetin,  7,  p.  291  (Pig.  zj),  19x0. 

H  Hyde,  Porsythe  and  Cady,  Fhys.  Rev.  (a),  18,  p.  157;  19x9. 
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by  the  writer.  However,  this  was  for  a  slit  10  cm  in  height 
instead  of  an  8  cm  slit  which  was  used  in  the  spectral-energy 
measurements  for  the  visibility  data.  In  view  of  the  &ct  tiiat, 
within  experimental  enx»rs  of  observation,  the  two  types  of  burn- 
ers had  the  same  spectral-energy  curves,  their  black  body  color 
temperatures  may  be  taken  at  2360^  K. 

In  Table  i,  column  2  gives  the  spectral-energy  data  previously 
published,  and  column  3  gives  the  revised  data.  Column  4  gives 
the  spectral-energy  distribution  of  a  black  body  at  2360^  K, 
kindly  computed  by  H.  Kahler  and  carefully  superposed  upon  the 
observed  data,  using  a  scale  which  was  sufficiently  large  to  elimi- 
nate errors  (estimated  to  be  0.5  per  cent)  in  drawmg  the  curves 
and  reading  off  the  data.  Column  5  gives  the  ratiosof  the  revised 
acetylene  energy  data  to  the  computed  data  for  2360^  K.  If  the 
two  curves  coincided  exactly,  these  ratios  would  be  100.  As 
shown  in  the  table,  between  0.48/i  and  0.75/1  the  departure  from 
exact  coincidence  is  only  from  ±  i  to  2  per  cent,  which  is  within 
the  experimental  errors  involved  in  observing  the  data  and 
reducing  them  to  a  normal  spectrum.  But  considering  the  data 
previously  published,  given  in  column  2  of  Table  i,  the  greatest 
departure  from  coincidence  of  the  observed  and  the  computed 
curves  in  the  spectral  region  of  0.5M  to  0.75^  is  only  fnmi  ±  2  to 
±  4  per  cent,  instead  of  8  per  cent  as  stated  by  Hyde* 

The  color  temperature  data  of  Hyde,  therefore,  confirm  the 
radiometric  measurements  in  the  region  of  0.48/1  to  0.75/1.  "I^ 
is  the  region  in  whkrh  the  radiometric  measurements  are  of  impor- 
tance in  the  writer's  work  on  the  visibility  of  radiation,  and  in 
which  it  was  possible  to  make  precise  radiometric  measuxemeots. 

Although  the  writer  doubts  the  reliability  of  the  color-matdi 
test  in  the  extreme  violet  of  the  spectrum,  wheie  the  eye  is  very 
insensitive  and  subject  to  great  decrease  in  sensitivity  with  age, 
he  concurs  in  the  recoimnendation  made  by  Hyde  that  the  spec- 
tral-energy distribution  of  the  acetylene  flame  (using  a  certain 
type  of  burner)  in  the  visible  spectrum  is  satisfactorily  repre- 
sented by  the  black  body  curve  at  2360°  K,  as  given  in  Table  i. 
A  difference  of  10°  or  even  50°  K  is  hardly  to  be  considered  in 
view  of  the  great  diveigence  in  burners,  the  effect  of  humidity, 
etc.  Moreover,  the  color  temperature  varies  greatly  for  different 
parts  of  the  flame  *• — for  example,  2368*^  K  for  the  whole  flame 
and  2448^  K  for  one  spot. 


1*  Hyde,  Jour.  Franklin  Institute,  188.  p.  354;  19x7. 
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IV.  BFVBCT  OF  THIS  REVISION  UPON  PREVIOUS 
INVESTIGATIONS 

As  already  stated,  in  order  to  test  the  acctiracy  of  his  new 
method  of  odlor  matching.  Priest  ^  compared  the  writer's  radio- 
metrically  determined  spectral-energy  curve  of  a  500-watt  gas- 
filled  tmigsten  lamp  with  that  of  the  acetylene  flame  as  modified 
by  the  quartz-nicol  system  used  in  making  the  color  match.  The 
curve  for  the  acetyteae  flame  is  too  high  in  the  violet;  but  from 
0,511  to  0.75M  the  two  spectral-energy  curves  are  in  exact  coin- 
cidence. Using  the  revised  spectral-energy  data  of  Table  i, 
brings  them  into  a  close  agreexnent  also  in  the  region  of  0.45^  to 
0.48/A. 

Some  doubt  has  been  expressed  as  to  the  acciffacy  of  mesisuiing 
the  energy  at  the  observing  slit,  in  visibility  work,  instead  of 
computing  it  from  the  color  temperature  of  the  source.  In  the 
latter  case  it  is  necessary  to  reduce  the  data  to  the  prismatic 
distribution  for  the  particular  apparatus  used;  and  there  is  no 
check  on  the  actual  energy  distribution  at  the  slit. 

On  the  other  hand,  to  measure  the  prismatic  spectral  energy 
distribution  at  the  observing  slit,  reduce  it  to  a  normal  spectrum, 
compute  the  tempemture  of  the  source  and  &id  it  in  agreement 
with  the  directly  observed  color  temperature,  as  has  just  been 
iocmd,  constitutes  a  real  test  of  the  accuracy  attained  in  tbe 
energy  evaluation.  It  would  be  more  logical  to  doubt  the  com- 
puted spectral  energy  distribution  which  has  pot  been  checked 
by  direct  radiometric  observatiiMis. 

As  already  stated,  instead  of  a  disagreement  between  the  color 
temperature  test  and  the  spectral  radiation  measurements,  the 
independent  check  by  Hyde  and  his  collaborators  confirms  the 
direct  radiometric  observations  on  the  spectral-energy  distribu- 
tion of  the  acetylene  flame,  in  the  region  of  0.48/*  to  0.75/1,  ^  ^^sed 
in  the  vistbiUty  of  radiation  wotk,  and  leaves  the  visibiUty  data  ^ 
unchanged  in  this  part  of  the  spectrum.  If  any  correction  is  to 
be  made  it  falls  at  0.60^  to  0.67/1  (^^  Table  i),  being  a  decrease 
of  0.5  to  I  per  cent  in  the  visibility  data. 

As  for  the  visibility  data  in  the  violet,  they  were  obtamed 
separately  from  the  main  part  of  the  curve  (from  0.5/1  to  0.7/A) 
using  a  much  lower  field  illumination,  which  may  account  for  the 
higher  values  as  compared  with  other  experimenters.  In  view  of 
the  great  variability  of  visibility  in  the  violet,  especially  with  age, 


»  Priest.  Phys.  Rev.  (i)  10.  p.  mB;  19x7.    (See  FIf .  3.) 
n  B.S.  BttUetin.  14.  p.  168;  19x7. 
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one  can  liardly  establish  an  "average  visibility  curve"  and  hence 
no  attempt  is  made  to  revise  the  data  (in  the  violet)  previously 
published.  If  the  data  on  125  observers  previously  published 
sefve  no  other  purpose,  they  are  useful  in  demonstrating  the  extra- 
ordinary varability  in  sensibility  of  the  eye,"  and  hence  the 
futility  of  attempting  to  establish  an  ''average  eye  without  arbi- 
trarily choosing  the  observers." 

In  a  recent  paper.  Ives  "  expresses  the  opinion  that,  in  the 
writer's  visibility  work,  the  field  brightness  should  have  been 
somewhat  higher  (200  m.  c.) ,  in-order  to  meet  the  requirements  in 
photometry;  and  that,  as  a  consequence  of  this  low  illumination, 
the  visibility  curve  is  shifted  too  far  toward  the  red.  It  is  there- 
fore relevant  to  say,  in  reply  to  this  criticism,  that  a  field  bright- 
ness of  50  m.  c.  was  used  on  the  sectored  disk,  because  it  pennitted 
observing  over  a  wide  range  of  the  spectrum,  and  because  the 
visibility  curve  for  this  iUtmunation  was  found  in  agreement** 
with  that  obtained  for  an  illumination  of  350  to  780  m.  c,  as  was 
previously  observed  by  Nutting  and  others.  At  the  time  the 
visibility  work  was  undertaken,  Ives  ^  specified  an  illumination 
of  25  m.  c.  on  the  disk,  for  flicker  photometry,  but  no  specifica- 
tions were  given  for  obtaining  the  visibility  curve.  His  visi- 
bility ^  curves  for  68  m.  c.  and  270  m.  c  iUumination  on  the  disk 
appeared  to  be  sujffidentiy  close  in  agreement  to  condude  that 
the  lower  illumination  was  satisfactory,  as  was  proved  by  the 
subsequent  experiments  just  dted.  However,  it  is  conceivable 
that  the  average  visibility  curve  of  a  large  group  of  observers, 
whose  eyes  have  not  been  subjected  to  years  of  hard  usage,  would 
be  different  for  these  same  illuminations. 

In  the  paper  on  visbility  (loc.  dt.)  attention  was  called  to  the 
great  number  of  red-sensitive  subjects,  whose  observations  shift 
the  average  visibility  curve  toward  the  red  to  a  greater  extent 
than  would  obtain  if  a  smaller  number  of  red-sensitive  subjects 
had  been  used.  The  alleged  shift  of  the  visibility  curve  toward 
the  red  is  no  doubt  owing  in  part  to  the  relativdy  large  number  of 
red-sensitive  subjects  and  the  relativdy  low  nuxnber  of  green- 
sensitive  subjects  fotmd  in  the  125  persons  tested  by  the  writer, '^ 
rather  than  attributing  it  entirely  to  a  low  field  illumination.    On 

<*  B.  S.  BtiUcdn,  14,  p.  906;  19x7.    (See  the  composite  carve,  Pi^.  zj.) 

"  Ivts,  Jour.  Franklin  Inst.,  188,  p.  n?;  19x9. 

M  See  Pig.  9,  B.  S.  Bulletin,  14,  p.  178;  1917. 

*  Ives.  Trans,  mum.  Bng.  Soc,  10,  p.  3x7;  19x5. 

«Iv«S.  PIlit  Mac.  (6).  84,  pp.  X49.  35«.  744.  «45.  853;  «9is. 

**  See  Tftble  3.  B.  S.  Bulletin,  14,  p.  ms:  19x7. 
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the  other  hand  in  the  group  of  21  observers  examined  by  Nutting  * 
there  were  as  many  green-sensitive  as  average  subjects  (4  of  each 
group,  see  Table  3  loc.  cit.)i  and  there  was  one  unusually  blue- 
sensitive  subject.  These  five  subjects  constitute  almost  one-fourth 
of  the  total  number  examined,  and  their  observations  tend  to  sup- 
press the  average  visibility  curve  in  the  red.  The  average  visibility 
curve  of  Nutting,  which  happens  to  meet  Ives's  requirements,  is 
not  shifted  quite  so  far  to  the  red  as  is  the  average  visibility  curve 
obtained  by  the  writer.*' 

Nutting  used  an  illumination  of  350  m.  c.  on  the  sectored  disk; 
but  did  not  use  an  illuminated  surrounding  field  as  was  done  by 
the  writer  and  as  specified  by  Ives.  As  originally  published, 
the  visibility  ciuve  obtained  by  Nutting  was  in  error  owing  to 
imprc^per  energy  evaluation  of  his  Bray  tip,  acetylene  flame. 
Subsequently  the  spectral-energy  distribution  of  this  burner  was 
determined  by  the  writer  with  the  same  spectrometer  used  in  his 
visibility  work  and  found  in  agreement  with  the  herein  described 
data.  Using  these  spectral  energy  measurements,  the  corrected 
visibility  ctuve  of  Nutting  ••  is  in  close  agreement  with  that 
obtained  by  the  writer,  except  in  the  red  end  of  the  spectrum, 
where  it  is  slightly  lower,  and  happens  to  be  in  agreement  with 
testa  made  on  a  physical  photometer.*^ 

Neither  Nutting  nor  the  writer  attempted  to  obtain  their  visi- 
bility data  for  normal  pupil  illumination;  though,  by  using  350 
m.  c.  on  the  disk,  the  former  had  practically  an  artificial  pupil 
illumination  corresponding  to  25  m.  c.  normal  pupil  as  previously 
used  by  Ives.  But  this  illumination  (350  m.  c.  on  the  disk)  was 
constant  for  all  observers,  whereas  Ives  found  tfaltt  the  artificial 
pupil  illumination  varied  greatly  for  various  observers,  the 
highest  illumination  cm  the  disk  being  twice  the  lowest  Ives's 
criticism  that  the  "curves  are  not  coordinated  with  any  accu^ 
rately  specified  observing  conditions  nor  method  of  choosing 
observers"  applies  to  Nutting's  as  well  as  the  writer's  vtsibility 
ctnrves,  and  hence,  aside  from  the  higher  tUumination  used  by 
Nutting,  there  is  no  reason  for  selecting  either  one  simply  because 
it  happens  to  fit  the  tests  of  a  physical  photometer. 

Evidently,  where  great  refinement  is  required,  the  visibility 
curve  of  the  so-called  average  eye  should  be  based  upon  observa- 
tions made  by  a  selected  group  of  observers,  having  closely  normal 

"  Nutting,  Trans.  Ilium.  Eng.  Soc.,  9,  p.  663;  1914.  *  B.  S.  Bulletin,  loc.  dt.,  Fig.  14. 

*See  Fig.  Z4,  B.  S.  Bulletin,  14,  p.  316;  1917.  *>  Ives,  Jour.  Franklin  Inst.,  188,  p.  saa;  19x9. 
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color  vision.  Fortunately  the  writer's  visibility  data  are  classified 
as  to  normaUty  of  visibitity  "*  and  the  average  vsdue  of  the  visibility 
curve  of  observers  having  closely  normal  color  viaon  is  easily 
obtained.  The  average  visibility  data  of  29  observers,  classifipd 
as  normal  in  the  i»evious  paper,  are  given  in  column  3  of  TaUe  2, 
along  with  the  previously  published  data  (column  2)  on  125 
observers.  The  total  number  of  observers  being  so  large,  the 
effect  of  the  observers  having  abnormal  color  viston  is  quite 
inappreciable  upon  the  averse  visibility  curve,  except  in  the 
extreme  red,  as  just  mentioned. 


TABLB  2.— VisibUity  of  Radiatioa  of  a 

OfOttf  of  125  Obaanwa  and  off  Satoctod 

Group  of  29  Obstfms  Ha?iiig  CloMly  tho  Avmfe  VlsibU^j 

TWknyKnlMkn 

vMhaar  •(  MdMiM 

W«v»lM|fh 

W«v»lM|fh 

^^djoomn 

iZSttevfwi 

»9bmpmn 

125taMCf«l 

2»«faMn«a 

0i4H^ 

•.221 

0.230 

0.99% 

8l79I 

0.73S 

•SOS 

•asa 

•air 

•889 

.889 

.C2f 

.5U 

.553 

.559 

.8tt 

.5X7 

.517 

.ss 

.771 

.770 

.69 

.290 

.397 

.5M 

.90B 

.9oa 

.08 

.av 

.2M 

.S46 

.9i3 

.m 

.H8 

.K5 

.m 

.9S2 

.996 

LOOO 

.854 

.088 

.009 

.S» 

1.000 

.998 

.865 

.8M 

.848 

.573 

.952 

.955 

.ea 

.vBBK 

.9m 

.SM 

.899 

.900 

.890 

.0086 

.0075 

.«r 

.82S 

.884 

.m 

.0084 

.008 

V.  SUMMART 

The  object  of  this  paper  is  to  give  some  new  data  on  the  distri- 
bution of  energy  in  the  infra-red  spectrum  of  a  flat  and  of  a  cylin- 
drical acetylene  flame.  The  paper  gives,  also,  a  revision  of  pre- 
viously published  spectral-^energy  data  pertaining  to  the  violet  end 
of  the  visible  spectrum. 

The  optical  properties  of  the  flame  are  discussed,  and  it  is  shown 
tiiat,  owing  to  the  high  sdiective  absorption  ot  the  flame  in  the 
visible  spectrum,  the  apparent  color  temperature  is  highK-  than 
that  obtained  from  a  consideration  of  the  maximum  emission  in 
the  infra-red. 

The  radiometric,  as  well  as  the  color-temperature  measurements, 
indicate  that  in  the  visible  spectrum,  from  0.48/4  to  0.74^  the  spec- 

*  B.  S.  BuDttin,  14,  pp.  i8a,  193;  19x7. 
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tral-energy  distribution  of  the  central  zone  of  the  cylindrical 
acetylene  flame  is  that  of  a  black  body  at  2360^  K. 

It  is  shown  that  the  revision  of  the  spectral-energy  data  of  the 
acetylene  flame  has  no  effect  upon  the  previously  published  visi- 
bility data  in  the  region  of  the  spectrum  from  048/*  to  0.7511.  ^I^s 
is  the  part  of  the  spectnun  in  which  an  attempt  had  been  made 
to  attain  high  accturacy  in  the  visibility  data.  A  table  is  given  of 
the  visibility  of  the  average  of  29  observers  having  closely  normal 
color  vision,  as  observed  with  a  flicker  photometer. 

Washington,  September  3,  1919. 

NoTB. — ^The  criticism  recently  made  by  Hyde  ^  and  Ida  coUaboratofB  that  the 
writer's  data  (particularly  in  the  red)  do  not  fit  the  black  body  eneigy  distribution 
better  than  7  to  8  per  cent  is  inconsistent  with  their  own  observations.  Using  a  spectral 
pyrometer,  they  find  that  at  0.75M  the  observed  emissiyity  is  slightly  (about  7  per  cent) 
higher  than  that  of  a  black  body  at  2360^  K. 

In  other  words,  their  data  show,  as  was  found  by  the  writer  ^  some  years  ago,  that, 
in  making  a  color  match,  the  eye  is  not  able  to  distinguish  a  difference  in  the  spectral 
energy  match  amounting  to  perhaps  3  to  5  per  cent  in  the  extreme  red  end  (0.75^)  of 
the  visible  spectrum.  The  supposed  disagreement  appears  to  be  in  our  interpretation 
of  the  data,  rather  than  in  the  experimental  results  themselves.  For,  if  the  emisrivity 
is  higher  in  the  red,  then  the  ratios  must  decrease  as  shown  in  column  10  of  Table  x. 

Washznoton,  January  g,  1^20, 

**Hyde,  Poraythe  and  Cady.  Fhys.  Rev.  (2),  14,  p.  389;  19x9. 
*■  B.  S.  Bulletin,  S,  p.  3x7:  19x0. 
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I.  INTRODUCTION 

Durilig  the  past  few  years  numerous  requests  for  information 
regarding  metals  of  high  reflectivity  have  been  received  by  this 
Bureau.  A  particularly  urgent  request  was  received  for  an  alloy 
with  high  reflecting  power  throughout  the  spectrum.  As  some 
of  the  alloys  of  aluminum  and  magnesiiun  give  exceptional  reflec- 
tion in  the  ultra-violet  it  was  thought  desirable  to  make  an  inves- 
tigation of  the  reflectivity  of  various  alloys  of  these  two  metals. 

L.  Mach  and  V.  Schumann  *  gave  an  account  of  the  preparation 
of  aluminum-magnesium  alloys  of  various  compositions  with 
remarks  on  their  optical  properties.  Hagen  and  Rubens  *  deter- 
mined the  reflectivity,  in  the  ultra-violet,  visible,  and  infra-red 
spectrum,  of  an  alloy  containing  69  per  cent  aluminum  and  31 
per  cent  magnesium,  and  it  was  shown  to  have  an  exceptionally 
high  reflection  in  the  ultra-violet.  This  alloy  is  known  as  Mach's 
magnalium. 

An  alloy  for  mirrors  should  be  homogenous  and  uniform.  It 
would  not  be  expected  that  an  alloy  whose  structure  was  made 
up  of  two  or  more  constitutents  would  have  a  higher  reflectivity 
than  either  of  its  structural  constitutents,  so  that  in  a  series  of 
alloys  of  two  or  more  metals  we  would  expect  the  maximmn  or 
minimum  reflection  for  any  given  wave  leng^  to  occur  for  the 
composition  at  which  a  stable  compound  is  formed,  or  in  a  range 

1  Mach  and  Schuinaim,  Sitzimber.,  Wien  Akad.,  108  A,  p.  135;  zSw 
*  Hagen  and  Rubens,  Ann.  d.  Phys.,  8,  p.  16;  1902. 
152829*— 20  653 
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in  which  the  metals  form  a  solid  solution.  Aluminum  and  mag- 
nesium form  solid  solutions  only  at  low  percentages  of  either  metal, 
but  they  form  a  compound,  Al^Mg^,  containing  46  per  cent 
aluminum  and  54  per  cent  magnesium/  and  our  efforts  were  con- 
fined largely  to  the  preparation  of  mirrors  of  this  compomid. 

Aluminum  and  zinc  form  a  compound/  Al^Znt,  oontaining 
78.3  per  cent  zinc  and  21.7  per  cent  altuninum,  aiul  as  both  of 
these  metals  have  rather  high  reflecting  powers,  a  specimen  ol 
this  compound  was  prepared  and  examined.  The  work  of  Rosen- 
hain  and  Archbutt  would  indicate  that,  although  this  compound 
decomposes  on  slowly  cooling,  a  chill-cast  specimen  would  remain 
stable  at  room  temperatures. 

n.  PKBPARATION  AND  PHYSICAL  PROPERTIES  OF  THESE 

ALLOYS 

The  specimens  for  reflectivity  determinations  were  pmpeatd 
from  the  purest  materials  available.  The  aluminum  contained 
0.15  per  cent  iron,  0.12  per  cent  silicon,  and  0.02  per  oent  copper. 
The  magnesium  contained  o.oS  per  cent  iron  and  0.03  per  cent 
copper.    The  zinc  contained  less  than  0.05  per  cent  impurities. 

Small  castings  about  25  mm  diameter  and  weighing  100  g 
were  made  of  alloys  containing  aluminum  with  15  per  cent  magne- 
sium, which  is  a  duplex  alloy  consisting  of  a  solid  solution  and  the 
eutectic,  with  31  per  cent  magnesitun,  which  is  the  eutectic  of  the 
solid  solution  and  the  compotmd,  and  with  54  per  cent  magnewimi, 
which  is  the  compound.  A  similar  specimen  of  the  aluminum- 
zinc  compound  containing  78.3  per  cent  zinc  was  prepared. 

The  alloys  were  made  by  melting  the  aluminum  in  an  Acheson 
graphite  crucible,  and  adding  the  magnesium  or  zinc  to  the 
molten  aluminum,  care  being  taken  to  keep  the  temperature  of 
the  molten  material  below  750**  C  (1380**  F).  The  alloys  were 
cast  in  a  large  graphite  mold.  Since  it  was  not  possible  to  get 
sound  castings  of  the  aluminum-magnesium  compotmd,  54  per  cent 
magnesium,  in  this  manner,  the  specimens  of  this  alloy  were 
remelted  in  a  vacuiun,  and  cooled  slowly.  The  preparation  of 
this  compound  was  simplified  by  the  fact  that  on  stirring  the 
molten  material  an  excess  of  either  altmiinum  or  magnesium  would 
oxidize  and  leave  the  compound.  This  was  confirmed  by  an 
examination  with  the  miscroscope. 

*  Grabe,  ZttL  Aaorf.  Chcm..  4f .  p.  sas,  19x5;  SdiiniuUtcr,  MeUl  u.  Bn.,  11«  p.  51a,  19x4. 

*  W.  Roscnhain  aad  L.  S.  Arehbatt,  Coofldtatloa  of  Allosn  of  Ahdointim  tad  Zinc,  Phil.  Tnms.  Royal 
Boc.,  211,  p.  315;  X911. 
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Plates  ci  the  Mg^Al,  12  inches  (30  cm)  square  and  i  inch 
(2.5  cm)  thick  were  prepared  by  casting  the  alloy  in  an  iron  mold, 
placing  this  tnold  in  a  vacuum  furnace,  melting  the  AljMg^  in 
vacuo,  and  cooling  ^owly.  It  was  found  necessary  to  cool  this 
compound  very  slowly  in  order  to  relieve  stresses  in  the  casting. 
Some  of  the  specimens  burst  into  fragments  after  removal  from  a 
chill  mold. 

The  compound  of  aluminum  with  magnesium,  Mg^Al,,  is  very 
hard  and  brittle^  and  its  resistance  to  the  action  of  dilute  acids  and 
alkalies  is  much  greater  than  any  other  magnalium  which  has  come 
under  our  observation.  A  specimen  of  this  compound  was  placed 
in  0.5  per  cent  NaOH  for  90  minutes.  The  surface  was  not  dulled 
appreciably,  and  no  action  could  be  detected  with  the  microscope. 
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Flo.   X. — ReJUcUng  power  of  nnc  and  of  alloys  of  aluminum  Tvith  fine  and  with 

magnesium 

On  the  other  hand  all  the  alloys  made  up,  including  the  compotmd, 
seem  to  deteriorate  on  exposure  to  the  air  in  the  laboratory  for  a 
few  weeks.    The  polished  surfaces  of  the  zinc-ahiminum  alloys 
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tarnished  in  a  few  days.  The  magnesium-aluminum  alloys  seem 
to  be  more  stable,  but  in  view  of  the  difficulties  in  prqwaing 
opticaUy  perfect  surfsuxs,  these  alloys  do  not  seem  to  be  as  smtaUe 
for  mirrars  as  are  nickel-steel  and  stellite.  The  reflectivities  of  the 
latter  are  lower,  but  the  surfaces  promise  to  be  more  pennanent 

m.  REFLECTIVITY  MEASUREMENTS 

The  reflectivity  measurements  were  made  by  means  of  a  mirror 
spectrometer,  a  fluorite  prism,  and  a  vacuum  thermopile  described 
in  previoixs  publications/  The  reflecting  power  of  the  sampk, 
which  had  a  plane  surface,  was  determined  by  comparison  with  a 
silver  mirror;  and  also  by  a  new  method  in  which  the  silver  reflect- 
ing surface  was  replaced  by  the  h3rpotenuse  face  of  a  right-angled 
glass  prism.  ~The  reflectivity  data  ariei  ffliistrated  In  Fig.  i,  and 
summarized  in  Table  i ,  which  gives  also  the  identification  numbers 
and  the  cooqiosition  of  the  alloys. 

TABLE  1 
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These  data  are  instructive  in  showing  the  effect  of  polish  upon 
the  reflecting  power.  The  best  surface  for  reflecting  is  not  obtained 
with  the  ordinary  optical  polishing  methods,  in  which  a  pitch 
polisher  and  rouge  are  used.  As  illustrated  in  Fig.  i,  at  0.7/A  the 
reflecting  power  of  the  magnesium  compound  was  increased  from 
81  per  cent  (R-i-A)  to  92  per  cent  (R-i-AJ,  by  merely  improving 
the  potish  by  using  alumina  on  broadcloth  moistened  with  alcohol 

The  sample  of  Mach's  alloy,  A-29,  has  a  uniform  reflectivity,  of 
about  86  per  cent,  throughout  the  visible  spectrum.  This  is  in 
agreement  with  the  observations  of  Hagen  and  Rubens  (loc.  dt) 
who  observed  a  tmiform  reflectivity  of  about  83  per  cent. 

»  W.  W.Cobtenttand  W.  B.  Zmtnen,  The  Rrijecttog  Powcc  di  Tttmf|eaaadStdttt»8daitificPl>g 
No.  loS,  U.  S.  Bureau  ci  Standards;  19x7. 
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.  The  reflectivity  curve  of  the  alloy  of  altuninum  and  zinc, 
Al^Zn,  (Zn  12  in  Fig.  i)  is  unusual  in  that  it  has  a  wide  Ti^initnnm 
of  reflectivity  at  0.9/1,  beyond  which  point  the  reflectivity  increases 
gradually  to  93  per  cent  at  4/1.  This  minimiun  is  so  novel  that  an 
examination  of  the  reflectivity  of  pure  zinc  was  made  to  deter- 
mine whether  there  is  a  minimum  in  its  reflectivity  curve. 

The  bluish  white  color  of  a  zinc  mirror,  and  the  unusually  low 
reflectivity  previously  observed*  at  ifi,  indicate  the  possibility  of 
a  minimum  of  reflectivity  in  the  region  of  o.8/i  to  0.9/1.  An  exami- 
nation of  the  reflectivity  of  the  zinc  mirror  previously  used,  dis- 
closed a  sharp  reflectivity  minimum  at  i/i,  as  shown  in  Fig.  i. 
The  surface  of  this  mirror  was  not  highly  polished,  which  accounts 
for  the  low  reflectivity  throughout  the  spectrum.  At  2/i  the 
reflectivity  was  85  per  cent.^ 

But  few  niietals  are  known  which  have  a  minimum  reflectivity  * 
in  the  infra-red,  though,  as  is  well  known,  copper  and  gold  are  ex- 
cellent examples  of  metals  having  a  reflectivity  minimiun  in  the 
visible  spectrum. 

As  already  stated,  mirrors  made  of  zinc-aliuninum  alloys  tarnish 
rapidly,  and  hence  are  tmsuitable  for  laboratory  use. 

IV.  SUMMARY 

This  paper  gives  the  manner  of  preparation  and  determination 
of  the  spectral  reflective  properties  of  some  alloys  of  aluminum 
with  magnesitmi  and  with  zinc.  All  of  these  alloys  tarnish  in 
time,  and  hence  are  not  suitable  for  mirrors  where  permanency 
is  of  prime  importance.  The  compound  of  aluminum  and  mag- 
nesitun,  Al^Mg^,  deteriorates  less  rapidly  than  any  of  the  other 
alloys  examined,  and  could  be  used  in  apparatus  where  a  highly 
reflecting  mirror  is  desired  for  a  short  time.  A  reflectivity  of  92 
per  cent  at  0.7/*  was  obtained  with  this  compound. 

The  zinc-aluminum  alloy  has  a  minimum  reflectivity  at  0.9/i. 
An  examination  of  the  reflectivity  of  pure  zinc  disclosed  a  similar 
reflectivity  minimum  at  ifi, 

Washington,  August  19,  1919. 

*  W.  W.  Coblentz.  Radiometric  Investigations  of  Infra-Red  Absorption  and  Reflection  Spectra*  Scien- 
tific Paper  No.  45.  U.  S.  Bureau  of  Standards;  1907. 

'  These  data  were  obtained  witli  tlie  assistance  of  H.  Kahler,  using  a  quartz  prism  which  gives  practi- 
caOy  twice  the  dispersion  of  the  fluorite  prism  used  for  obtaining  the  data  on  the  alloy. 

'SecCobkntsand  Bmcrson.  loc.  dt.,  for  tungsten  as  a  similar  example. 
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I.  INTRODUCTION 

In  connection  with  the  testing*  at  the  Bureau  of  Standards  oi 
materials  to  be  used  in  the  niianufacture  of  dry  cells,  it  became 
necessary  to  measure  the  potentials  of  sonie  carbon-manganese- 
dioxtde  electrodes,  such  as  are  used  in  dry  cells.  It  was  originally 
planned  to  make  a  thorough  study  of  the  oxides  of  manganese 
in  their  r61e  as  depolarizers  in  dry  cells,  with  particular  attention 
to  the  shelf -life  of  the  cell;  but,  since  it  was  necessary  to  discon^ 
tinue  the  work  for  a  time,  it  was  felt  that  the  results  thus  far 
obtained  would  be  useful  to  manufacturers  of  dry  cells  and 
nught  be  suggestive  to  other  workers  in  this  field. 

Several  important  papers  have  been  published  on  the  man- 
ganese-dioxide electrode.  Tower*  and  Smith'  studied  the 
electrolytically  prepared  oxide  as  a  means  for  measming  the 
hydrogen-ion  concentration  of  organic  add  salts.  Thompson 
and  Crocker'  noted  the  effect  of  alkalies  and  adds  upon  the 

1  Tomtx,  Zdt,  phys.  Cliem.,  18«  p.  27;  iBU'    Xowcr.  Zdt,  phy.  Cbrm.,  tS,  p.  566;  1900. 

>  Smith,  zat.  phys.  Chem.,  21.  p.  93;  1896. 

>  Thampmm  and  Crocker,  Tna»,  Am.  Bkctrocbcm.  Soc.,  t7.  p.  155;  19x5. 
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potential  of  electrodes  prepared  from  a  mixture  of  granulated 
carbon  and  p}nx>lusite. 

AUmand  ^  states  that  the  reaction  of  manganese  dioxide  as 
a  depolarizer  may  be  represented  by  an  equation  such  as 

MnO,  +  >^H,0 ►KMnA +0H-  +  (  +  ). 

According  to  Nemst's  equation,  the  electrode  potential  at 
25®  C  would  then  be 

E=constant+o.059  log  {Mn,o5?OH-] 
-  constant — 0.059  log  [OH"] «  constant + 0.059  log  [H+] 

in  which  the  potential  is  a  logarithmic  function  of  the  hydrogen- 
ion  concentration. 

No  experimental  data  have  been  published  to  show  whether 
this  relation  is  true.  While  the  authors  previously  mentioned 
recognized  that  a  logarithmic  relation  exists  and  suggested  equa- 
tions representing  it,  they  did  not  establish  their  conclusions  by 
measurements  with  a  hydrogen  electrode.  Moreover,  no  one  has 
pointed  out  the  significance  of  the  hydiogen-ion  concentration 
as  explanatory  of  variations  in  the  open-dxcuit  vcrftage  of  dry 
cells  and  the  part  it  plays  in  the  polarization  of  a  dry  cell  during 
discharge. 

It  is,  therefore,  the  piu^se  of  this  paper  to  present  experi- 
mental data  showing  (i)  that  the  potential  of  a  manganese- 
dioxide  electrode  prepared  from  certain  ores  is  a  logaritlnnic 
function  of  the  hydrogen-ion  concentration  of  the  solution  in 
contact  with  it;  (2)  that  chemically  prepared  manganese  dioxide 
does  not  show  the  logarithmic  relation;  (3)  that  the  relation 
between  the  potential  of  the  manganese-dioxide  electrode  and 
hydrogen-ion  concentration  serves  as  a  partial  explanation  of 
variations  in  the  open-circuit  voltage  and  polarization  of  dxy 

cells. 

IL  BXPBRIMBNTAL  WORK 

I .  Method  o^  Measurembnt.— The  method  used  for  measuring 
the  potential  of  the  carbon-manganese  dioxide  electrode  in 
different  solutions  was  briefly  as  follows: 

The  electrode  was  introduced  into  a  2 -ounce  bottle  containing 
the  solution  of  known  hydrogen-ion  concentration.  Into  this 
solution  dipped  a  siphon  containing  a  saturated  solution  of 
potassium  chloride  whidi  led  to  a  tenth-normal  calomel  electrode. 


« AUmand,  Applied  Bicctroclicniistry,  p.  m6:  1919. 
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This  set-up  is  shown  in  Fig.  i.    The  electrotnative  force  of  this 
chain 


Hg 


HgCl 


N 

ID 


KCl 


saturated 
KCl 


NH,C1    of 
known  [H+] 


MnO, 
C 


was  then  measured  with  a  potentiometer. 


Fro.  z. — Set  up  for  measuring  the  potentials  of  the  carbon  manganese  dioxide  electrode 
in  different  solutions  ofknvmn  hydrogen-ton  concentration 

2.  Preparation  op  Electrodes. — Because  of  the  variety  of 
manganese  ores  used  at  the  present  time  in  making  dry  cells,  it 
was  decided  to  select  for  this  investigation  several  ores  typical  of 
those  in  use.  For  this  ptupose  some  of  the  manufacturers  fur- 
nished* a  number  of  ores,  of  which  three  were  selected  for  this  work. 


•  Acknowledgment  is  made  dt  the  ooitrtesy  d  the  Burgess  Battery  Co.,  and  the  National  Carbon  Co. 
who  furnished  the  samples  ci  oces. 
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The  materials  selected  were  a  Caucasian  ore,  which  is  considered 
to  be  the  best  material  in  all  respects  for  dry  cells;  a  Brazilian 
ore,  which  has  been  used  since  the  importation  of  the  Caucasian 
ore,  was  interrupted  by  the  war  in  1914;  a  domestic  ore;  and  a 
chemically  prepared  oxide.  The  latter  is  used  in  large  proportions 
mixed  with  the  natural  ores  for  making  dry  cells  of  small  sizes, 
such  as  are  used  in  flash  lights. 

For  use  in  the  electrodes  the  ores  were  ground  and  sifted. 
The  portion  of  each  ore  which  passed  through  a  65-mesh  and  was 
held  back  by  an  80-mesh  sieve  was  used.  The  chemically  prepared 
oxide  was  a  fine  powder  and  was  not  sifted. 

The  electrodes  were  prepared  from  a  mixture  of  two  parts,  by 
weight,  of  the  ore  or  oxide,  and  one  part  of  Acheson  "DA  G" 
graphite.  The  fineness  of  the  graphite  was  such  that  99  per  cent 
passes  through  a  200-mesh  sieve.  This  mixture  was  moistened 
with  water  sufficiently  to  permit  molding  into  small  cylinders 
33  mim  long  and  12  mm  in  diameter,  around  a  carbon  rod  25  mm 
long  and  5  mm  in  diameter.  The  electrodes  were  then  wrapped 
in  filter  paper,  tied  with  linen  thread,  and  dried  at  no**  C.  The 
dried  electrodes  were  then  ready  for  use.  A  copper  wire  was 
soldered  to  a  brass  cap  on  the  carbon  rod,  which  served  as  a  lead 
to  the  potentiometer. 

3.  Prbparation  of  SoLunoNS. — Solutions  of  constant  and 
easily  reproducible  hydrogen-ion  concentrations  were  necessary 
for  this  work.  The  simplest  method  of  preparing  such  solutions 
is  to  add  to  a  salt  solution  of  known  concentration  a  definite 
amount  of  its  add  or  base.  Fortunately,  ammonium  chloride, 
which  is  used  in  large  proportion  in  dry  cells,  is  a  very  satisfactory 
salt  for  the  purpose  desired.  The  series  of  solutions  used  was, 
therefore,  prepared  in  the  following  manner: 

A  solution  containing  200  grams  of  ammonium  chloride  per 
kilogram  of  solution  was  prepared  from  the  cp  salt.  To  100  cc 
portions  of  this  solution,  i  cc,  5  cc,  10  cc,  50  cc,  and  100  cc  of 
tenth-normal  hydrochloric  add  or  ammonium  hydroxide  were 
added.  The  hydrogen-ion  concentration  of  each  one  of  these 
solutions  was  determined  by  the  bell  type  of  hydrogen  dectrode 
suggested  by  Hildebrand*  and  measured  against  a  tenth-normal 
calomd  electrode. 

*Joar.  Am.  Chcnu  Soc,  V,  |>.  864;  Z913. 
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m.  DISCUSSION  OF  RESULTS 

1.  Hydrogen-Ion  Concbntrations. — In  Fig.  2,  curve  F  rep- 
resents the  series  of  ammonium-chloride  solutions  the  prepara- 
tion of  which  was  previously  described.  The  zero  ordinate 
represents  the  neutral  20  per  cent  ammonium-chloride  solution. 
Additions  of  tenth-normal  ammonium  hydroxide  to  a  volume  of 
100  cc  of  the  salt  solution  are  indicated  from  zero  to  the  right, 
and  similar  additions  of  tenth-normal  hydrochloric  add  to  100  cc 
of  the  salt  solution  are  indicated  from  zero  to  the  left. 

The  range  in  hydrogen-ion  concentration  thus  obtained  is 
lo**  to  lo"*.  The  uncertainty  of  the  potential  of  the  hydrogen 
electxxxle  in  ammoniacal  solutions,  due  to  loss  of  ammonia  pro- 
duced by  passage  of  hydrogen,  makes  the  alkaline  part  6t  the 
curve  a  little  doubtful,  but  the  error  is  believed  to  be  small. 

The  alkalinity  of  the  ammonia  is  considerably  reduced  by  the 
presence  of  the  ammonium  chloride.  Thus,  in  the  solution  pre- 
pared by  adding  100  cc  of  tenth-normal  ammonium  hydroxide 
to  loo  cc  of  20  per  cent  ammonium-chloride  we  really  have  a 
twentieth-normal  solution  of  ammonia  containing  10  per  cent 
of  ammonium-chloride  and  with  a  hydrogen-ion  concentration 
(curve  10  of  io"«.  The  hydrogen  electrode  in  twentieth-normal 
ammonia  without  the  salt  showed  the  hydrogen-ion  concentra- 
tion to  be  lo"*®.  That  is,  the  presence  of  10  per  cent  of  the  salt 
reduced  the  hydrogen-ion  concentration  by  one  htmdredfold. 
Similar  calculations  were  made  by  Blum,^  using  the  ionization 
constants  of  ammonia  and  water. 

2.  Potential  of  Manganese-Dioxide  Electrode. — ^The 
pot^itials  of  the  three  samples  of  ores  and  oxide  are  represented 
by  the  curves  in  Fig.  2,  curve  /  for  the  Caucasian  ore;  ciu^e  // 
for  the  domestic  ore;  cxnrve  ///  for  the  Brazilian  ore;  and  curve  IV 
for  the  chemically  prepared  oxide. 

In  the  case  of  the  ores,  although  the  parallelism  is  not  exact, 
it  appears  that  the  potential  is  a  logarithmic  function  of  the 
hydrogen-ion  concentration.  Thus,  while  the  potential  of  the 
hydrogen  electrode  in  curve  V  decreases  (—0.39  to  —0.79)  0.40 
volt,  the  potential  of  the  Caucasian  ore  decreases  (+0.62  to 
+0.15)  0.47  volt;  the  domestic  ore  (  +  0.67  to  +0.11)  0.56  volt; 
and  tiie  Brazilian  ore  (  +  0.64  to  +0.19)  0.45  volt.    That  is,  for 

*  Blum— Bull.  Bur.  Stand.,  IS.  p.  sax;  19x6. 
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Fig.  3. — Th€  potentials  of  different  manganese  ores  and  an  oxide  as  measured  in  seriti 
of  NH^Cl  solutions  of  known  hydrogen-ion  concentration  are  represented  by  above  cunts 

/,  CauoMian  ore;  //.  domestic  ore;  ///.  Brazilian  ore;  /V,  chcmicallsr  prepared  ooddc:  V  mamati  the 
curve  of  the  lerics  ol  NH4CI  ■olutloas  tued  in  this  work,  the  hydrocoi-ioa  cuBosatiaticn  rangac  iw 
xo-»  to  IO-*. 
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each  tenfold  decrease  in  hydrogen-ion  concentration,  the  potential 
of  the  Caucasian  ore  decreased  (  -~^  I  Q.067  volt;   the  domestic 

ore  (  -^  j  0.080  volt;  and  the  Brazilian  ore  (  -^  j  0.064  volt 

The  potential  of  the  chemically  prepared  oxide  appears  to  be 
independent  6l  hydrogen-ion  concentration,  for  which  no  explana- 
tion is  offered.  This  difference  from  the  ores  was  entirely  unex:- 
pected  and  requires  further  study. 

3.  '^TVZCft  o?  Time. — ^The  increase  in  potential  produced  by 
increased  add  concentration  would  suggest  a  simple  means  of 
increasing  the  voltage  of  a  dry  cell,  and  it  has  been  said  to  have 
been  used  by  dishonest  makers  to  "  boost "  the  voltage  and  '*  flash 
point  *'  of  their  dry  cells.  It  has  the  disadvantage,  however,  that 
the  voltage  drops  from  day  to  day.  This  is  indicated  by  the 
dotted  curves  in  Fig.  i,  which  represtents,  the  potentials  at  the 
end  of  one  week.  Thus  it  is  seen  that  the  potential  gradtially 
decreased  in  add  solutions  and  increased  slightly  in  alkaline 
solutions.  These  results  would  indicate  thiat  the  shelf-life  •  of 
a  cell  containing  add  would  probably  be  short,  entirely  apart 
from  the  action  of  the  add  solution  upon  the  zinc. 

4.  Relation  op  Hydrogen-Ion  Concentration  and  Open- 
Circuit  Voltage  op  Dry  Cells. — Experiments  showed  that  the 
potential  of  a  zinc  electrode  in  the  solutions  corresponding  to 
curve  V  varies  less  than  0.02  volt;  that  is,  the  zinc  potential  is 
practically  independent  of  the  hydrogen-ion  concentration  of  the 
solution.  But  since  the  potential  of  the  carbon-manganese 
dioxide  is  dependent  upon  the  hydrogen-ion  concentration,  the 
open-drcuit  voltage  of  the  dry  cell,  containing  a  given  ore,  is, 
therefore,  determined  by  the  hydrogen-ion  concentration  of  its 
electrolyte.  It  would  be  possible,  then,  to  vary  the  open-circuit 
voltage,  when  the  cell  is  new,  by  0.4  or  0.5  volt  by  simply  adding 
add  or  alkali  to  it. 

Measinements  of  the  hydrogen-electrode  potential  in  solutions 
containing  12.5  to  50  per  cent  of  ammonixmi  chloride  and  up  to 
40  per  cent  of  zinc  chloride  gave  values  from  0.52  to  0.59  volt 
against  the  tenth-normal  calomel  electrode,  corresponding  to 
hydrogen-ion  concentrations  from  lo-*  to  lo-*'*.,   Since  the  slope 


*  At  the  begnming  of  this  inTcstigation  it  wu  hoped  that  the  duuige  in  potentials  over  a  short  period 
of  time  might  serve  as  an  indication  of  the  probable  sheK-lifeol  a  dry  cell  containing  the  ore  or  oodde  tested. 
The  results  obtained,  however,  were  not  sufficient  to  justify  the  oondusioa  that  it  is  posrible  to  predict 
the  shelf-life  of  an  ore  by  such  a  method. 
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of  the  curves  for  the  ores  near  the  neutral  point  is  much  less  than 
that  for  the  hydrogen  electrode,  the  variation  in  the  open-dicuit 
voltage,  caused  by  differences  in  hydrogen-ion  concentration  of 
ammonium  and  zinc  chlorides  solutions,  would  be  somewhat  less 
than  0.07  volt.  , 

5.  Relation  of  Hydrogbn-Ion  Concentration  and  Polaw- 
2ATION  OF  A  Dry  Cell. — ^There  is  no  means  of  measuxing  the 
hydrogen-ion  concentration  of  the  electrolyte  in  a  dry  cell  with  a 
hydrogen  electrode.  From  the  previous  discussicm  it  appears  that 
the  potential  of  the  manganese  dioxide  electrode  gives  about  as 
true  value  of  the  hydrogen-ion  concentration  in  a  dry  cell  as  it 
is  possible  to  obtain. 

While  it  is  true  that  zinc  chloride  would  reduce  the  alkalinity 
produced  by  ammonia  formed  during  discharge  of  the  cell,  it  is 
probable  that  the  alkalinity  would  at  least  amount  to  that  repre- 
sented in  curve  V;  that  is,  [10-*].  Assuming  this  to  be  true,  then, 
the  decrease  in  hydrogen-ion  concentration  from  that  of  the  neutral 
ammonium-chloride  solution  to  about  10-*  would  cause  a  drop  of 
0.17  volt  in  the  voltage  of  a  cell  containing  the  Caucasian  ore; 
0.21  for  the  domestic  ore;  and  0.14  volt  for  the  Brazilian  ore. 
Roughly,  then,  a  drop  in  voltage  of  at  least  0.15  to  0.20  volt 
may  be  due  to  decreased  hydrogen-ion  concentration.  At  least  a 
portion  of  the  polarization  of  a  dry  cell  is,  therefore,  probably 
due  to  the  layer  of  electrolyte  on  the  surface  of  the  electrode 
becoming  impoverished  in  hydrogen  ions. 

To  determine  the  relative  change  in  potentials  of  the  electrodes 
of  a  dry  cell,  during  discharge,  a  No.  6  cell  was  discharged  con- 
tinuoudy  through  a  resistance  of  10  ohms,  and  the  potentials  of 
the  electrodes  were  measured  at  frequent  intervals  with  a  tenth- 
normal calomel  electrode  and  a  potentiometer  (Fig.  3).  It  is 
noted  that  after  the  first  50  hours  the  potential  of  the  zinc  is  very 
constant  for  the  remaining  170  hours,  while  during  the  latter 
period  of  time  the  manganese  dioxide  electrode  dropped  0.28  volt 
(from  +0.04  to  -0.24).  From  the  previous  discussion  it  is 
reasonable  to  assume  th^t  the  reduced  hydrogen-ion  concentra- 
tion is  responsible  for  o.  1 5  or  0.20  volt  of  this  drop.  It,  however, 
must  not  be  forgotten  that  the  chemical  changes  (reduction  of 
the  oxide)  at  the  siuiace  of  the  electrode  during  discharge  would 
also  lower  the  potential. 
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I?.  CONCLUSIONS 

I.  Thepotentialof  an  electrode  composed  of  a inixture of  giaphite 
and  some  manganese  ores  is  a  logasithmio  f  tmction  of  the  hydrogen- 
ion  concentration  of  the  solution  in  contact  with  the  electrode, 

2.  The  potential  of  similar  electrodes  containing  a  chemically 
prepared  oxide  instead  of  the  natural  ores  is  independent  of  the 
hydrogen-ion  concentration. 

.3.  The  potential  of  the  nattuttl  ores  steadily  decreased  with 
time  in  add  solutions,  indicating  either  a  consumption  of  hydrogen 
ions  or  a  reduction  of  the  oxide  or  both. 

4.  The  potential  of  the  natural  ores  steadily  but  slowly  increased 
in  alkaline  solutions,  indicating  either  a  consumption  of  hydioxyl 
ions  or  oxidation  of  the  oxide  or  both. 

5.  Slight  variations  in  the  hydrogen-ion  concentrations  of  solu- 
tions of  .ammQnium  chloride  and  zinc  chloride  are  sufficient  to 
account  for  variations  of  several  hundredths  of  a  volt  in  open- 
circuit  voltages  of  dry  cells  containing  the  same  ore. 

6.  At  least  a  portion  of  the  polarization  of  a  dry  cell  during 
dischaige  may  be  explained  as  being  due  to  a  layer  of 
electioljrte  on  the  surface  of  the  electxxKle  impoverished  in 
hydrogen  ions. 

The  authors  acknowledge  the  assistance  of  A.  B.  Goodall  in 
nialcing  the  drawings  for  this  paper. 

Washinoton,  August  13,  1919. 
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L  INTRODUCTION 

Interferential  measurements  of  displacement  or  change  in  length 
by  use  of  the  interference  fringes  due  to  two  nearly  parallel  plane 
mirrors  have  heretofore  been  made  abnost,  if  not  quite,  exclusively 
by  means  of  observations  on  the  displacement  of  the  fringes.^  In 
1 91 2,  the  author  designed  a  dilatometer  to  measure  small  changes 
in  length  by  the  change  in  width  of  interference  fringes  and 
thereby  obtained  a  number  of  advantages  in  special  cases.  An 
instrument  according  to  this  design  was  later  constructed  in  the 
Btireau  of  Standards  optical  shop.'  Although  a  few  preliminary 
tests  of  the  use  of  this  method  in  determining  diflFerential  thermal 
expansions  were  made  with  improvised  apparatus  in  191 2,  and 
reported  to  the  Bureau  of  Standards  scientific  staff,*  no  practical 
use  was  made  of  it  for  several  years ;  and  it  was  not  thought  worth 
while  to  publish  anything  concerning  the  new  instrument  or 
method  until  they  had  b^n  thoroughly  tried  in  practice.  Such 
practical  tests  have  now  been  made  and,  indeed,  the  instrument 
and  method  are  now  used  regularly  at  the  Bureau  of  Standards,* 
in  tests  of  thermal  expansion.  Some  accoimt  of  its  use  in  this 
field  has  been  given  to  the  Philosophical  Society  of  Washington, 
and  the  American  Physical  Society,*  but  no  adequate  description 
of  the  instrument  has  yet  been  published. 

>  FizoHi,  Ann.  dc  Chiin.  ct  dc  Fhy.  UX  <.  PP- 146-151;  x864-    Pulfridi.  Zeh.  fOr  Inst.,  18,  p,  365: 1893. 
I  By  John  Clacey. 

'Irwin  G.   Priest  and  L.  B.  OfansfcMd,  Bur.  Standards  Scientific  Stall  Meeting.  Noir.  i.  i9x*.    (Not 
pnbUshcd.) 

*  By  C.  O.  Peters.    See.  for  example,  Sender  and  Peter*.  An  Investigation  of  the  Physical  Properties 
dL  Dental  Materials,  forthcoming  B.  8.  Tech.  Paper. 

*  Priest  and  Peters.  Jour.  Wash.  Acad,  of  Sd..  Ang.  19. 1917.  p.  475.    Peters  and  Priest,  and  Peters  and 
Sander  r  Am.   Fhy.  Soc.  New  Yoik  Meeting*  Mar.  i,   1919. 
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A  general  familiarity  with  the  literature  of  interferometry  indi- 
cates that  methods  such  as  described  in  this  paper  have  been  used 
very  little  if  at  all,  and  it  seems  probable  that  the  instrument  to 
be  described  is  the  first  of  its  kind  to  be  constructed.  While 
making  the  final  revision  of  this  paper,  the  author  has  noticed  for 
the  first  time  a  suggestion  by  Pulfrich  •  that  the  number  of  fringes 
between  two  fixed  lines  on  one  mirror  affords  a  very  accurate 
meastu^  of  the  angle  between  the  two  mirrors.  This  is,  indeed, 
the  essential  feature  of  the  method  to  be  described,  but  it  has 
apparently  not  met  with  much  practical  application  heretofore. 
An  examination  of  the  subject  in  Science  Abstracts  and  the  Port- 
schritte  der  Physik  has  not  disclosed  any  such  applications  of 
Pidfrich's  important  and  valuable  suggestion. 

On  account  of  the  uniqueness  of  the  design  and  the  fact  that  the 
instrument  now  gives  promise  of  being  useful  in  attacking  various 
problems  in  thermal  expansion,  elasticity,  change  in  length  due  to 
magnetization,  ''critical  points,"  shrinkage  or  expansion  due  to 
change  in  moisture  content,  etc.,  it  now  seems  desirable  to  pub- 
lish a  definite  description  of  this  dilatometer  and  the  theory  oi 
its  use. 

n.  DESCRIPTION  OF  INSTRUMBirr 

The  instrument  may,  of  course,  assume  somewhat  varied  me- 
chanical forms.  That  perhaps  best  adapted  to  explanation  is 
shown  in  Fig.  i,  which  is  nearly  the  same,  except  for  its  exact 
dimensions  and  the  shape  of  the  sample,  as  the  model  actually 
constructed  by  Mr.  Clacey,  and  now  in  practical  use  at  the  Bureau. 

ni.  THBORT  OF  METHOD 

Referring  to  Fig.  i ,  the  theory  of  the  method  may  be  explained 
as  follows: 

Let  the  apparatus  be  illuminated  by  monochromatic  light 
from  above.  An  observer  looking  down  in  the  direction  00 
will  see  a  system  of  interference  fringes  as  shown  in  the  Plan, 
Fig.  I,  appearing  to  lie  in  the  plane  bb  of  the  interferometer 
mirror;  that  is,  the  fringes  and  the  reference  lines  on  the  mirror 
can  be  simultaneously  focused  by  a  suitable  optical  instrument 
These  fringes  are  due  to  the  interference  of  the  light  reflected 
from  the  surfaces  cc  and  bfr,  which  inclose  a  wedge-shaped  space 
regarded  as  "  thick  "  (o.i  to  0.3  mm)  compared  to  the  wave  length. 
They  thus  belong  to  the  category  of  so-called  "  Fringes  of  thick 


•  Zdt.  fOr  Instk..  September,  1898,  p.  166. 
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plates,'"  Such  fringes  were  first  described  by  Pizeau  and  are 
known  as  "  Fizeau's  curves  of  equal  thickness.*''  They  are  the 
same  as  used  in  the  Pizeau-Abbe  dilatometer.* 

Numerous  elaborate  treatments  of  such  interference  phenom- 
ena have  been  published  ^^  but  the  reader  not  already  familiar 
with  them  and  desiring  a  brief  elementary  description  and  expla- 
nation is  referred  to  textbooks  by  Lmnmer  and  Edser.^^ 

If  both  the  cover  plate  and  the  base  plate  are  of  glass  or  quartz 
they  should  not  be  silvered.  If  the  base  plate  is  of  polished 
metal,  the  surface  cc  should  be  coated  with  a  thin  semitranspar- 
ent  film  of  some  metal  to  improve  the  visibility  of  the  fringes. 

In  Fig.  I ,  oa  is  the  trace  of  a  plane  through  the  point  of  obser- 
vation and  perpendicular  to  the  intersection  of  the  mirror  planes 
cc  and  66  produced;  that  is,  also  perpendicular  to  55.  The 
fringes  which  are  nearly  straight  and  indeed  sometimes  called 
"  straight "  fringes  are,  accurately  speaking,  carves  convex  toward 
the  intersection  of  cc  and  66  and  normal  to  €ui. 

If  Lx,  the  length  of  the  sample,  is  slightly  greater  (a  few  mi- 
crons) than  Lb,  the  perpendicular  from  5  to  the  plane  6'  6'  paral- 
lel to  plane  66,  the  fringes  will  have  the  cmrvatiure  qualitatively 
indicated  in  the  figure.  If  L^  is  slightly  less  than  Lb  the  curva- 
ture will  be  reversed:  If  Lx  is  exactly  equal  to  Lb  the  fringes 
become  perfect  circles  ("Haidinger  rings")"  apparently  at  an 
infinite  distance  from  the  observer,  in  which  case  no  measurements 
can  be  made  by  the  method  proposed.  Measurements  are  made 
for  the  condition  of  a  difference  of  a  few  microns  in  the  lengths 
Lx  and  L..  In  this  case  small  segments  of  the  fringes  near  the 
axis  aa  are  apparently  straight  and  parallel  to  ss  and  xx.  Let  Lx 
be  adjusted  so  that  a  few  straight  fringes  (say  5  to  20)  appear 
between  the  lines  ss  and  xx.  If,  for  any  cause,  the  difference  in 
the  lengths  L.  and  Lx  then  changes,  the  ntunber  of  fringes  be- 
tween ss  and  xx  will  change;  and  the  change  in  Lu-L^  can  be 
computed  from  this  change  in  the  number  of  fringes. 

'  Bdscr.  I«isht  for  Stadcnts,  p.  4x4. 

•  MfUler-Pouillet.  Lehrbuch  der  Physik.  zoth  ed..  2.  book  3  (OptJk).  p.  747- 

*  Fizcau,  Ann.  de  Chim.  ct  de  Pby.  (4).  2.  PP*  146-Z5Z;  1864.    PnKiidi.  Zat.  fOr  Instk.,  18,  p.  365;  1893. 
i^Michelson,  Phil.  Mag.  (5).  IS.  p.  936;  188a.    Peussner,  Winklenumn's  Handbucfa  der  Physik.    Pock- 

incton,  Camb.  Phil.  Soc.  Proc.,  11.  p.  105;  1901.  Drew,  Phy.  Rev.,  15,  p.  aa6;  zgoa.  Bartsdi,  Diss.  Mar> 
burg;  zpzo.  Wetthauer,  Diss.  Marburg;  Z9zz.  Gefarcke  and  Janidd.  Azin.  der  Phy.  (4),  W,  p.  43<;  >9xs* 
Fahlen.  Ann.  der  Phy.  (4).  89,  p.  Z567;  Z9za.    Janicki.  Azm.  der  Phy.  (4),  40,  p.  493;  Z9Z3. 

11  I^ummer.  MlUkr-Poaillet  Lehrbuch,  loc.  cit.    Bdser,  Light  for  Students,  pp.  416-4Z8;  Z907. 

»  Haidinger,  Pogg.  Ann.,  80,  pp.  453-468;  Z855.    Also  Rayleigh.  Phil.  Mag.,  12,  p.  489;  1906. 
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The  equation  for  this  computation  may  be  given  in  the  follow- 
ing terms: 

X^swave  length  of  light  used. 
Z^sperpendicular  distance  from  X,  bearing  pomt  of 

sample  on  plane  cc,  to  knife-edge  55. 
ifteperpendJcular  distance  between  lines  ss  and  xx. 
nxi^nrder  of  interference  at  xx  before  the  change  in 

Lg-L^  to  be  measured, 
fivt^sorder  of  interference  at  ss  before  the  change  in 
L^'I^  to  be  measured, 
fix,  and  n,,a=aTialogous  meanings  after  the  change. 
in^nri-n^x. 

Laspeipeudicular    distance    from   5    to    plane    VV 

tiuougfa  base  of  sample  and  parallel  to  66. 
Lz^ength  of  sample  (perpendicular  distance  from  X 

to  plane  fr'fcO. 
Lbi^sL.  before  the  change  to  be  measured.     L^^l^ 

after  the  change. 
Lzi^sLx  before  the  change  to  be  measured.    L^^Lx 

after  the  change. 

Then,  in  general, 

ALz-AL.+^(8n,-«nJ.  (i) 

The  derivation  of  the  foregoing  equation  (i)  is  very  simple,  as 
may  be  shown  with  the  aid  of  Fig.  lA,  which  shows  in  a  very 
exaggerated  way  the  angle  between  the  mirrors  cc  and  bh  which 
are  nearly  but  not  quite  parallel.  Let  U,  perpendicular  to  hb,  be 
the  distance  between  cc  and  66  at  reference  line  s.  Let  ^,  perpen- 
dicular to  66,  be  the  distance  between  cc  and  66  at  reference  Knex. 
From  the  proportion  of  sides  in  similar  triangles, 


It  is  also  obvious  that 


W 


t-/.-^  (3) 

Substituting  (3)  in  (2), 


J 
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Or,  in  the  two  particular  cases, 


and 


^1=^.1+ — ^3-^  (5) 


L^^L^^hl^  (6) 


Ptom  (5)  and  (6)  and  the  definitions  of  AL,  and  AL.  above, 

ALx»AL,+— j-(8n5-8nj)  (i) 

which  is  the  equation  to  be  derived. 

IV.  MEASUREMENTS 

X  is  a  known  constant.    D,  d,  Btii  and  in,  must  be  measured. 

d  is  readily  determined  by  a  traveling  microscope  or  Pratmhof  er 
micrometer. 

D  is  determined  as  follows:  Lightly  silver  the  surface  cc.  Place 
it  on  its  bearings,  5  and  X  (Pig.  i),  and  slide  it  a  few  millimeters  in  a 
direction  accurately  parallel  to  SSy  the  sample  being,  meanwhile, 
held  firmly  in  contact  with  the  base  plate  in  its  V-notch  as  shown 
in  the  figure.  The  bearing  points  will  leave  fine  tiraces  in  the  silver 
fihn.  The  distance  between  these  traces  ( =/?)  tnay  then  be  deter- 
mined in  the  same  way  as  d. 

If  samples  are  made  of  a  constant  standard  diameter,  the  dis- 
tance D  becomes  an  instrument  constant  for  all  tests;  and,  indeed, 

— j7-  becomes  an  instrument  constant,  say  iC,  to  be  computed  once 

for  all,  and  we  have 

ALx-AL.-hiS:({n,-«nO  (7) 

If  it  is  desired  to  work  with  samples  of  various  diameters,  a  graph 
or  table  of  /C  as  a  fimction  of  the  sample  diameter  will  facilitate  the 
computations. 

It  is,  of  course,  not  absolutely  necessary  that  the  sample  be  a 
cylinder.  This  has  been  chosen  as,  in  many  cases,  the  simplest 
form  to  prepare  and  as  well  adapted  to  f adlitate  the  automatic 
adjustment  of  D.  In  special  cases  where  some  other  form  of 
sample  must  perforce  be  used,  other  methods  of  determining  D  will 
readily  occur  to  users  of  the  instrument. 

Sn^  and  in^  are  obtained  as  the  direct  result  of  observation  by 
counting  the  whole  number  of  fringes  in  each  case  betweefi  ss  and 
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XX,  adding  to  this  counted  number  the  fractions  of  a  fringe-width 
at  ss  and  xx ,  and  prefixing  algebraic  signs  according  to  the  following 
rule: 

+ ,  if  the  center  of  curvature  lies  on  the  side  xx. 

— ,  if  the  center  of  curvature  lies  on  the  side  ss. 

The  fractional  parts  may  generally  be  estimated  with  an  uncer- 
tainty of  O.I  to  0.2  by  direct  inspection;  but  more  accurate  meas- 
urements require  suitable  micrometric  observation.  The  essential 
requirement  for  such  micrometric  observation  may  be  met  by  an 
optical  system  forming  a  real  image  of  the  fringes  and  reference 
lines  in  a  focal  plane  over  which  a  filar  micrometer  observed  by  a 
low  power  ocular  can  be  moved.  Such  apparatus  can  be  readily 
improvised  in  any  optical  laboratory;  but  by  far  the  best  and  most 
convenient  method  of  meastuing  these  fractions  and  observing  the 
whole  number  of  fringes  is  by  means  of  the  PuUrich  interferometer, 
exactly  as  constructed  for  use  with  the  Fizeau  method."  This 
instrument  also  provides  means  for  monochromatic  illumination. 
It  was  with  this  instrument  that  all  measurements  at  the  Btuieau 
of  Standards  have  been  made. 

If  a  value  of  Lx  is  required  as  in  the  computation  of  the  expan- 
sion coefficient,  it  may  be  obtained  by  a  mechanical  contact  mi- 
cronaeter.     L.  n^y  be  obtained  from  Lr  by  equation  (4). 

V.  SENSITIVENESS,  ACCURACT,  AND  RANGE 

SBNSrnVBHBSS 

By  means  of  the  Pulfrich  instrument,  Sn^—iui  may  be  deter- 
mined as  the  mean  of  a  small  number  of  observations  (say  five) 
with  an  tmcertainty,  due  to  observational  error,  not  greater  than 
o.oi  or  0.02.  The  instrument  constant  K  has  the  dimension  of 
length.  In  the  dilatometer  which  has  actually  been  made 
K  =  0.6  micron.  {D  -  28.71  mm.  d  « 14.00  mm.  X  =0.5876  micnm.) 
The  sensitiveness  is,  therefore,  about  0.006  to  0.012  micron.  It  is 
possible  to  design  an  instrument  of  the  same  general  type  with  a 
slightly  but  not  much  greater  sensitiveness. 

ACCURACT 

Besides  the  error  of  observation  above  noted,  the  accuracy  is 
limited  only  by  unavoidable  variation  in  contacts  during  the 
course  of  measurements.    The  consistency  of  Mr.  Peters'  extensive 


u  Pulfrich.  Zete.  fDr  IiuCk.,  sk  a6z:  S9t*.  iM- 
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measurements  of  thermal  expansion  of  crystal  quartz  parallel  and 
perpendicular  to  the  axis,  by  this  method  and  the  Fizeau  method, 
over  an  interval  from  about  26^  C  to  55*^  C,  shows  that  the 
determinations  of  ALx  are  actually  reliable  to  about  o.oi  or  0.02 
micron.  In  these  particular  circumstances,  therefore,  the  accuracy 
is  nearly  as  good  as  the  sensitiveness.  Within  the  limits  of  its 
applicability,  this  method  is  found  to  be  at  least  as  accurate  as  the 
Fizeau  method,  and  is  probably  more  reliable.  The  contact  errors 
must  be  separately  considered  under  the  particular  circtmistances 
of  each  investigation. 

The  determination  of  K  with  suflSdent  acctnacy  to  obtain  in 
the  computed  result  the  full  value  of  |the  accuracy  attained  in 
the  measurement  at  Sn^—ini  presents  no  difficulty.  For  small 
values  of  Sn^  — Jnj,  it  is  evident  that  only  a  roughly  approximate 
value  of  K  is  required.  In  practical  work  as  contemplated, 
8nj— 8^1  will  never  be  greater  than  40  and  will  be  determined 
with  an  uncertainty  of  about  0.02  or  one  part  in  2000.  With 
the  traveling  microscope,  D  and  d  may  be  determined  with  about 
the  same  relative  accuracy  by  careful  observation.  X  is,  of  course, 
already  known  with  far  greater  accuracy  than  required. 

Lx  may  be  obtained  by  a  mechanical  contact  micrometer  with 
the  same  relative  accuracy  with  which  ALx  is  determined  by  the 
interferential  measurements.  L,  may  usually  be  taken  as  equal 
to  I/x  with  sufficient  accuracy.. 

RANGE 

With  the  apparatus  here  described,  the  largest  value  of  ALx  — 
AL,  which  can  well  be  measured  is  about  20  microns,  in  which 
case  in^  and  8n,  are  each  about  20  and  of  opposite  sign.  It 
wotdd  be  possible  to  increase  the  range  slightly,  but  not  very  much. 

VI.  APPLICATIONS  AND  ADVANTAGES 

The  application  of  this  dilatometer  to  the  determination  of 
relative  thermal  expansivity,  particularly  in  case  the  differential 
expansion  is  small,  is  obvious,  and,  as  has  been  mentioned,  it  is 
already  being  used  for  this  purpose.  The  base  plate  may  be 
made  of  any  material  of  standard  expansivity  and  the  various 
samples  determined  relative  to  it. 

It  appears  that  the  instrtunent  might  also  be  adapted  to  the 
measurement  of  small  increments  in  length,  due  to  other  causes, 
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such  as  mechanical  stress,  magnetization,  change  in  moisture 
content,  etc. 

The  detailed  methods  will  douDtless  occur  to  those  interested  in 
such  measurements;  but  it  is  well  to  point  out  in  advance  one 
important  feature  which  might  be  overlooked.  The  absolute 
length  of  the  sample  is  quite  tmdetermined  so  far  as  the  principle 
of  the  method  is  concerned.  It  is  only  necessary  to  construct 
the  base  plate  with  suitable  distance  between  the  planes  bb  and 
b^y  to  accommodate  the  sample,  the  length  of  which  may  be 
fixed  by  other  considerations.  Thus,  in  magnetic  tests  it  may  be 
desirable  to  make  this  several  centimeters  instead  of  one. 

The  advantages  of  this  method  over  the  Fizeau  method,"  which 
has  been  so  widely  used  in  measurements  of  thermal  expansivity, 
may  be  enumerated  as  follows: 

1.  Smallness  and  simplicity  of  sample.  Only  one  small  pin 
is  required,  whereas  the  Fizeau  method  requires  three  similar 
pins,  a  ring  3  to  4  cm  in  diameter  with  three  bearing  points  for 
the  base  plate  and  cover  plate,  or  a  block  with  one  true  fdam 
surface  about  10  mm  in  diameter.  This  advantage  is  important 
on  three  separate  considerations,  viz,  (a)  economy  of  time  and 
labor  in  preparing  the  sample;  (fi)  economy  of  material,  which 
is  important  in  some  cases ;  (c)  the  possibility  of  more  minute  study 
of  homogeneity  of  naaterial. 

2.  The  correction  for  change  of  refractive  index  due  to  change 
in  density  of  the  air  during  the  experiment  is  eliminated  without 
evacuating  the  container.  In  the  Fizeau  method  for  thermal 
expansion,  this  is  a  very  clumsy  and  troublesome  although  a 
small  correction." 

3.  The  trouble  of  counting  the  passage  of  fringes,  or  obtaining 
their  displacement  by  other  tedious  methods  (observations  on 
different  wave  lengths  and  solution  of  fraction  puzzles)"  is  entirely 
eliminated. 

4.  The  chance  of  errors  due  to  variation  in  contacts  is  reduced. 

5.  The  possibility  of  displacement  of  the  reference  lines  due  to 
"creeping"  or  accidental  displacement  of  the  cover  plate  in  the 
Fizeau  apparatus  is  eliminated. 

1*  Pizcaa,  Ann.  de  Chixn.  ct  de  Phy.  (4),  t,  p.  146;  1864. 

^  Pulfrich.  Zdt.  fOr  Instk..  18,  p.  456.    Priest.  Boltetln  of  tl&e  Bureau  of  StaadMds»  •,  p.  47». 

M  Pulfrich,  Zeit.  fUr  Instk..  IS,  pp.  369, 437.  «t  Mq. 
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Vn.  CONSIDERATIONS   OF   MECHANICAL  CONSTRUCTION: 
A  TYPE  OF  SIMPLER  CONSTRUCTION 

The  theory  of  the  construction  of  the  base  plate  shown  in  Fig. 
I  is  as  follows: 

1.  A  plate  is  made  with  plane  and  parallel  surfaces,  tested  by 
Haidinger  rings." 

2.  All  of  one  of  these  surfaces  except  a  minute  strip  or  edge 
forming  the  knife-edge  S  is  then  ground  away  as  shown  in  the 
figure.  The  knife-edge  S  is  thus,  by  construction,  an  element  of 
the  original  surface,  and  so  is  parallel  to  the  base  6"  &",  the  other 
original  surface. 

3.  The  surface  bb  is  then  grotmd  and  polished  plane  and  parallel 
to  6"  6"  (by  interference  fringe  tests)  and  about  0.2  to  0.3  mm 
below  the  original  surface;  and  is  thus,  by  construction,  parallel 
to  the  knife-edge  5S. 

4.  The  recess  to  receive  the  sample  is  then  grotmd  into  one  side 
of  the  plate  as  shown  leaving  the  stirface  &'  6'  plane  and  parallel 
to  6"6"  with  good  mechanical  but  not  optical  accuracy.  (The 
disturbing  reflection  from  6"6"  which  results  from  this  con- 
struction may  be  eliminated  by  cementing  a  plate  of  black  glass 
onto  6"6".) 

The  construction  was  begun  on  this  theory,  but  in  the  end  it 
was  found  necessary,  in  order  to  save  the  piece,  to  slightly  adjust 
the  knife-edge.  Indeed  the  middle  portion  of  this  edge  has  been 
cut  away  leaving  only  bearings  near  the  ends  to  support  the  cover 
plate.    There  is  no  objection  to  this  alteration. 

This  design  is  admittedly  difficult  to  construct.  The  difficulty 
lies  in  the  fact  that  the  projecting  knife-edge  5  interferes  greatly 
with  the  normal  polishing  process  of  correcting  the  surface  bb  to 
an  accurate  true  plane  which  is  necessary.  Although  the  piece 
which  has  actually  been  made  is  a  credit  to  the  optician,  consider- 
ing the  difficulty  of  its  construction,  still  the  stirface  bb  is  not  as 
perfectly  true  plane  as  cotdd  be  desired. 

This  diffictdty  can,  of  course,  be  obviated  by  making  the  expan- 
sion standard  (a  block  with  its  base  in  the  plane  b'b'  and  its  apex 
at  S,  Fig.  i)  separate  from  the  base  plate.  Indeed,  several 
pieces  of  apparatus  of  this  t3rpe  have  been  made  and  used  at  the 
Bureau  of  Standards,  the  expansion  standard  consisting  of  two 
similar  but  separate  posts  or  pins  having  their  position  deter- 


17  HOner-Foainet,  LdulKidi  der  Physik,  xoth  ed.,  8,  book  3  (Optlk),  articles  35x-3S3« 
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mined  by  contact  with  the  base  plate  and  lower  nurror,  just  as 
the  position  of  the  sample  is  determined.  In  some  cases  the  plate 
between  b'^  and  y^y^  has  been  made  separate  from  the  lower 
mirror  plate  (the  part  between  bb  and  b^  b^).  The  standard  posts 
need  not  even  be  of  the  same  material  as  the  mirror  plate. 

The  only  disadvantage  of  this  design  is  that  the  chance  of  con- 
tact  errors  and  accidental  lateral  displacement  of  the  points  of 
support  with  reference  to  the  reference  lines  on  the  lower  minor 
is  introduced.  These  posts  could,  however,  be  mechanically 
bound  in  place,  but  this  procedure  has  not  actually  been  txied 
Light  spring  clips  might  suffice.  In  the  case  of  glass  or  fused- 
quartz  apparatus,  the  fusion  method  of  Paricer  and  Dalladay 
might  be  used  to  secure  the  standard  posts  to  the  base  plate. 

The  advisability  of  constructing  ^)ecial  apparatus  such  as 
described  in  this  paper  will,  of  course,  be  determined  by  the  extent 
of  systematic  work  contemplated  in  any  case.  For  a  few  experi- 
ments, it  would  not  be  worth  while;  but  if  large  numbers  of 
samples  are  to  be  examined,  the  special  apparatus  will  soon 
"pay  for  itself"  in  convenience  and  economy  of  time.  One  of 
these  standard  instruments  being  ready,  the  preliminary  adjust- 
ments for  each  separate  determination  will  be  sfaxq>ly: 

1.  Adjustment  of  diameter  of  sample  to  gage  (mechanical 
caliper  test)  in  order  to  give  D  its  standard  value. 

2.  Adjustment  of  length  of  sample,  L*,  to  give  fringes  of  suit- 
able width.  (The  parallelism  of  the  fringes  to  the  reference  lines 
XX  and  ss  is  fixed  by  construction  of  the  instrument.) 

Extensive  data  on  the  use  of  this  apparatus  have  been  obtained 
by  C.  G.  Peters  at  this  Bureau  (See  Sec.  V,  2,  above)  and  it  is 
expected  that  he  will  publish  these  in  the  near  future.  In  the 
meantime,  the  author  would  express  his  appreciation  of  Mr.  Peters* 
work  in  developing  and  perfecting  the  method. 

Washington,  June  21,  191 9. 

>*  PbiL  JC«c.,  tt,  p.  »76;  March.  19x7. 
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I.  XNTRODUCTIOir 

The  research  reported  in  this  paper  was  undertaken  as  part  of 
the  Bureau  investigation  of  certain  problems  of  searchlight  il- 
lumination. One  of  the  important  aspects  of  searchlight  illumi- 
nation, such  as  the  detecting  of  airplanes,  is  a  matter  of  contrast, 
since  the  object  illuminated  by  the  search  lamp  must  be  seen  in 
contrast  to  the  diffused  light  in  the  path  of  the  beam,  or  in  con- 
trast to  other  diffused  light  The  brightness  of  tiie  path  of  the 
beam  determines  what  the  brightness  of  a  target  of  any  given 
size  must  be  in  order  that  it  may  be  visible.  This  is  a  matter  of 
the  contrast  sensibility  of  the  eye,  usually  at  low  levels  of  illumi- 
nation. To  obtain  data  bearing  upon  this  point,  laboratory  ex* 
periments  wer^  performed. 

H.  GENERAL  METHOD 

The  general  method  followed  was  to  illuminate  a  screen  to  a 
known  amount  so  that  its  brightness  might  be  comparable  with 
that  of  thft.path  of  the  searchlight  beam.  Upoin  this  screen  was 
projected  a  rectangtdar  beam  whose  horizontal  width  could  be 
varied  at  will. 
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The  aspect  then  was  that  of  a  rectangular  strip  of  light  upon  a 
light  background.  The  length  of  the  strip  was  varied  faxmi 
nothing  to  a  length  which  enabled  the  observer  at  26.3  m  from 


wtrcHii  'in. 


the  screen  just  to  see  the  patch.  This  length,  together  with  tbe 
brightness  of  the  screen  and  the  brightness  of  the  strip,  ms 
recorded. 
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T^no  series  fA  observations  were  made.     In  the  first  series  the 
field  ilhmiination  and  strip  illtunination  were  varied  by  steps 
Q  A  Hi  ^  *^^  same  ratio,  so  that  a  con- 

stant contrast  between  the  two 
was  maintained.  In  the  second 
series  the  field  brightness  was  kept 
constant,  and  the  strip  brightness 
was  varied  by  steps  thus  giving  a 
varying  contrast. 

^  m.  APPARATUS 

I  1.  ORNERAL  DESCRIPTION 


^flJl 


C? 


^q: 


I 


if 


I 


The  disposition  of  apparatus  for 
these  experiments  is  depicted  in 
Figs.  I  and  2.  The  screen  was 
coated  with  a  white  diffusing  paint 
of  magnesium  oxide  in  water  hav- 
ing dissolved  in  it  a  slight  amount 
of  white  library  paste  as  a  binder. 
This  screen  was  illuminated  by 
means  of  the  locomotive  headlight 
lamp  L„  Fig.  i,  operated  at  29 
volts.  By  means  of  sectored  disks 
on  the  motor  M ,  the  intensity  of 
the  general  illunnnation  on  the 
screen  was  regulated.  The  lamp, 
L},  wasindosed  by  a  metal  cylinder 
with  a  suitable  aperture.  An  ad- 
ditional black  screen,  J,  was  placed 
just  beyond  the  disk.  These  pre- 
cautions assured  us  that  the  screen 
received  a  negligible  amount  of  il- 
ltunination from  the  light-colored 
walls  of  theroom.  The  screen  was, 
furthermore,smToundedbyablack- 
cloth  border.  The  projection  lan- 
tern by  means  of  which  the  vari- 
able strip  of  light  was  projected 
upon  the  screen  was  equipped  with 
a  nuniattu^  signal  lamp,  L,,  oper- 
ated at  6  volts.  The  two  lamps,  Z.,  and  L,,  Fig.  i ,  were  operated  on 
storage  batteries,   and  voltage  was  kept  constant  to  o.i  volt 
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The  lantern  was  provided  with  a  bilateial  slit,  whose  construc- 
tion is  shown  in  detail  in  Pig.  3.    Its  chief  parts  were  two  jaws, 


J,  smoothly  displaceable  horizontally  in  guides,  g,  under  tensiofl 
of  two  springs,  s.    The  displacement  of  the  jaws — that  is,  the 
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opening  of  the  slit — was  varied  by  means  of  a  cord,  c,  attached  to 
the  jaws  and  passing  over  pulkys,  p,  to  the  winch,  w,  operated 
by  the  key,  *.  To  limit  the  aperture  vertically  to  a  required 
height,  a  diaphragm,  D,  of  any  desired  width  could  be  inserted 
into  guides,  g.  This  simple  slit  mechanism  when  in  good  con- 
dition gave  entire  satisfaction  for  the  purpose  in  hand.  A  second 
sectored  disk»  M^  Pig*  i,  was  placed  before  the  projection  lan- 
tern to  control  the  brightness  of  the  variable  strip.  To  determine 
the  length  of  a  strip  projected  upon  the  screen  a  scale,  T,  Fig.  i, 
was  projected  alongside  of  the  strip  by  means  of  the  lens,  I. 
When  measurements  6i  the  length  of  the  strip  were  made,  the 
light  from  lamp,  L,,  was  eclipsed  by  means  of  a  screen  operated 
by  a  lever  which  simultaneously  closed  the  circuit  with  lamp  L^ 
causing  only  the  strip  and  the  scale  superimposed  to  be  visible. 
All  the  manipulation  of  the  sectored  disks,  the  variable  slit,  and 
the  reading  scale,  as  well  as  the  recording,  was  done  by  one 
operator. 

2.  PHOTOMETRIC  MRASURBMBSTS 

The  brightness  of  the  screen  and  of  the  strip  were  meastued  by 
means  of  a  photometer  (Macbeth)  equipped  with  a  lens,  and 
calibrated  to  read  in  microlamberts.  The  lamp  in  the  lantern 
and  the  lamp  illuminating  the  screen,  and  that  in  the  photometer 
were  adjusted  for  a  color  match.^  Measurements  of  the  bright- 
ness of  strip  and  screen  were  made  twice  in  each  night,  viz,  at  the 
beginning  and  end  of  the  observations.  The  calibration  of  the 
photometer  was  usually  checked  once  during  the  night  by  comr 
parison  with  a  secondary  standard.  The  screen  was  explored  for 
uniformity  of  brightness  ovei*  its  entire  area,  and  was  found 
satisfactory  over  the  portion  of  it  that  was  actually  used. 

It  was  somewhat  more  difficult  to  obtain  uniformity  of  bright- 
ness across  the  entire  maxtmum  length  of  the  strip  because  of 
the  slight  obliquity  of  the  projection.  This  was  accomplished 
in  the  following  manner:  A  photograph  was  taken  of  the  screen 
illuminated  by  means  of  the  projection  lantern  with  the  variable 
slit  entirely  extended,  and  the  diaphragm,  D,  Fig.  3,  removed. 
The  size  of  the  picture  was  made  about  the  size  of  the  aperture  in 
the  lantern.  The  negative  was  then  cut  down  to  fit  into  the  slide, 
as  shown  by  5  in  Fig.  3.  The  resultant  distribution  across  the 
strip  was  very  uniform.  The  exposure  of  the  negative  was  short 
so  that  its  ab^rption  at  the  densest  parts  was  probably  no  more 


1  It  may  be  pointed  out,  however,  that  when  the  itrip  wm  very  amaU  a  aU^t  physioloKical  oolor 
difference  appealed. 
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than  15  per  cent.  This  was  necessary  not  only  to  economize  the 
light  but  to  avoid  appreciable  changes  in  the  brightness  when  the 
strip  length  was  varied.  Within  experimental  errois  the  br^ht- 
ness  of  the  center  of  the  strip  when  entirely  esctended  and  when 
almost  closed  was  the  same. 

3.  AtnOLURT  SCRXBir 

It  has  been  stated  above  that  the  general  illumination  on  the 
screen  was  cut  o£f  when  the  length  of  the  strip  was  read.  This  was, 
of  course,  subjecting  the  eye  of  the  observer  to  a  variable  and  un- 
certain state  of  adaptation.  To  avoid  this  an  auxiliary  white 
diffusing  screen  was  used  upon  which  the  eye  of  the  observer  was 
fixed  whenever  the  illumination  on  the  main  screen  was  cut  off 
or  seriously  changed,  as  during  the  time  of  adjusting  the  sectored 
disks.  The  relative  position  of  the  screens  and  observer  is  shown 
in  Fig.  2,  where  St  is  the  main  screen  and  5,  the  auxiliary  screen 
mounted  upon  a  carriage  which  could  be  moved  to  or  horn  the 
observer  at  O,  until  the  brightness  of  it  due  to  illumination  from 
the  lamp,  L^  Pig.  3,  whose  voltage  was  also  controlled  by  the 
observer  at  0,  was  equal  to  the  brightness  of  the  screen  Si.  The 
lamp,  Lft,  was  turned  out  by  the  observer  dtiring  the  time  that 
he  was  observing  the  strip  upon  the  screen. 

IV.  OBSERVINO  CONDiriOHS 

The  observer  was  seated  in  a  room  at  a  distance  of  26.3  m  from 
the  screen  and  test  strip.  This  room  could  be  darkened  but  was 
not  entirely  light-tight.  Skylight  and  moonlight  were  always 
present  to  a  very  small  extent.  However,  since  the  observatioDS 
were,  perforce,  naade  after  nightfall  and  before  dawn,  the  effects 
of  the  small  amount  of  stray  light  from  external  sources  were, 
undoubtedly,  smaller  than  the  correqxmding  effect  of  the  light 
fix>m  the  lamp,  L^,  and  from  the  two  scveeios,  fen*  there  was  some 
general  illumination  in  the  observer's  toom  at  all  times  from  both 
ol  the  screens.  The  walls  of  this  room  as  well  as  the  walls  of  the 
adjotning  room  containing  the  auxiliary  screen  and  lamp  were 
all  of  very  light  tint 

It  is  of  interest  to  pdnt  out  that  additional  illtunination  other 
than  from  the  main  screen  entering  the  observer's  eye,  did  not 
necessarily  decrease  the  sensibility.  It  was  noticed,  for  example, 
that  when  the  auxiliary  screen  was  illuminated  while  the  strip 
was  observed,  the  strip  became  more  visible.    This  phenamwinn 
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is  amilar  to  that  observed  by  Nutting,  that  when  the  field  was 
stopped  down  with  black  the  threshold  was  raised.* 

The  observer  used  his  right  eye  only,  having  the  natural  pupil. 
The  left  eye  was  covered  by  a  dark  card  over  the  left  spectacle 
lens  in  case  of  one  observer  (E.K.)  who  wore  glasses.  A  similar 
method  sufficed  for  the  second  observer  (E.P.T.T.)  by  the  use  of 
a  spectacle  frame  without  glasses.  Both  observers  have  had 
considerable  experience  in  photometric  measttrements.  Before 
the  subject  began  to  observe  he  remained  under  the  test  condi- 
tions from  ID  to  15  minutes  with  the  eye  exposed  to  the  screen  of 
the  brightness  desired  to  begin  the  observations.  To  keep  the 
observer  alert,  particularly  at  the  lower  contrasts  and  at  low  field 
illtunination,  "blank"  settings  were  made  as  follows:  The  slit 
was  entirely  closed  as  when  starting  all  observations;  then  it  was 
announced  to  the  observer  that  he  look  for  the  strip  as  custom- 
arily. The  slit,  however,  was  not  opened,  so  that  any  strip  seen 
by  the  observer  was  imaginary.  Such  checking  was  made  at  the 
pleasure  of  the  operator  at  irr^ular  intervals.  When  several 
imaginary  strips  were  reported  for  any  condition  of  the  bright- 
ness or  contrast  and  of  the  physiological  condition  of  the  observer, 
the  observations  were  discontinued  and  resumed  on  some  suc- 
ceeding day,  if  it  was  desired  to  extend  or  repeat  the  observations. 

The  amount  of  the  surfcure  of  the  screen  and  the  maximtun 
length  of  the  test  strip  seen  by  the  observer  were  Kmited  by  inter- 
vening doorways.  The  n:iaximum  length  of  strip  was  about  125 
cm.  The  area  of  screen  actually  used  was  approximately  125  by 
125  cm. 

The  rooms  in  which  these  experiments  wes^  made  were  not 
available  for  this  purpose  during  the  da3rtime.  As  a  consequence 
the  observations  were  usually  made  after  the  observers  had  been 
performing  other  active  duties  for  8  or  10  hours  previously.  The 
disposition  to  manifest  fatigue,  at  times  very  markedly  as  noted 
below,  was,  undoubtedly,  due  to  this  fact. 

V.  DATA   OBTAINED 

The  two  methods  by  which  the  two  series  of  observations  pre- 
viously mentioned  were  obtained  are  as  follows: 

I.  The  illumination  on  the  screen  (this  will  be  referred  to  as 
the  field  brightness)  is  kept  constant,  while  the  illumination  on 
the  strip  (strip  brightness)  is  varied  by  known  amotmts  by  means 
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of  sectored  disks.  By  this  method  a  relatioii  is  directly  obtained 
between  the  length  of  strip  and  contrast  between  the  field  and 
strip  for  any  desired  field  brightness. 

2.  The  rdative  brightness  of  the  field  and  strip  is  fixed,  and  the 
brightness  of  both  is  reduced  in  known  steps  by  sectored  disks. 
A  relation  is  thus  obtained  directly  between  the  length  of  strip 
and  the  field  brightness  for  any  desired  contrast  between  field 
and  strip. 

Both  of  these  methods  differ  materially  from  the  method  by 
which  Reeves  '  obtained  his  excellent  results,  and  also  differ  from 
that  of  Koenig.^ 


Obaerver,  B.  P.  T.  T.,  Jtme  lo^  tz.  19x9 

Fig.  4.— Relation  beiufetn  strip  Ungth  (visual  angle)  and  ratio  qfbrightnsss  difference  ie 

field  brightmss 

Ay^n&t  ol  itorttMliig  and  increMiiiff  brightiMn  difference:  t,  P.  B.— 427  microkiiibcrtt;  t.  F.  B.*jao 
niicrolambcTU;  3,  P.  B.— xtemicrolamberts 

1.  RESULTS  BT  VHtST  HBTHOD 

The  data  obtained  by  the  first  method  for  each  of  the  two 
observers  are  given  in  curves  of  Figs.  4  and  5  where  the  strip  length 
is  indicated  along  the  axis  of  abscksae  in  centimeters,  and  in 
terms  of  the  angle  which  this  length  subtended  at  the  observer's 

*  T.  OpL  80c.  Amer.*  It  p.  u$;  Z9t7> 

•  Fhyaiolocical  Optics,  p.  135.  The  resvlt*  ol  Bkacfaasd  ihoald  also  bt  noted,  obtained  by  a  slnilir 
photometric  method  and  coofinninc  the  ttsults  of  Eoenig,  when  theintenalty  imit  ol  the  latter  aie  propcilr 
evaluated.  Theaeai^  rqwted  by  Nutting  in  Tmaa.  UL  Hug.  Soct  lit  P» »» igifl;  andin  J.  Fttnlrt  hwti 
18t«t».aa7;i9i7. 
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e3re.  The  contrast  condition  is  indicated  along  the  axis  of  ordinates 
in  terms  of  the  Fechner  fraction;  that  is,  the  ratio  of  difference 
between  strip  brightness  and  field  brightness  to  the  field  bright- 
ness. A  series  of  observations,  Fig.  4,  for  three  different  values 
of  the  field  brightness,  viz,  427,  320,  and  160  microlainberts  (/il) 
were  made  by  one  observer  (E.  P.  T.  T.).  Similar  observations, 
Pig-  5>  "^rore  made  by  the  second  observer  (E.  K.)  with  field  bright- 
ness of  418,  314,  and  i57mI.  Por  each  value  of  the  field  bright- 
ness, observations  were  made  both  on  decreasing  and  increasing 
the  strip  illumination.    The  curves  of  Figs.  4  and  5  are  the  average 


I^  VISUAL  ANMSm 
B.  K.,  Jane  14,  ts.  1919 
Feo.  5. — Rilaiion  hstwrnn  strip  Ungih  (vuttal  angle)  and  ratio  of  brighinou  difference  to 

field  brightness 

curves.  The  values  of  the  strip  length  obtained  on  decreasing  the 
strip  illumination  usually  were  smaller  at  any  given  oontrast  than 
those  obtained  on  increasing  the  ittumination.  At  times  this 
"lag"  was  very  marked.  It  was  related  to  the  general  physio- 
logical condition  of  the  observer  as  well  as  to  the  immediate  con* 
dition  of  the  eye  due  to  prolonged  functioning.  These  differences 
are  the  fatigue  effects  referred  to  previously.  The  time  required 
to  make  a  complete  series  of  observations  both  for  decreasing 
and  for  increasing  the  strip  illumination  for  a  given  field  brigfat<- 
was  approximately  1.25  hours. 
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It  is  of  interest  to  record  some  typical  cases  of  this  fatigue,  as 
those  in  Fig.  6  for  one  observer  (E.  P.  T.  T.) ;  and  in  Fig.  7  for 
the  second  observer  (E.  K.).  For  the  latter  is  given  one  extreme 
case  of  this  fatigue  for  a  field  brightness  of  418/1I.  A  second 
series  of  curves  is  given  in  Pig.  8  for  one  observer  (E.  K.)  pictttring 
the  data  taken  at  an  earlier  date.  The  field  br^fatness  was  432, 
324,  and  162/ul.  These  curves  are  of  the  same  general  nature  as 
those  given  in  Fig.  5  above,  and  lie  fairly  consistently  with  them. 
In  all  respects  the  external  conditions  were  approximately  the 


40  i^^  jo§  «ai  sm^iomim^ 

m  ti^  19  if  Ml  £49m0iLAmLt  mm 

Observer,  B.  P.  T.  T.,  June  90,  n,  1919 

FIg.  6. — RikUion  Uiumn  itnp  kngik  {visual  angle)  and  ratio  of  brightness  diffefence  to 

field  Mgkinets 

same  in  the  two  cases.  The  crossing  of  the  two  curves  for  the 
U^her  fidd  brightness  is  a  result  of  fatigue  and  lack  of  control  of 
the  factor  of  time«  When  fatigued  the  eye  required  a  longer 
time  to  distingtiish  the  test  strip. 

In  both  methods  six  observations  and  frequently  mtoie  were 
made  for  each  setting  of  the  sector  disk.  The  time  between  two 
adjustments  of  the  strip  was  approximately  uniform.  The  slit 
was  opened  at  a  rate  such  that  the  motion  of  the  boundary  of  the 
strip  of  light  was  imperceptible  to  the  observer.  In  this  con- 
nection it  may  be  noted  that,  in  the  beginning  of  the  experimesits 
upon  the  contrast  sensibility,  it  was  attempted  to  record  obser- 
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ObKHPcr,  B.  K*.  June  a4,  is,  t^g 
F^O.  7.— l^flolion  between  strip  lengUi  {visual  angle)  and  raiio  ef  bri§Mmtss  difference  to 
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ObMTVtr.  Q.  K..  June  •■•  aa.  1919 
Fko.  ^.—Relation  between  strip  length  (visual  angle)  and  ratio  qf  brightmu  difference  to 

field  brigkhness 
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vatkms  of  the  strip  length  when  just  visible,  both  upon  decreastng 
and  upon  increasing  it.  The  strip  length  for  the  former  conditicm 
was  usually  very  much  less  than  that  for  the  latter.  Such  obser- 
vations with  decreasing  length  of  strip  were  discontinued,  however, 
for  the  following  reasons: 

I.  The  results  obtained  on  decreasing  the  strip  were  far  more 
erratic  than  those  obtained  on  increasing  the  strip.  The  latter 
could  be  quite  satisfactorily  duplicated  from  day  to  day  when 
conditions  were  the  same.  The  visibility  of  the  strip  while  de- 
creasing was  more  a  matter  of  attending  to  the  movement  of  the 


Z4  vtsiMLAueuem 

OfMcrrer.£.K. 
Ffio.  9. — Relation  between  JUld  brightness  and  ship  length  {visual  angle)  ratio  heiwmn 
brightness  difference  and  field  brightness 

terminal  boundaries  of  the  strip  even  when  such  movement  wbs 
slow. 

2.  The  time  required  was  approximately  doubled  so  that 
greater  fatigue  efEects  were  introduced  into  the  observations  that 
were  reliable. 

3.  Much  longer  time  than  could  be  devoted  to  these  experi- 
ments would  have  been  demanded  in  order  to  obtain  satisfactory 
results  with  the  strip  decreasing. 

The  curves  of  Pigs.  4  and  5  are  similar,  and  are  somewhat  sug- 
gestive of  hyperbolas,  but  by  test  are  shown  not  to  be  such. 
These  curves  are  typical  of  curves  that  are  obtained  under  ap- 
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proxhnately  the  same  external  conditions.  These  data  should  not 
be  generally  applied,  but  similar  curves  obtained  for  a  large  num- 
ber of  observers  would  be  applicable.  The  nec6saty  of  a  large 
number  of  observers  is  to  eliminate  not  only  differences  between 
individuals  but  also  to  eliminate  the  variations  for  each  individ- 
ual that  depend  upon  the  physiological  conditions  of  the  eye. 

2.  RESULTS  BT  SBCOIVI)  METHOD 

The  data  obtained  by  the  second  method  ate  somewhat  more 
extensive.  These  are  represented  by  the  curves  of  Figs.  9  and 
10.    Ordinated  are  values  of  field  t»ightness»  in  microlamberts; 


Obacrvcr,  9.  P.  T.  T. 
"BiO.  lo. — Relation  between  field  brightness  and  strip  length 

abscissas  are  lengths  of  the  strip  in  centimeters  with  the  equiva- 
lent visual  angle  subtended  at  the  eye  of  the  observer.  The  rela- 
tion is  given  between  the  visual  angles  add  field  brightness,  for 
ratios  of  diffeiience  in  brightness  to  field  brightness  of  0.076a  to 
0.0191  for  one  observer^  Fig.  9,  and  from  0.0755  to  0,0172  for  the 
second  observer,  Fig.  10.  The  curves  for  the  two  observers  are 
very  similar.  The  exact  location  of  the  individual  ciu^es  may 
change  with  the  physiological  condition  of  the  observer,  but  they 
are  always  of  the  same  type.  Under  favorable  conditions  the 
curves  cotdd  be  very  closely  duplicated  at  different  times.  The 
data  in  the  curves  were  obtained  in  an  interval  of  10  nights. 
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Several  of  the  curves  are  repetitions  of  curves  origiiially  obtained 
that  were  obviously  out  of  proper  place  for  reasons  of  fatigue. 

The  curves  giving  the  relationship  between  the  visual  angle  and 
brightness  or  contrast  show  that,  tmder  certain  canditions,  a  very 
small  change  in  the  size  of  the  target  demands  a  very  great  change 
in  contrast  or  field  brightness.  This  relationship  is  siKh  as  to 
suggest  the  possibility  of  adapting  it  to  the  measurement  of 
distances. 

The  data  given  in  the  curves  were  obtained  with  a  strip  whose 
width  was  fixed  (19.5  cm).  Only  a  few  observations  were  made 
with  a  strip  of  8.5  cm  wide.  These  indicated  that,  first,  for  a 
fidd  brightness  of  533^!  where  the  lei^^ths  of  the  strips  are  rda- 
tively  small,  the  area  just  visible  was  greater  for  the  narrow  strip 
than  for  the  wider;  second,  for  field  brightness  of  200^1!  the  reverse 
was  the  case;  third,  for  intermediate  brightness,  areas  for  the  two 
strips  of  different  widths  were  very  approximately  equal*  When 
making  any  application  of  the  data  the  square  root  of  the  area 
may  be  used  to  obtain  approximately  the  minimum  visual  angle, 
if  it  is  assumed  that  the  area  just  visible  is  independent  of  the 
shape  of  the  target. 

To  see  whether  the  effect  of  the  introduction  of  a  color  contrast 
is  very  markied,  one  set  of  observations  was  made  when  a  deep 
blue  glass  was  placed  before  the  lamp  illuminating  the  field. 
The  field  brightness  was  approximately  90^.  There  was  a  very 
great  color  difference  during  the  measurement  of  the  field  bright- 
ness when  the  glass  was  present.  The  glass  was  then  displaced 
by  a  sectored  disk  of  approximately  the  same  transmission.  The 
length  of  the  strip  was  diecidedly  shorter  for  the  former  condition- 
Time  did  not  permit  pursuit  in  this  direction  with  greater  refine- 
ment and  detail. 

VL  SUMMARY 

1.  Data  on  the  contrast  sensibility  of  the  eye  is  fundamental  in 
searchlight  and  similar  illumination. 

2.  The  relations  between  visual  angle,  contrast,  and  field  brigbt- 
ness  for  two  observers  are  represented  in  groups  of  curves  wUch 
lie  consistently  with  each  other. 

3.  For  practical  applications  mean  values  obtained  from  a 
large  number  of  observers  should  be  employed. 

Washinoton,  August  4,  1919. 
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I.  INTRODUCTION 

In  practical  water  analysis  the  amount  of  suspended  matter  has 
been  roughly  estixnated  by  the  turbidity  of  the  water.  In  order 
to  render  it  possible  for  different  laboratories  to  compare  their 
results  the  water  analysts  of  the  cotmtry  have  adopted  a  standard 
of  turbidity.  This  standard,  however,  has  long  been  considered 
by  them  as  unsatisfactory,  and  so  it  was  thought  advisable  to  in* 
vestigate  the  subject  with  the  hope  of  finding  some  way  by  which 
it  could  be  improved.  The  cooperation  of  the  Bureau  was  invited 
by  the  joint  committee  on  standard  methods  of  the  American 
PubHc  Health  Association,  the  American  Chemical  Sodety,  and 
the  American  Water  Works  Assodation. 

As  a  first  step  in  this  investigation  the  methods  of  measuring 
turbidity  were  studied,  and  a  turbidimeter  was  designed,  con- 
structed, and  tested.  Requests  were  then  sent  out  to  a  Hst  of 
about  30  representative  State  and  municipal  water  laboratoties  for 
samples  of  their  standard  turbidity,  and  these  were  intercompared 
with  the  turbidimeter.  At  this  point  the  work  was  discontinued 
and  parts  of  the  apparatus  were  used  on  urgent  military  problems. 
The  present  paper  discusses  some  of  the  properties  of  turbid 
fiquids  bearing  on  a  standard  of  turbidity,  and  describes  the 
methods  and  results  of  the  intercomparison. 
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IL  PROPERTIES  OF  TURBID  UQUIDS 

The  word  turbid  is  derived  from  the  Latin  verb  turbare,  to  dis- 
turb. The  same  meaning  is  attached  to  the  French  traubU,  and 
to  the  German  irHbe.  Hence  a  turbid  medium  is  one  having  the 
mud  stirred  up.  In  the  scientific  sense  any  medium  contaimng 
small  particles  in  suspension  is  turbid.  WUUe  the  original  mean- 
ing of  the  word  has  no  direct  reference  to  the  eye,  turbidity  has 
become  associated  with  the  appearance  of  a  turbid  meditun.  The 
small  particles  either  reflect  or  scatter  light  in  all  directions,  mak- 
ing their  presence  strikingly  evident. 

The  particles  may  be  of  any  size,  from  ic*  cm,  which  can  just 
be  seen  individually  with  the  unaided  eye,  to  ior«  cm,  or  molecular 
dimensions.  The  smaller  particles  are  in  incessant  Brownian  mo- 
tion. The  smaller  the  particle,  the  greater  is  the  violence  of  this 
motion,  so  that  small  particles  are  ccmtinually  coming  into  con- 
tact and  coalescing.  When  they  have  thus  grown  into  relatively 
large  agglomerates  they  settle  to  the  bettom  of  the  vessel  unless 
the  fiquid  is  stirred  mechanically  or  by  convection  currents. 

When  material  is  dispersed  into  small  particles  it  presents  an 
enormous  surface,  so  that  there  may  be  a  rehttively  large  amount 
of  energy  represented  in  the  stuiace  layers.  Surface  phenomena 
would  thus  be  expected  to  play  an  important  part  in  determining 
the  equilibriinn.  In  such  cases  the  conditions  of  thermodynamic 
equilitMrium  in  dispersed  systems  require,  according  to  Tolman/ 
that  the  particles  shall  all  be  of  the  same  size,  and  for  permanent 
stability  the  surface  tension  between  the  particles  and  the  Hqtiid 
must  be  zero.  It  is  obvious  from  this  that  many  of  the  ordinary 
suspensions  of  solids  in  liquids,  such  as  silica  and  clay  suspensions, 
can  not  be  considered  as  systems  in  thermod3mamic  equilibriumi 
and  in  fact  it  is  well  known  that  such  suspensions  rapidly  settle 
out  unless  kept  well  stirred.  Very  little  is  known  r^arding  the 
amount  of  absorption  of  the  liquid  by  the  dispersed  phase,  but  the 
relatively  large  surface  would  make  such  an  effect  important  if  it 
existed.  In  order  to  have  an  appreciable  concentration  repre- 
sented in  the  particles  enormous  numbers  must  be  present,  because 
each  one  is  so  very  small.  Thus,  for  particles  of  silica  of  density 
2.6,  and  diameter  lo"*  cm,  over  lo^  or  lOo  ooo  ooo  particles  per 
cubic  centimeter  must  be  present  to  produce  a  concentration  of 
ID"*,  I  mg  per  liter,  or  as  it  is  commonly  expressed,  i  part  per 
million.     It  is  not  surprising  that  particles  crowded  together  so 


^  R.  C  Totnuui.  Jour.  Am.  Chem.  Soc.,  tt,  pp.  3x7-333;  19x3. 
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closely  coagulate  unless  forces  are  constantly  at  work  to  keep  them 
separated. 

nL  OPTICS  OP  TURBID   MBDU 

When  a  turbid  medium  is  illuminated  by  a  beam  of  Ught, 
each  particle  acts  as  a  secondary  source  of  light.  The  resultant 
intensity  of  the  Ught  thus  dispersed  by  the  particles  in  any  given 
direction  can  be  obtained  only  as  the  result  of  an  exceedingly 
complicated  calculation,  depending  on  the  number,  size,  shape, 
and  distribution  of  the  particles.  Since  Ught  is  considered  to  be 
an  electromagnetic  wave  disturbance,  the  electrical  constants  of 
the  particles  and  of  the  medium  must  also  be  taken  into  account. 
Prom  general  considerations  it  is  obvious  that  the  phenomena, 
when  the  particles  are  larger  than  the  wave  length  of  the  incident 
light,  depend  ahnost  entirely  upon  reflection  at  the  stuiace  of 
the  particles;  but  when  the  particles  are  small  compared  with 
the  wave  length  the  volume  of  the  disturbing  particle  is  of  chief 
importance,  and  the  phenomenon  is  then  called  scattering. 

The  simplest  case  is  that  of  a  single  particle  of  infinitesimal 
size  compared  with  the  wave  length  of  light.  The  particle  then 
acts  as  an  electric  oscillator,  performing  forced  vibrations  in  the 
direction  of  the  impressed  force  with  a  certain  amplitude,  a. 
The  oscillator,  therefore,  sends  out  scattered  waves  in  all  direc- 
tions, the  vibrations  being,  of  coixrse,  in  every  case  perpendicular 
to  the  direction  of  the  light,  since  light  waves  are  transverse. 
But  the  component  of  a  normal  to  a  line  making  an  angle  0  with 
the  vibration  is  a'^a  sin  ff,  so  that  the  scattered  intensity  in 
this  direction,  measured  by  the  square  of  the  amplitude,  is 

/,  =  fea'»  =  fea>sin^fl  (i) 

Here  the  incident  light  is  regarded  as  plane  polarized.  By  (i) 
the  scattered  intensity  vanishes  when  ff=o,  that  is  normally  to 
the  incident  ray,  and  in  the  direction  of  the  incident  vibration, 
in  agreement  with  Tyndall's*  experiment. 

If  the  Ught  is  impolarized  it  is  more  convenient  to  consider, 
not  the  direction  of  vibration,  but  the  direction  of  Ught  propa- 
gation. If  unpolarized  Ught  is  incident  along  the  axis  of  y,  the 
incident  vibration  may  be  regarded  as  compounded  of  two  vibra- 
tions of  equal  ampUtude  in  the  directions  of  the  axes  of  x  and  z. 
If  the  particle  is  situated  at  the  origin  of  coordinates,  two  vibra- 
tions of  equal  ampUtude — a  along  x  and  z — spread  out  in  aU 


s  J.  Tyndali,  Coat,  to  Molecular  Physics.  Appkton,  N.  Y..  p.  431*  Z897:  abo  Prac  R.  &,  106^  1869. 
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directions  from  the  origin  as  from  a  source.  The  components  of 
these  vibrations  perpendicular  to  a  direction  r,  defined  by  the 
angles  a,  P,  7,  with  the  axes  of  x,  y,  z,  are,  respectively,  a  sm  a 
and  a  sin  7.  The  resultant  intensity  /.,  of  the  scattered  light 
along  r,  is 

/,  «  ka^  (sin'a  +  sin^-y)  (2) 

but  from  geometry  cos'a  +cos*/8 +cos*7  - 1 ,  and  hence 

/.-*a»(H-cos»/3)  (3) 

This  gives  the  variation  of  the  scattered  intensity  with  the  angle 
between  the  directions  of  the  incident  and  scattered  light.  The 
intensity  is  a  maximum  in  the  direction  of  the  incident  Hght, 
decreasing  to  one-half  normally,  and  zero  in  the  opposite  direction. 
The  amplitude  of  the  vibration  in  the  scattered  light,  on  either 
the  elastic  soKd  theory  or  the  electromagnetic  theory  of  light, 
is  proportional  to  the  volume,  V,  of  the  small  disturbing  partide. 
At  a  distance  r  from  the  particle  the  amplitude  must  be  inversely 
proportional  to  r,  so  that  in  order  to  be  dimensionaUy  correct, 
the  ratio  of  the  amplitudes  a  of  the  scattered  light  and  Oo  of 
the  incident  light  of  wave  length  X  must  be 

These  simple  considerations  may  help  to  explain  Rayleigh's 
expression  for  the  intensity  /,  of  the  light  scattered  from  N 
particles  each  of  volume  V,  the  incident  intensity  being  /o  and 
the  wave  length  X.    This  is  • 

rr^ir^i^^''"^^^  (5) 

Here  n  is  the  refractive  index  of  the  medium,  n'  that  of  the 
particles.  The  particles  are  supposed  to  be  contained  in  such 
a  small  voltmie  that  the  distance  r  and  the  angle  P  between  the 
scattered  and  incident  beams  are  the  same  for  all  the  particles. 
For  particles  of  different  size,  all  small  compared  with  the  wave 
length,  a  summation  must  be  made,  requiring  the  size  distribu- 
tion of  the  particles.  When  the  particles  are  not  small  compared 
with  the  wave  length,  terms  of  higher  order  must  be  included, 
and  again  the  expression  becomes  complicated. 

No  account  is  taken  in  (5)  of  secondary  scattering.  All  of  the 
Kght  scattered  by  the  particles  is  supposed  to  reach  the  eye  with- 

*  Lord  Raylcigh,  Set.  Papen,  1.  pp.  87-110.  Ounb.  Univ.  Press;  1899- 
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out  loss.  When  the  medium  is  densely  filled  nvith  particles,  this 
factor  may  become  of  first  importance.  The  fractional  decrease  of 
the  intensity  /  in  traversing  a  thickness,  dx,  of  the  turbid  medium  is 

where  A  is  a  constant  independent  of  X. 
Integrating 

where  Jo  is  the  intensity  of  the  light  when  x  =  o  and  /,  is  the 
intensity  after  traversing  a  thickness  x. 

The  most  striking  characteristic  of  equations  (5)  and  (7)  is 
the  occurrence  of  the  factor  lA*,  indicating  that  the  scattered 
light  increases  rapidly  as  the  wave  length  decreases.  The  scat- 
tered light  is,  therefore,  much  bluer  than  the  incident  light,  while 
the  blue  is  correspondingly  absent  in  the  transmitted  portion, 
which  contains  a  relatively  large  fraction  of  the  red  Ught.  This 
was  used  by  Rayleigh  to  explain  the  blue  color  of  the  sky,  as  well 
as  the  red  colors  of  the  sunset.  The  blue  color  may  be  used  as 
a  test  of  the  size  of  the  particles  of  any  ttffbid  medium.  Thus 
the  fine  blue  smoke  from  the  end  of  a  cigar  is  an  indication  that 
the  smoke  particles  are  much  smaller  than  the  wave  length  of 
light.  Tyndall's  test  of  complete  polarization  at  right  angles  to 
the  incident  beam  is  still  more  sensitive. 

Strutt  *  has  recently  observed  the  Ught  scattered  by  the  mole- 
cules of  gases,  and  finds  that  it  is  not  completely  polarized,  as 
demanded  by  the  simple  theory.  He  considers  this  to  be  due  to 
the  departure  of  the  molecules  from  spherical  symmetry.  It  is 
not  necessary  here  to  go  into  the  large  amount  of  research,  both 
theoretical  and  experimental,  that  has  been  done  on  the  optics 
of  tm-bid  media.  Enough  has  already  been  given  to  show  that 
these  phenomena  are  very  complicated. 

IV.     TUKBIDIMETRY  OF  WATER 

Natural  waters  are  almost  always  foimd  to  have  foreign  matter 
in  suspension.  The  suspended  matte©  is  usually  silt  and  clay 
abraded  from  the  soil  over  which  the  water  flows,  ai\d  prevented 
from  settling  by  convection  currents.  Organic  material  is  also 
found,  sometimes  in  large  quantities.  This  is  usually  of  micro- 
scopic size,  and  is  different  from  the  mineral  ingredients  both  in 


4R.  J.  Stnitt,  Proc.  Ray.  Soc,  M*  pp.  155-196;  1918. 
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density  and  color.  It  is  obviously  impossible  to  completely 
describe  the  important  properties  of  suspended  matter  oom])osed 
of  particles  of  widely  different  sizes  and  materials  by  means  of  a 
single  quantity.  Turbidity  is,  therefore,  usually  defined  as  the 
mass  of  suspended  matter  per  tmit  volmne.  In  absohite  cgs 
units  turbidity  is  expressed  in  grams  per  cubic  centimeter,  whik 
in  technical  water  analysis  it  is  usually  expressed  in  parts  (by 
weight)  per  million.  The  density  and  size  of  the  suspended 
particles  are  thus  ignored.  ^ 

When  the  particles  are  large  it  is  not  difficult  to  remove  them 
from  the  liquid  by  filtering,  washing,  and  drying,  and  then  the 
mass  can  be  determined  directly  by  weighing.  When  the  parti- 
cles are  smaller  than  the  pores  of  the  filter  they  must  be  increased 
in  size  by  some  method  of  coagulation.  If  there  are  no  non- 
volatile substances  in  solution,  it  is  not  necessary  to  filter,  for  the 
volatile  constituents  can  be  removed  by  evaporating  the  medium 
to  dr3aiess  directly.  But  these  methods  are  limited  by  the  pre- 
cision of  the  balance. 

It  is  possible  to  detect,  optically,  the  presence  of  suspended 
matter  when  the  gravimetric  method  fails,  completely.  In  fact, 
it  is  difficult  to  obtain  liquids  which  are  optically  clear,  except 
in  a  few  special  cases.  This  is  particularly  true  of  water.  Optiod 
methods  of  measuring  turbidity  are,  therefore,  especially  valuable 
in  the  analysis  of  waters  containing  very  small  traces  of  suspended 
matter. 

The  optical  methods  of  meastuing  turbidity  fall  into  two  classes, 
(i)  those  in  which  the  measured  quantity  is  the  thickness  of  the 
txu"bid  medium  required  to  cause  some  standard  object  to  dis- 
appear, and  (2)  those  in  which  the  quantity  measured  is  the 
intensity  of  the  light,  either  reflected  or  scattered  by  the  turbid 
mediiun.  These  may  be  briefly  called  (i)  disappearance  and  (2) 
intensity  methods,  respectively. 

Disappearance  methods  have  arisen  from  the  demands  of 
measmrements  in  the  field.  Thus  the  platinum-wire  method,  now 
used  as  the  standard  for  water  analysis,  as  originally  designed  by 
Hazen,'  was  simply  a  pin  stuck  into  a  piece  of  wood  and  lowered 
into  sewage  until  it  vanished.  In  its  present  form  it  is  designed  for 
the  field  assay  of  water.'  Similarly  for  over  a  hundred  years  the 
ocean  ographer  has  lowered  circular  disks  of  canvas  into  the  sea  to 

•  Huen.  A..  Filtratioo  ol  PubUc  Water  SuppUes,  3d  cd..  Wiley  ft  Sods.  New  Yofk. 

•  See  Leighton.  M.  C,  Field  Assay  of  Water.  U.  S.  GeoL  Surv..  Water  Supply  and  Irrifation  Paper  KOi 
X5X,  Waihington,  D.  C;  190s. 
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measure  the  depth  at  which  they  disappeared  This  xnethod  is  an 
obvious  outgrowth  of  the  sunple  observation  of  objects  beneath 
the  surface  of  the  sea,  which  in  clear  tropical  waters  are  sometimes 
visible  to  a  depth  of  over  80  fathoms.  The  determining  factors  in 
field  methods  are  simplicity,  speed,  and  ease  of  carrying,  not 
precision  and  reliability.  But  even  in  field  methods  the  desire  for 
simplicity  decreases  with  familiarity,  and  the  faults  become  in- 
creasingly evident,  so  that  the  tendency  is  ever  toward  increasing 
precision,  which  usually  involves  more  complicated  apparatus. 
This  is  illustrated  by  the  development  of  the  candle  and  electric 
turbidimeters  for  field  work. 

The  earliest  form  of  laboratory  apparatus  using  the  disappear- 
ance principle  was  the  diaphanometer  designed  by  Homii^^  in 
1876.  This  instrument  was  improved  by  Parmelee  and  Ellms,* 
Jackson,  Leighton  *,  and  Weaver  ^^,  and  is  used  in  the  chemical 
laboratory  for  rapid  work.  It  usually  consists  of  a  cylindrical 
glass  Nessler  tube,  sealed  and  polished  flat  on  the  bottom.  The 
ttu-bid  liquid  is  poured  into  this  imtil  the  test  object  just  dis- 
appears from  view.  Jackson  and  Leighton  used  for  a  test  object  a 
slit,  0.5  mm.  wide,  in  the  form  of  a  cross  illuminated  from  below  by 
an  electric  lamp,  but  I  am  informed  by  Mr.  Weaver  that  the 
incandescent  filament  of  a  carbon  lamp  gives  a  sharper  and  more 
reproducible  end  point.  The  depth  of  the  liquid  is  then  measured. 
In  order  to  exclude  the  stray  light,  the  turbidity  tube  is  inclosed 
in  a  metal  casing,  which  in  the  Smith  "  form  is  perforated  with  a 
slit  parallel  to  its  axis  and  graduated  so  that  the  depth  can  be  read 
directly  in  parts  per  million.  The  electric  bulb  is  also  inclosed  in  a 
light-tight  metal  chamber. 

The  theory  of  the  disappearance  method  is  very  complicated, 
but  it  is  fotmd  empirically  that  for  particles  of  a  given  size  the 
concentration,  C,  is  related  to  the  depth  z  over  small  ranges  by  an 
expression  of  the  form 

C^ksT'  (8) 

where  k  and  a  are  constants. 

This  equation  will  be  considered  later  in  connection  with  the 
titfbidity  standard  of  water  analysis.  From  the  optics  of  the 
question  it  is  evident  that  regardless  of  loss  of  definition  the  test 

^  Homing,  C,  Engineering  N^ws,  35-36,  p.  3x9;  1896. 

•  Ftumdee,  C.  I«..  and  Blhns,  J.  8..  Tecfanologr  Qnaiteriy,  18,  pp.  Z45-Z64;  1899. 

*  Loc.  dt.    See  note  6. 

w  R.  S.  McBride  and  B.  R.  Weaver.  Bureau  of  Standards  Tech.  Paper  No.  ae,  p.  36;  29x3. 
u  O.  M.  Smith,  U.  S.  Patent  Nos.  i.  939.  989.  xo»  July.  Z9X7- 
160053*»— 20 2 
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object  disappears  when  its  brightness  is  just  equal  to  the  brightness 
of  the  turbid  medium.  Now  its  brightness  depends  upon  (i)  its 
illumination,  (2)  its  reflection  coefikdent,  and  (3)  the  fraction  of 
this  reflected  light  transmitted  through  the  medium  to  the  eye. 
Similarly  the  brightness  of  the  turbid  medium  depends  upon  the 
integrated  effect  of  a  host  of  particles,  each  of  whose  differential 
contributions  to  the  brightness  depends  upon  (i)  its  illumination, 
(2)  its  coefficient  of  reflection,  or  of  scattering  if  the  particle  is 
smaller  than  the  wave  length  of  the  light,  and  (3)  the  loss 
in  transmission  to  the  eye.  The  particles  situated  between  the 
test  object  and  the  eye  contribute  light  which  is  superposed  on 
the  image  of  the  object  itself.  In  addition  to  these  tnightness 
effects  the  definition  of  the  image  of  the  test  object  is  impaired  by 
the  blur  circles  of  images  of  particles  out  of  focus,  and  by  diffraction 
of  the  ra3rs  from  the  test  object  around  the  edges  of  the  particles. 
Disappearance  methods  thus  involve  an  estimation  by  the  ejre  of 
brightness  contrast  and  definition.  The  factors  producing  this 
criterion  all  vary  as  we  pass  from  one  disappearance  method  to 
another,  so  that  each  must  be  considered  separately. 

In  the  laboratory  form  of  turbidimeter  described  above,  the 
controlling  factors  are  simplest  and  most  nearly  constant.  This 
is  the  reason  for  its  precision  and  reliability.  The  test  object  is 
an  incandescent  carbon  filament.  The  fraction  of  the  light 
reaching  the  eye  is  given  by  a  decreasing  exponential  function  as 
in  equation  (7).  The  illumination  of  the  suspended  particles 
comes  from  the  slit  which  is  used  as  the  test  object,  or  from  other 
particles  by  secondary  scattering.  The  brightness  of  the  turUd 
medium  is  thus  an  integrated  effect  of  all  the  particles.  Since 
the  brightness,  both  of  the  filament  and  of  the  medium,  is  propor- 
tional to  the  intensity  of  the  source,  changes  in  the  voltage  of  the 
lamp  only  influence  the  color  effect.  For  particles  small  enough 
to  obey  Rayleigh's  law  the  source  appears  redder  than  the  medium, 
but  for  large  particles  this  is  not  troublesome  as  the  reflected 
light  is  practically  the  same  for  all  colors. 

Intensity  methods  have  been  developed  to  meet  the  needs  of 
the  laboratory  in  meastuing  small  turbidities.  Here  simplicity 
is  not  the  prime  requisite,  and  the  attempt  is  made  to  obtain  the 
utmost  precision  and  reliability.  The  growth  of  such  instruments 
is  quite  recent,  with  the  exception  of  the  nephelometer  of  Rich- 
ards, "  which  appeared  in  its  first  form  in  1894.     It  is  designed 

niLW.IUdiuito  and  ILC  Weill.  Am.  atcm.  Jour..  SI.  pp.  «ss-Hs:  1904- 
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for  the  photometric  comparison  of  two  tm-bid  liquids  of  nearly- 
equal  physical  properties  with  high  precision.  In  research  on  the 
optics  of  turbid  media  many  experimenters  have  used  apparatus 
for  measuring  the  intensity  of  light  scattered  by  a  turbid  medium." 

In  1914  Mecklenburg  and  Valentiner  "  described  a  tyndall- 
meter  by  which  the  Kght  scattered  by  a  turbid  medium  perpen- 
dicularly to  the  incident  beam  can  be  measured.  Recently 
Tolman  ^*  has  designed  an  instrument  for  measuring  the  turbidity 
of  smokes  as  well  as  of  liquids. 

Intensity  methods  possess  great  advantages  over  disappear- 
ance methods  in  sensitiveness.  They  are  thus  particularly 
adapted  to  the  n^astu-ement  of  exceedingly  small  traces  of  tur- 
bidity. The  sensitiveness  is  due  to  the  fact  that  the  eye  never 
views  the  source  of  illtunination  directiy,  but  only  the  light  scat- 
tered by  the  particles,  against  a  perfectly  black  background.  It 
is  what  is  known  to  the  microscopist  as  dark-ground  illumination, 
the  principle  underlying  the  design  of  the  ultramicroscope.  A 
soturce  of  great  intensity  is  used  to  illuminate  the  particles,  and 
the  brightness  of  the  turbid  medium  in  a  given  direction  is  meas- 
ured photometrically.  For  simplicity  the  direction  usually 
chosen  is  that  perpendicular  to  the  incident  beam.  If  the  medium 
is  perfectly  clear,  the  field  is  absolutely  black,  in  spite  of  the  fact 
that  a  powerful  beam  of  light  is  passing  through  the  medium. 

It  is  obvious  that  the  slightest  amount  of  stray  light  may  upset 
the  measurement  completely,  so  that  great  care  must  be  taken 
that  the  background  be  absolutely  black,  and  that  any  glass 
surfaces  in  the  field  be  either  perf ectiy  polished,  free  from  scratches, 
or  be  in  such  a  position  that  the  powerful  beam  does  not  shine 
directiy  or  indirectiy  upon  them.  Scrupulous  cleanliness  is  also 
required  in  the  cell  containing  the  turbid  medium  to  instare  that 
the  ttu-bidity  is  due,  not  to  the  cell,  but  to  the  medium  itself. 

The  brightness  of  the  turbid  medium  is  a  complicated  function 
of  the  concentration  of  the  dispersed  phase.  For  particles  of  one 
substance  and  one  size,  small  compared  with  the  wave  length  of 
the  light  employed,  the  brightness  B  of  a  thin  section  of  the  medium 
would  be  expected  to  be,  from  ♦Rayldgh's  expression  (5) 

B^     kd*Cx  (9) 

»  See  for  instance  papers  by  Rayleigh  (z87x),  Abney  (x886),  Hurion  izSgi),  Lampa  (i8?z).  Barnes  (1903), 
Bhrenhaft  (1903).  MQller  (1907),  Bence  (X909),  Herxheimcr  (i9xa),  and  Keen  and  Porter  (19x4). 
'<  W.  MecUenbnrs  and  S.  Valentiner  Zdtschtift  ffir  Instramentenlnmde;  July,  X9X4. 
u  R.  C.  Totanan,  Jour.  Am.  Chcm.  Soc..  41. 
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wbere  B^  is  the  brightness  of  a  comparison  fidd  illuiimiated  by 
the  same  source,  C  the  concentration  (mass  per  imit  vdume),  d 
the  muform  diameter  ot  the  partides,  %  the  thickness  of  the  sec- 
tion in  the  direction  viewed,  X  the  wave  length  of  Ugfat  employed, 
and  k  a  constant  On  the  other  hand,  for  partides  larger  than 
the  wave  length  of  light  the  brightness  would  be  expected  to  be 
proportional  to  the  total  surface  of  the  particles,  and  to  be  de- 
pendent on  the  color  only  as  the  reflection  coeflfident  varies  with 
X.    Thus  for  large  particles 

B^    kCx  (lo) 

B^"   d 

In  ordinary  suspensions  particles  of  many  different  sizes  are  usu- 
ally found.  The  brightness  of  such  a  turbid  medium  depends 
upon  the  size  distribution  of  the  partides  and  may  be  much  more 
complicated  than  either  (9)  or  (10).  Moreover,  the  effect  of 
secondary  scattering  and  reflection,  and  of  absorpticm,  have  been 
entirdy  ignored  in  both  (9)  and  (10).  For  partides  of  certain 
substances  and  of  sizes  not  negligibly  small  compared  with  the 
wave  length,  the  %fat  scattered  shows  marked  color  effects, 
usually  ascribed  to  resonance  phenomena  ^\  It  is  evident  from 
these  considerations  that  the  brightness  of  a  turbid  medium  can 
not  be  taken  as  a  measure  of  the  concentration  except  in  very 
special  cases,  for  it  varies  rapidly  with  the  size  of  the  suspended 
particles. 

The  occurrence  of  many  variables  in  the  expression  for  the 
brightness  of  the  turbid  meditmi  does  not  impair  its  use  for  the 
comparis9n  of  turbid  media  similar  in  all  respects  and  only  slightly 
different  in  concentration.  It  was  for  just  such  purposes  that 
Richards  and  Wdls  used  the  nephdometer.  Two  samples  of 
known  concentration  are  successively  compared  with  the  unknown, 
the  concentration  of  which  is  obtained  by  interpolation.  Over 
such  small  ranges  the  other  variables  may  be  regarded  as  sensibly 
constant. 

Both  classes  of  optical  methods,  (i)  the  disappearance  and  (2) 
the  intensity  methods,  are  dependent  upon  the  sensitiveness  of  the 
eye.  Both  involve  the  photometric  comparison  of  the  brightnesses 
of  two  adjacent  objects,  but  this  is  complicated  in  disappearance 
methods  by  the  estimation  of  definition.  Under  the  best  condi- 
tions, namdy,  (i)  suffident  illumination,  (2)  exact  juxtaposition 
of  the  two  fields,  and  (3)  perfect  color  match,  the  photometer  is 


1*  See  Wood's  Physical  Optics,  ad  ed..  Mocmillan.  p.  635;  X9X4> 
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capable  of  a  precision  of  better  than  one-half  of  i  per  cent.  Very 
sHght  departures  from  ideal  conditions  reduce  the  precision 
rapidly  to  not  better  than  i  per  cent. 

In  turbidimetry  the  photometric  conditions  are  often  far  from 
ideal.  With  media  of  slight  turbidity  the  illumination  is  below 
that  at  which  the  eye  is  most  sensitive,  with  disappearance  methods 
and  also  with  intensity  methods  unless  a  powerful  beam  of  light 
is  used.  The  selective  action  of  the  turbid  medium  prodtices  a 
color  which  varies  with  the  sample  measured.  Of  course,  this 
does  not  affect  the  nephelometer,  which  merely  compares  two 
similar  samples,  but  tyndallmeters  suffer  from  this  variable  color 
difference  between  the  photometric  fields.  If  monochromatic 
light  is  used  the  loss  in  intensity  seriously  affects  the  sensitiveness. 

In  passing  it  may  be  useful  to  note  that  for  the  purposes  of 
chemical  analysis  the  turbidimeter  is  of  wide  utility,  wherever  it 
is  desired  to  measure  quickly  fine  precipitates  which  do  not  coalesce 
and  settle  rapidly.  For  high  tiu-bidities  the  disappearance  method 
is  very  serviceable,  because  of  its  simplicity  and  precision.  For 
extremely  small  turbidities  it  is  necessary  to  use  an  intensity 
method. 

In  routine  water  analysis  the  turbidity  is  ordinarily  estimated 
by  comparison  of  the  sample  with  the  standard  under  similar  con- 
ditions. The  instructions  given  in  Standard  Methods  of  Water 
Analysis,  191 7,  page  5,  are  as  follows:  "Comparison  with  the 
standards  shall  be  made  by  viewing  both  standard  and  sample 
sidewise  toward  the  light  by  looking  at  some  object  and  noting  the 
distinctness  with  which  the  margins  of  the  object  can  be  seen.'' 
The  method  is  thus  essentially  a  distinctness  test,  similar  in  prin- 
ciple to  the  disappearance  methods.  The  sample  and  the  standard 
must  be  in  similar  bottles  or  tubes  and  they  must  be  tmder  the 
same  illumination. 

In  testing  this  method  the  cylindrical  shape  of  the  bottles  and 
tubes  was  fotmd  imsatisfactory  for  distinctness  judgments.  Cells 
with  parallel  flat  faces  were  preferable.  But  if  care  was  taken  to 
have  uniform  illtmiination,  and  the  samples  were  viewed  against  a 
black  screen  with  the  eye  properly  protected  from  the  direct  light, 
satisfactory  results  were  obtained  without  using  any  distinctness 
test.  Turbidity  differences  of  15  per  cent  were  almost  certain  of 
detection,  but  some  errors  were  made  in  comparing  ttirbidities 
differing  by  10  per  cent.  For  the  purposes  intended  the  method 
seems  to  be  quite  satisfactory.     Its  accuracy  can  not  be  greater 
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than  that  of  the  standards  used  for  compaiiaQii.  For  tuibidities 
differing  much  in  color  the  distinctness  test  is  preferable  and  the 
precision  is  much  less. 

V.  TURBIDITY  STANDARD    OP  WATER  ANALYSIS 

As  the  result  of  a  comparative  study  of  the  methods  in  use  for 
measuring  the  tm-bidity  of  water,  Whipple  and  Jackson^^  recom- 
mended as  the  standard  of  ttu-bidity  water  containing  a  definite 
amotmt  of  powdered  silica  obtained  from  diatomaceous  earth. 
This  recommendation  has  been  followed  and  now  constitutes  the 
turbidity  standard  of  water  analjrsis.  The  complete  specifica- 
tions for  this  standard  are  given  in  Standard  Methods  of  Water 
Analjrsis,  third  edition,  published  by  the  American  Public  Health 
Association,  Boston,  191 7,  pages  4  to  9.  The  first  paragraph  is 
as  follows: 

Th«  standard  of  turbidity  shall  be  that  adopted  by  the  United  States  Geolp^cal 
Survey,  namely,  a  water  which  contains  100  parts  per  million  of  silica  in  such  a  state 
of  fineness  that  a  bright  platinum  wire  i  mm  in  diameter  can  just  be  seen  when  the 
center  of  the  wire  is  100  mm  below  the  surface  of  the  water  and  the  eye  of  the  observer 
is  X.3  meters  above  the  wire,  the  observation  being  made  in  the  middle  of  the  day, 
in  the  open  air,  but  not  in  sunlight,  and  in  a  vessel  so  large  that  the  sides  do  not  shut 
out  the  light  so  as  to  influence  the  results.  The  turbidity  of  such  water  is  arbitrarily 
fixed  at  100  parts  per  million. 

Comparison  standards  are  obtained  by  dilution  of  a  stock 
suspension  containing  1000  parts  per  i  000  000  by  weight  of  silica. 
Comparison  with  these  standards  is  made  by  noting  the  distinctness 
of  objects  seen  through  the  samples.  The  platinum-wire  methods 
for  regulating  the  fineness  depends  upon  the  fact  that  for  the 
particles  used  the  vanishing  depth  increases  with  the  size  of  par- 
ticle. The  particles  required  to  give  the  proper  reading  are  of 
the  same  size  as  clay,  which  is  the  most  important  ingredient 
of  turbid  waters  from  the  standpoint  of  filtration. 

Any  standard  may  be  judged  from  three  points  of  view,  namely, 
(i)  accuracy,  (2)  convenience,  and  (3)  range  of  application.  The 
primary  requisite  of  a  standard,  no  matter  what  its  convenience 
or  range  of  application,  is  sufficient  accuracy  for  its  reliable  use. 
It  must  be  constant,  permanent,  and  reproducible.  Given  these, 
the  less  important  qxialities  of  convenience  and  range  of  application 
must  be  considered. 

The  present  standard  of  turbidity  for  water  analjrsis  is  prepared 
according  to  specification  in  each  local  laboratory,  introducing 
an  unnecessary  lack  of  uniformity.     The  regulation  of  the  fineness 

"  Whiixple.  G.  C.  and  Jacluon.  D.  C,  Technolocy  Qiiaitetly,  It,  pp.  a7r^94l  i9M- 
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by  the  platiniun-wire  method  is  relatively  difficult  of  performance, 
and  depends  upon  meterological  conditions  which  are  not  constant. 
Laboratories  are,  therefore,  deterred  from  reproducing  the  stock 
suspension  frequently;  but  tmfortunately  the  silica  suspension  is 
not  in  stable  equilibrium,  the  particles  coagulate  slowly,  so  that 
the  standards  decrease  in  turbidity  on  standing.  It  is  appropriate 
and  simple  in  use,  so  that  as  regards  convenience  there  is  little 
to  be  desired.  The  range  of  application  of  the  tiurbidity  standard 
is,  xmfortimately,  limited,  but  this  is  unavoidable,  as  it  is  due  to 
the  complex  nature  of  dispersoids  in  general,  and  particularly  to 
the  wide  variety  of  turbid  waters  which  must  be  utilized  for  water 
supplies.  When  it  is  considered  that  moving  water  carries  in 
suspension  objects  of  weight  increasing  with  the  sixth  power  of  the 
velocity  of  the  current,  it  is  not  stu^sing  that  natural  waters 
contain  particles  of  widely  different  sizes.  But  the  same  law  is 
just  as  efficient  in  allowing  the  larger  particles  to  settle  out  in 
reservoirs  where  the  water  is  still,  leaving  in  suspension  only  some 
of  the  finer  silt,  the  clay,  and  organic  material.  This  varies 
widely  in  color,  according  to  thie  nature  of  the  suspended  matter, 
and  colored  samples  are  not  easily  compared  with  the  bluish-white 
standard  silica  suspensions,  even  when  the  criterion  used  is  the 
distinctness  of  objects  seen  through  the  sample.  This  limitation 
has  caused  the  rejection  of  the  standard  in  some  localities. 

The  use  of  the  platiniun-wire  method  as  a  means  of  regulating 
the  fineness  of  the  standard  is  the  least  satisfactory  part  of  the 
specification,  from  the  standpoint  of  accuracy.  The  rate  of  change 
of  the  vanishing  depth  with  the  size  of  particle  is  rather  small, 
as  is  the  precision  of  the  reading  itself,  so  that  the  standard  may 
vary  considerably  from  uniformity  in  size  of  particle.  The  law 
of  the  instnunent  is  rather  complicated  and  seems  to  be  entirely 
empirical.  The  relation  between  the  concentration,  C,  and  the 
vanishing  depth,  2r,  is  best  represented  by  the  equation 

C=Jb2-«  (8) 

but  this  holds  only  for  small  ranges.  If  this  be  fitted  to  the 
smoothed  data  for  the  turbidity  rod  of  1902,*'  the  formula  (8)  is 
found  to  hold  within  i  per  cent  over  the  ranges  and  with  the 
constants  given  in  Table  i.  The  concentration  is  in  parts  per 
million  by  weight,  the  depth  in  millimeters. 

1*  See  Standard  Methods  of  Water  Analysis.  19x7  ed.,  p.  6. 


Digitized  by 


Google 


7o6 


Scientific  Papers  of  the  Bureau  of  Standards 
TABLE  1 


[Vd.  IS 


a 

ft 

7-100 
100-200 
200^400 

800-3000 

1.11 
1.25 
1.44 
1.67 
2.01 

1.67  XW 
3. 95  X  10« 
6,67  X10« 
1.56X10* 
4.42X  W 

But  if  the  formula  be  fitted  to  the  pomts  lo  and  3000  parts  per 
million,  the  constants  are  a  — 1.36  and  *— 8.51x10s  and  while 
it  fits  at  the  ends,  it  is  in  error  66  per  cent  at  100  parts  per  million. 
The  simpler  formula 

7850 


C  — 


z-9 


(n) 


fitted  in  the  same  manner  is  in  error  by  only  14  per  cent  at  100 
parts  per  million.  This  formula  is  less  satisfactory  theoretically, 
for  it  indicates  that  C  is  infinite  when  2—9,  instead  of  the  proper 
value  of  C,  about  4300.  Moreover,  if  fitted  to  the  ranges  7  to  100 
and  800  to  3000  parts  per  million,  deviations  from  the  observed 
values  of  5  and  12  per  cent  are  found  while  equation  (8)  fits  to  i 
per  cent  over  these  ranges.  Neither  formula  is  good  enough  for 
practical  use  over  the  whole  range.  For  turbidities  below  100 
parts  per  million  the  concentration  is  roughly  proportional 
inversely  to  the  vanishing  depth,  while  for  turbidities  above  800 
parts  per  million  it  is  nearly  inversely  proportional  to  the  square 
of  the  vanishing  depth.  Between  100  and  800  parts  per  million 
there  is  a  transition  in  a,  the  exponent  of  2,  A  knowledge  of  the 
size  of  particles  used  in  obtaining  the  data  upon  which  this 
calibration  is  based  might  be  of  interest  in  this  connection. 

A  few  experiments  were  made  in  order  to  become  familiar  with 
the  platinum-wire  method.  A  piece  of  platinum  wire,  i  mm  in 
diameter  (within  less  than  i  per  cent),  and  25  mm  long  was 
sealed  into  the  side  of  a  glass  tube  within  which  was  inserted  a 
millimeter  scale*  The  silica  suspension  was  placed  in  a  liter, 
graduate  6  cm  in  diameter  and  40  cm  deep.  This  was  immersed 
in  a  large  glass  vat,  30  cm  in  diameter,  60  cm  deep,  until  the^ 
level  in  the  vat  was  3  mm  below  that  of  the  liquid  in  the  graduate. 
The  turbidity  rod  was  clamped  in  a  telescope  stand  and  adjusted 
vertically  by  the  eye.  Thus  the  observer  could  lower  the  rod  by 
means  of  a  rack  and  pinion  smoothly  at  any  desired  slowness, 
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and  could  hold  it  indefinitely  at  a  given  point  without  muscular 
effort.  The  turbidity  vat  was  placed  directly  below  a  skylight 
in  an  attic  room  which  gave  diffuse  light  simulating  a  cloud. 
The  turbidity  of  the  liquid  in  the  vat  was  roughly  equal  to  that 
in  the  liter  graduate. 

The  results  of  the  first  day  with  four  observers,  all  experienced 
in  physical  measurements,  are  summarized  in  Table  2.  In  the 
first  column  is  given  the  serial  number  of  the  observer,  in  the 
second  the  number  of  depth  observations  taken  by  him,  in  the 
third  the  mean  of  his  vanishing  dq>th  readings,  z;  in  the  fourth 
the  average  deviation  of  his  individual  observations  from  his 
mean,  and  in  the  last  column  the  deviations  of  the  means  of  the 
single  observers  from  the  weighted  mean  of  all  the  means. 

TABLE  2 


Jan.  9, 1914  (obMfiwr) 

Number 

of 
obMrva- 

tiOIII 

Mean 
«(nmi) 

Avetace 
deviatJoOt 
iiiigieob- 
lervatfamt 

Devlatmis 

Irom 
weighted 

mean 

1 

13 
14 
22 

7 

46.22 
46.13 
43.66 
45.21 

1.23 
1.33 
1.75 
1.39 

1.17 

2 

1.08 

3 

1.39 

4 

.16 

Total  md  mtngfi 

56 

45.05 

1.42 

.95 

NOTB.*— Weii^ted  mean  45.oj±e.95~s.i  per  cent;  maximum  diffu cncc—  a.56—  5. 7  per  cent. 

TABLE  3 


Jan.  10, 1914  (obaenrer) 


Nvnber 

of 

obaerva- 

tioni 


inean 

nnlahlni 

depth 


Avetag* 

deviattoDt 
■    -   ob- 


46.03 
46.49 
51.60 
53.58 

47.68 
51.56 


1.77 
1.07 
1.10 
1.25 
2.03 
.80 


Total  and  average. 


40 


48.40 


1.34 


2.37 
1.91 
3.20 
5.18 
.73 
3.16 


2.76 


NoTB. — Weighted  mean  48.40^  1.76/*' 5.7  per  cent;  mairimnm  difference"- 7.55'- 15.6  per  cent. 

These  results  show  no  systematic  differences  between  the  four 
observers,  who  consistently  reproduced  their  single  observations 
to  3  per  cent,  and  agreed  in  their  mean  results  to  2  per  cent,  the 
maximum  difference  being  less  than  6  per  cent.  The  sun 
appeared  bright  through   a  uniform   mist,   and  remained  the 
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same  from  11.30  a.  mu  to  2.50  p.  m.  durmg  the  observations. 
There  was  indication  that  the  longer  the  time  occupied  in  making 
an  observation,  the  greater  the  vanishing  depth  obtained. 

The  results  of  the  next  day,  given  m  Table  3,  were  not  so 
favorable. 

An  increase  in  the  reading  seemed  to  occur  with  practice;  but 
the  results  with  an  observer  (5)  skilled  in  estimating  the  bright- 
ness of  faint  stars  showed  the  most  disconcerting  disagreement. 
These  are  given  in  Table  4, 

TABLE  4 


Jou  19. 1914  (obwrfw) 

ofobter- 

■S- 

•tajd^ 

DOTtaHH 

1            

6 

5 
6 

SIN 
SC.46 

74.22 

LO 
L6 
&2 

7.87 

1       

139 

S 

1117 

T«(al  aad  ■««>■• 

17 

61.  S5 

2.9 

a.  54 

Nom.— Wdghtcd  mean  6i.s5^8.54'i3-9  per  cent;  maximum  diffi 


90.a4>*39.7  pw  cent. 

The  observer  (5)  took  great  care,  despite  the  discrepancy  in  his 
single  observations.  There  is  no  reason  to  suppose  that  his 
interpretation  of  the  criterion  might  not  be  duplicated  by  other 
observers  preparing  the  standard  according  to  specifications. 

The  experiments  were  performed  merely  to  become  familiar 
with  the  procedure  of  the  platinum-wire  method.  A  critical 
study  of  the  method  would  require  an  extended  experimental 
investigation.  Nevertheless,  the  results  agree  with  those  of  other 
observers. 

The  choice  of  platinum  wire  i  mm  thick  as  the  test  object, 
the  eye  being  placed  at  a  distance  of  1.2  m,  produces  an  image 
so  small  that  it  can  hardly  be  resolved  by  the  eye.  The  limit 
of  resolution  is  usually  taken  as  i  minute  of  arc.  The  bright 
line  on  the  wire  due  to  reflection  probably  does  not  subtend  at 
the  eye  an  arc  of  more  than  3  minutes,  but  the  effect  of  irradia- 
tion tends  to  obliterate  a  fine,  dark  line  on  a  brighter  background. 
Thus,  a  strip  of  black  paper  i  mm  wide  on  a  sheet  of  white  paper 
disappeared  at  about  15  m,  while  a  strip  of  the  same  white  paper 
I  mm  wide  on  a  sheet  of  the  same  black  paper  disappeared  at 
nearly  30  m  imder  the  same  conditions.  This  effect,  combined 
with  the  light  superposed  on  the  image  from  the  turbid  medium 
between  the  wire  and  the  eye,  sufficiently  explain  the  failure  of 
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the  wire  to  reappear  as  a  dark  line  in  a  brighter  field  when  low- 
ered below  the  critical  depth,  regardless  of  any  loss  of  definition. 
But  whether  the  criterion  of  disappearance  is  a  matching  of 
brightness,  is  simply  a  loss  of  definition,  or  is  a  combination  of 
both  remains  an  open  question. 

The  turbidity  standard  of  water  analysis  is  regarded  as  tmsat- 
isfactory  by  many  water  analysts.  Some  consider  it  inaccurate, 
others  inconvenient,  and  others  find  it  inapplicable  to  particular 
water  supplies.  The  question  of  accuracy  obviously  should  be 
considered  first.  Our  preliminary  study  of  the  problem  indicates 
(i)  that  the  theory  is  very  complicated,  (2)  that  the  standards 
would  not  be  expected  to  be  permanent  for  any  length  of  time, 
and  (3)  that  the  preparation  of  the  standard  by  means  of  the 
platinum-wire  method  at  each  laboratory  would  be  expected  to 
lead  to  considerable  lack  of  uniformity.  An  intercomparison  of 
the  laboratory  standards  was,  therefore,  undertaken  to  determine 
the  accuracy  of  the  present  standards  in  actual  use. 

VI.  DESCRIPTION  OP  TURBIDIMETER 

The  superiority  of  intensity  methods  of  measuring  turbidity, 
both  from  the  theoretical  aspect  and  in  the  criterion  which  forms 
the  basis  of  the  measurement,  led  to  the  adoption  of  this  principle 
in  the  design  of  a  turbidimeter  for  the  experimental  investigation. 
After  a  few  experiments  and  a  preliminary  instnunent^'  had 
been  studied  it  became  evident  that  no  one  instrument  is  satis- 
factory for  use  over  a  wide  range  of  turbidities.  For  turbidities 
above  10—'  g  per  cubic  centimeter  (10  parts  per  i  000000  by 
weight),  sensitiveness  is  not  the  primary  consideration,  and  such 
requisites  as  simplicity,  convenience,  and  size  may  be  included. 
Below  10  —  *  (10  parts  per  i  000000)  strict  attention  to  sensitive- 
ness must  be  given.  The  final  design'®  adopted  is  shown  in 
the  photographs.  Figs,  i  and  2.  The  instnnnent  was  constructed 
in  the  Bureau  instrument  shop  by  H.  C.  Wimder. 

The  essential  purposes  of  the  design — great  sensitiveness,  com- 
bined with  as  wide  a  range  as  possible — required  a  variable 
thickness  of  cell  and  the  measurement  of  the  light  scattered  by 
the  sample  at  a  small  angle  from  the  incident  beam.  It  was  also 
advisable  to  have  this  angle  variable,  in  order  to  be  able  to 
compare  the  scattered  Ught  from  the  sample  with  the  reflected 

>*  This  instrument  was  described  in  a  paper  presented  to  the  Physical  Society,  Apr.  24. 19x4'  See  Phys. 
Rev.,  4,  p.  396:  1914. 

^  A  much  simpler  institoncnt  would  have  sufficed  for  the  present  investigation,  but  further  research 
was  contemplated  which  led  to  this  design. 
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light  from  an  opaque  surface.  The  instrument  was  not  inclosed, 
in  order  to  give  greater  freedom  for  experiments,  and  siso  because 
stray  light  could  thus  be  better  controlled. 

The  source  of  light  used  was  a  loS-watt  concentrated  filameot 
locomotive-headlight  lamp  of  high  efficiency,  taking  5.5  volts. 
The  rays  from  the  lamp  were  made  parallel  by  a  cemented  triplet 
lens  5  cm  in  diameter  and  12  cm  in  focal  length.  The  paraM 
beam  thus  produced  passed'  through  a  plate-glass  reflector  and 
was  incident  at  a  slight  angle,  usually  30^  from  the  normal  to  the 
face  of  the  cell  containing  the  turbid  sample.  The  intensity  of  the 
scattered  light  was  measured  with  a  Martens  polarization  photom- 
eter placed  in  such  a  position  that  the  axial  ray  of  one  field 
passed  through  the  middle  of  the  cell  containing  the  sanq>le  and 
normally  to  its  face.  In  the  comparison  field  of  the  photometer 
was  a  diffusing  screen  of  ground  opal  glass.  This  was  illuminated 
by  the  reflected  portion  of  the  parallel  beam  from  the  plate-glass 
reflector,  after  passing  through  total  reflecting  prisms  to  provide 
for  the  rotation  of  the  photometer  about  a  vertical  axis. 

The  cell  containing  the  turbid  sample  was  made  so  that  it  could 
be  chemically  cleaned.  A  cylindrical  hole  about  5  cm  in  diameter 
was  bored  through  a  sheet  of  plate  glass  of  the  desired  thjckness. 
Thin  sheets  of  plate  glass  were  held  by  conqnessicm  against  the 
bored  plate,  forming  a  cell  of  glass.  The  pressure  was  produced 
by  two  plates  of  brass  with  four  loi^^  bolts.  The  glass  pieces  could 
thus  be  removed,  taken  apart,  and  soaked  in  hot  cleaning  solu- 
tion, washed,  dried,  and  put  together  with  the  cell  walls,  and  espe- 
cially the  faces,  spotlessly  clean.  A  series  of  these  cells  was  made 
of  tbicknesses  varying  from  2  to  38  mm  to  determine  the 
variation  in  the  reading  with  the  thickness.  The  lamp  house  and 
collimating  lens,  motmted  on  a  single  sliding  base,  could  be  moved 
away  from  the  photometer  to  make  room  for  long  cells  for  gases. 
The  cells  were  mounted  on  a  plate  supported  by  three  adjusting 
screws,  and  were  placed  against  an  adjustable  stop  so  that  they 
could  be  replaced  quickly  and  accurately  in  the  same  position. 

The  lamp  was  mounted  on  an  adjustable  base  so  that  new  lamps 
could  be  easily  inserted  in  precisely  the  proper  position,  namely, 
so  that  the  filament  was  in  the  optical  axis  of  the  system.  It  was 
inclosed  in  a  ventilated  light-tight  lamp  house.  Xhe  stray  light 
from  the  opening  toward  the  lens  was  absorbed  by  sheets  of  black 
cardboard  properly  placed. 

The  photometer  was  mounted  on  an  arm,  so  that  it  could  be 
rotated  about  a  vertical  axis.     In  this  way  the  optical  axis  of  the 
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Fig.  I. — Instrument  as  used  for  measuring  intensity  of  scattered  light  at  angle  of  20^ 


Fig,  2. — Instrument  as  used  for  measuring  light  reflected  from,  a  standard  magnesia 

surface 
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photometer  could  be  set  at  any  desired  angle  with  the  axis  of 
the  parallel  incident  beam.  An  inclosed  circle,  graduated  in  de- 
grees, was  provided  for  measuring  this  angle.  Fig.  i  shows  the 
instrument  adjusted  for  measuring  the  light  scattered  at  an  angle 
of  20^  by  the  turbid  sample  in  a  cell  38  mm  thick,  the  face  of  which 
was  normal  to  the  optical  axis  of  the  photometer.  Fig.  2,  on  the 
other  hand,  shows  the  instrunient  adjusted  for  measuring  the  light 
reflected  by  a  standard  magnesia  surface  normally,  the  parallel 
beam  being  incident  at  an  angle  of  45^.  The  surface  here  is  also 
normal  to  the  photometer  axis.  A  sectored  disk  is  also  shown  in 
this  figure,  which  was  used  for  reducing  the  intensity  of  the  inci- 
dent beam  to  bring  the  brightness  of  the  magnesia  surface  within 
the  range  of  the  photometer. 

The  Martens  polarization  photometer  is  an  instrument  of  high 
precision,  which  on  account  of  its  convenient  size,  and  design,  is 
very  useful  in  the  optical  laboratory.  It  is  not  as  popular  in  tech- 
nical photometry,  because  there  the  polarization  of  the  light  is  not 
of  interest,  and  this  instrument  measures  the  component  in  one 
plane.  The  two  fields  measured  by  the  photometer  are  each  about 
5®,  with  their  axes  about  lo®  apart.  These  fields  are  brought  into 
precise  juxtaposition  by  means  of  a  biprism  and  their  brightness 
adjusted  to  equality  by  means  of  a  combination  of  a  Wbllaston 
prism  as  a  polarizer  and  a  Nicol  prism  as  an  analyzer.  A  circle 
graduated  in  degrees  meastures  the  angle  between  the  principal 
planes  of  the  prisms.    The  law  of  the  instrument  is 

iJ-fetan'o)  (12) 

where  R^AJB  is  the  ratio  of  the  component  of  the  bright- 
ness of  one  field  (A  J  in  the  vertical  plane  to  the  component 
of  the  brightness  of  the  other  field  {B)  in  the  horizontal  plane. 
The  angle  w  is  that  between  the  principal  planes,  and  is  given 
by  <o=a+fi,  where  a  is  the  observed  angle  and  h  is  the 
displacement  of  the  index  on  the  scale.  When  properly 
adjusted  h  should  be  zero.  The  constant  k  should  equal 
tmity  if  the  transmission  of  the  optical  system  of  the  photometer 
is  the  same  for  both  beams.  It  was  found  that  k  was  eqtial  to  i 
withia  o.i  per  cent.  The  zero  reading  i  could  be  reduced  to  o.i® 
(less  than  0.2  per  cent) ,  but  it  was  tedious  to  adjust  it  more  closely 
with  the  coarse  adjustment  provided.  It  was  eliminated  very 
easily  by  taking  the  mean  of  the  readings  in  two  adjacent  quad- 
rants. A  careful  study  of  the  instrument  has  shown  it  to  have  a 
precision  under  the  best  conditions  of  better  than  0.5  per  cent 
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Of  course,  this  is  not  required  in  turbidimetry,  where  the  precision 
is  limited  by  other  than  photometric  factors. 

The  photometer  readings  are  most  accurate  when  comparing 
two  fields  of  equal  brightness.  When  the  brightness  ratio  exceeds 
300  or  is  less  than  0.03,  the  stray  light  in  the  photometer  appreci- 
ably aflfects  the  reading.  The  range  of.  the  photometer  was  then 
extended  by  using  a  sectored  disk.  This  was  made  adjustable 
to  any  transmission  up  to  35  per  cent.  The  circle  was  graduated 
to  read  directly  in  per  cent  transmission,  and  could  be  set  easily 
with  a  precision  equal  to  its  accuracy.  The  edges  of  the  sectors 
were  made  of  steel,  acctirately  grotmd  straight,  and  adjustable 
to  fit  each  other  exactly  when  shut.  The  index  on  the  divided 
circle  was  set  on  zero  when  the  edges  were  in  contact,  eliminating 
any  correction.  The  whole  disk  was  made  S3rmmetrical  about 
the  axis  to  avoid  any  strains  due  to  centrifugal  action.  It  was 
mounted  directly  on  the  shaft  of  a  o.oi -horsepower  iio-volt 
direct-current  series  motor,  and  rotated  with  a  speed  which 
averaged  about  1670  rpm.  There  were  thus  about  56  flashes 
per  second,  which  is  much  above  flicker  speed.  Yet  at  perfect 
match  it  was  often  possible  to  detect  a  slight  flickering  just  at 
the  dividing  line  between  the  two  fields,  which  disappeared  when 
the  fields  were  not  matched.  The  sectored  disk  was  carefully 
investigated  on  the  precision  circtdar  dividing  engine  of  the 
Bureau,  especially  with  regard  to  eccentricity  of  the  graduated 
circle  and  the  axis  of  rotation,  and  also  with  regard  to  the  accuracy 
of  the  edges.  In  no  case  was  an  error  in  one  sector  of  more  than 
five  minutes  of  arc  detected,  and  the  average  was  about  two 
minutes.  •  But  5'  —0.083**,  so  that  the  minimum  angle  which 
could  be  used  with  a  precision  of  i  per  cent  was  8.3°,  which  corre- 
sponded to  a  transmission  of  4.6  per  cent.  The  sectored  disktvas 
thus  accurate  much  beyond  what  was  reqtiired  in  this  work  when 
used  at  transmissions  above  5  per  cent.  Actually  it  was  never 
used  below  8  per  cent. 

The  most  important  optical  consideration  in  any  turbidimeter 
is  stray  light.  This  introduces  constant  errors  which  may  become 
very  serious  with  small  turbidities.  Stray  light  may  come  from 
three  main  sources,  (i)  reflections  from  the  walls  of  the  instru- 
ment, (2)  reflections  from  the  cell  walls,  and  (3)  imperfections  on 
the  cell  faces.  Reflections  from  the  walls  of  the  instrument  were 
completely  eliminated  by  having  no  walls  visible  in  the  field  of 
the  photometer.  Black  silk  velvet  was  placed  at  a  distance 
opposite  the  photometer  field,  giving  an  absolutely  black  field. 
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Diaphragms  were  used  to  cut  oflf  the  incident  light  from  the  cell 
walls.  The  scattered  light  from  the  tiffbid  medium  was  reflected 
by  the  walls  back  into  the  medium  again,  causing  a  slight  increase 
in  the  illumination  of  the  particles.  This  must  have  been  a 
second  order  effect,  and  was  probably  negligible.  The  most 
important  stray  Kght  was  that  coming  from  scratches  and  par- 
ticles on  the  cell  faces.  When  the  incident  beam  illuminated 
these  faces  a  constant  amount  of  stray  light  was  produced  directly 
in  the  field  of  the  instrument  and  changed  the  zero  reading.  It 
was  corrected  by  taking  the  zero  reading  with  optically  clear 
water.  Doubly  distilled  water  was  used,  which  always  contained 
plenty  of  turbidity,  and  this  masked  the  zero  reading  due  to  the 
cell  faces  themselves.  With  air  in  the  cell,  the  conditions  were 
not  exactly  comparable,  but  this  gave  a  fairly  good  idea  of  the 
amount  of  stray  light  from  the  faces  themselves.  The  zero 
reading  was  reduced  to  a  minimum  by  using  carefully  polished, 
scratch-free,  optically  clean  glass  faces. 

Vn.  PRELIMINARY  EXPERIMENTAL  STUDIES 

In  order  to  test  the  tiurbidimeter,  it  was  necessary  to  have 
standards  which  remained  constant.  Three  such  standards  were 
used,  designated  t/io»  f^m  and  Ui,.  t/jo  was  a  piece  of  opal  glass 
faced  with  clear  glass,  to  which  it  was  fused.  The  clear-glass 
faces  were  carefully  polished  optically  flat  by  the  Bureau  optician, 
J.  Clacey.  In  order  to  reduce  the  brightness  of  this,  a  plate 
of  neutral-tint  smoke  glass  was  used.  The  whole  was  properly 
motinted  so  that  it  could  be  placed  in  a  given  position  and 
adjusted  in  the  same  way  as  the  turbidity  cells,  t/^  and  J7„ 
were  also  pieces  of  opal  glass,  but  instead  of  clear  glass  both 
faces  were  carefully  ground  with  fine  emery  powder,  producing 
uniform  diffusing  white-glass  surfaces.  The  polished  surfaces  of 
I/jo  permitted  of  thorough  cleaning  and  precise  adjustment  of  its 
faces,  while  the  diffusing  surfaces  of  1/^  and  U12  were  less  sensi- 
tive to  changes  of  direction  and  parallelism  of  the  incident  beam. 
They  were  also  found  not  to  change  when  the  surfaces  were 
washed  with  soap  and  water. 

It  is  not  necessary  here  to  describe  in  detail  the  tests  made 
with  these  constant  standards  to  determine  the  causes  of  the 
variations  in  the  readings,  the  reproducibility  of  the  adjustments 
and  of  various  parts  of  the  apparatus,  and  the  final  methods 
adopted  for  keeping  the  instrument  in  adjustment.    The  most 
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important  causes  of  variation  were  thoee  due  to  the^sotnte  of 
fight  and  those  due  to  cleaning  the  various  optical  surfaces. 
A  telescope  focussed  for  parallel  rays  was  used  for  adjusting 
the  filament  of  the  source  to  the  principal  focus  of  the  coUi- 
mating  lens.  The  optical  axes  of  the  S3rstem  were  adjusted  by 
refiecticm  methods.  It  was  found  that  no  single  adjustment 
determined  the  precision  of  the  instrument.  Table  5  below 
gives  an  the  readings  obtained  during  a  period  of  two  months 
upon  the  three  standards  U19,  Un,  and  U^  to  discover  a  secular 
change  in  the  standards  or  the  instrument.  The  readings  are 
referred  to  thdr  mean  values  for  comparison.  Each  reading  is 
the  mean  of  10  observaticms.  During  the  interval  all  the  adjust- 
ments were  remade,  the  optical  surfaces  cleaned,  and  a  new  lamp 
inserted  and  readjusted. 


TABLB  5.— Cdostuicy  of  Instnsiiimit 

'    Diite 
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Tu 

Un 

1.07 

LOI 

1-04 

.95 

.97 

.96 

.96 

.97 

.96 

Itttlll'^IF 

.96 

.99 

.99 

.96 

.97 

.96 

1.07 

1.07 

1.06 

1.05 

1.04 

1.03 

.96 

.96 

.96 

Mmii 

1.00 
4.6 

1.00 
3.5 

1.00 
3.3 

▲vwi««4tovtattai(perc«nO . 

cnt)    . 

12.0 

11.0 

10.0 

The  variations  are  due  obviously  to  erratic  changes  in  adjust- 
ment. No  secular  change  in  the  standards  is  noticeable.  The 
variations  in  Un  and  l/^  are  less  than  those  in  Uio,  probably 
because  they  were  less  sensitive  to  adjustment  due  to  their 
diffusing  surfaces.  The  standard  Z/jo  ^^  used  over  a  much 
longer  period— seven  months,  including  the  readings  in  Table  5. 
The  average  deviations  of  a  single  reading  from  the  mean  of  all 
(22  readings)  was  4.3  per  cent,  and  Table  5  itself  includes  the 
highest  and  lowest  readings  of  the  whole  series.  In  fact,  if  the 
readings  of  the  first  five  months  only  were  considered,  the  avera^ 
deviation  was  2.2  per  cent,  and  the  maximum  difference  is  9 
per  cent.  When  the  instrument  was  kept  fixed  in  adjustment  the 
readings  were  more  nearly  constant. 
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A  few  experiments  were  made  upon  silica  suspensions  to  deter- 
mine the  errors  involved  with  liquid  standards.  The  magnitude 
of  the  zero  reading  due  to  stray  light  from  the  cell  faces  was 
found  to  vary  considerably^  unless  great  care  was  taken  to  wash 
the  cells  as  well  as  the  cell  faces  perfectly  clean.  With  proper' 
precautions  the  zero  reading  could  be  kept  below  that  due  to 
a  turbidity  of  lo"^  (o.oi  parts  per  i  000  000),  and  with  ordinary 
technique  it  was  below  lo"^  (o.i  parts  per  1  006000),  so  that 
without  correction  it  would  introduce  an  error  of  less  than  i 
per  cent  in  turbidities  greater  than  lo"^  (10  parts  per  i  000 ooo). 

A  considerable  error  may  be  introduced  in  the  process  of 
filling  and  washing  the  turbidity  cells,  to  avoid  which  a  definite 
procedure  must  be  followed.  Washing  the  cells  three  times  with 
doubly  distilled  water,  and  then  once  with  the  sample,  was 
f otmd  to  give  results  better  than  2  per  cent  in  most  cases. 

When  much  time  is  consumed  in  making  the  observations,  as 
is  usually  necessary  in  photometric  work,  an- error  is  introduced 
due  to  the  settling  of  coarser  particles  of  the  suspension.  A 
rough  time  run  was  taken  to  determine  the  rate  of  settling  with 
a  standard  suspension  of  lo"*  (100  parts  per  million)  concentra- 
tion. The  fractional  rate  of  settling  is  given  by  ^  —  i-S,  where  S 
is  the  fraction  remaining  in  suspension  after  xmit  time.  Thus,  if 
i?o  ^  the  original  reading,  and  R  the  reading  after  t  minutes, 

R-^R^*  (13) 

The  results  are  given  in  Table  6. 

TABLB  6.— Rate  of  Settling 


Time  (p.  m.) 

R«dl«, 

UgR 

1^5 

S 

peromt 
permlnuto 

1.40 

12.95 
12.27 
11.99 
9.05 

1.1123 
1.0888 
1.0788 
.9566 

1    0.9953 

.9980 
.9983 

0.989 

.995 
.996 

1.45 ." 

1.1 

1.50 

.5 

aj». 

.4 

It  is  seen  that  for  the  first  five  minutes  the  reading  decreases  at 
the  rate  of  about  i  per  cent  per  minute,  after  which  time  a  steady 
rate  of  about  one-half  of  i  per  cent  per  minute  is  reached.  The 
time  element  is  uncertain  because  the  readings  themselves  require 
about  five  minutes  for  a  series  of  10  photometric  observations. 
The  results  show  that  care  must  always  be  taken  to  shake  the 
standard  suspension  well  immediately  before  the  observations. 
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Here  a  difficulty  is  encountered,  for  shaking  produces  bubbles 
which  increase  the  reading. 

Thexnostimportant  factor  in  the  caKbrationof  any  turbJdimeter 
is  the  determination  of  the  relation  between  the  reading  and  the 
concentration,  for  every  type  of  suspension  which  is  to  be  used. 
The  simplest  method  of  obtaining  the  concentration  as  a  function 
of  the  reading  is  to  dilute  the  suspension  by  known  amounts  and 
obtain  the  readings  for  the  successive  dilutions.  The  resulting 
function  may  be  called  the  law  of  dilution.  It  is  assumed  in 
this  procedure  that  the  constitution  of  the  suspension  does  not 
change  on  dilution,  but  the  particles  may  break  up  or  in  some 
way  change  in  size,  involving  in  itself  a  change  of  reading. 

TABLE  7.— Uw  of  DUution 
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Ofamsptr 

Pvlipw 

5.00X10-* 

S0.0 
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2.« 

29.2 

74.1 

+  3.5 

1.70 
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49.0 

-  2.8 
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9.90 
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-  5.7 

5.78 

5.76 

19.4 

-  5.4 

3.36 

3.36 

11.9 

-  3.8 

1.96 

1.96 

7.18 

0.0 

1.14 

1.14 

4.37 

+  2.1 

6.64X10-^ 

.664 

2.63 

+  6,9 

3.87 

.387 

1.69 

+  3.0 

2.26 

.226 

1.01 

+  7.6 

1.31 

.131 

.636 

+  5.7 

7.66X10-* 

.0766 

.394 

+  7.4 

4.46 

.0446 

.283 

-10.4 

2.60 

.0260 

.194 

-22.5 

Man... 

6.6 



A  given  thickness  of  cell  is  appropriate  only  for  a  definite  range 
of  turbidities,  and  for  each  cell  thickness  the  constants  in  the 
law  of  dilution  are  different.  The  38  mm  cell  was  found  to  be 
suitable  for  silica  suspensions  of  concentrations  ranging  from 
5  X  lo"*  (50  parts  per  1 000  000)  to  3  x  lo"*  (0.03^  parts  per 
I  000  000),  and  over  this  range  the  law  of  dilution  was  obtained. 
A  suspension  containing  5  x  10**  (50  parts  per  million)  of  silica 
was  first  read.  Twenty-five  cubic  centimeters  were  removed 
with  a  pipette  and  replaced  by  doubly  distilled  water,  and  as  the 
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total  volume  was  60  cm*,  the  concentration  was  reduced  by  a 
factor  of  seven-twelfths  at  each  dilution.  The  data  obtained  in 
one  run  are  given  in  Table  7. 

The  observed  reading  is  corrected  for  the  displacement  of  the 
photometer  scale  (8 « +0.14°)  and  for  the  zero  reading  with 
doubly  distilled  water,  which  averaged   1.7X10"*    (0.017   parts 
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Pig.  3. — Shows  relation  between  concentration  (Q  and  turbidimeter  readings  (R) 

per  million).    The  data  are  fitted  fairly  well  by  the  formula 

C  =  fei?-  (14) 

in  which  C  is  the  concentration,  R  the  corrected  ttubidimeter 
reading,  and  k  and  a  constants.  The  data  are  plotted  loga- 
rithmically m  Fig.  3,  giving  the  value  a  =  1.194,  the  observed 
values  of  C  differing  from  the  calculated  on  the  average  by  6.6 
per  cent.  In  reality  the  law  is  much  more  complicated,  as  is 
shown  by  the  systematic  deviations  in  the  last  coltmm  of  Table  7. 
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The  results  of  a  trial  run  made  on  the  previous  day  check  fairly 
well,  as  is  shown  in  Table  8,  the  average  difference  between  the 
readings  being  2.2  per  cent.    They  are  also  plotted  in  Fig.  3. 

TABLB  8.— ReprodnclbiUty  of  Dilotioii 


i«eJ2 

ii&iSi 

Runl 

Rwi2 

2.997 
2.  OSS 
2.678 
2.497 
2.286 
2.082 

Mma.. 

3.015 
2.870 
2.690 
2.499 
2.288 
2.075 

+0.018 
+  .015 
+  .012 
+  .002 
+.  002 
-  .007 

.0093 

Mean  A  /?  ■"  a.s  P«r  cent. 


VOL  INTERCOMPARISON  OF  STANDARDS  FROM    WATER 

LABORATORIES 

A  list  of  about  30  representative  water  laboratories  was  kindly 
ftimished  by  Dr.  E.  B.  Phelps,  of  the  committee  on  standard 
methods.  Re8^;ent  bottles  of  500  cm  •  capacity  were  washed  and 
cleaned  with  hot  cleaning  solution  (KjCrjO;  and  HjSOJ,  which 
was  left  in  the  bottles  two  days,  being  shaken  at  intervals.  They 
were  then  rinsed  thoroughly  and  left  to  soak  for  about  a  week 
filled  with  distilled  water.  These  were  sent  to  the  laboratories 
and  22  samples  of  standard  turbidity  containing  10 "*  (100  parts 
per  million)  of  silica  were  thus  obtained. 

The  turbidimeter  was  kept  fixed  in  adjustment  throughout  the 
whole  intercomparison.  Reference  standards  Un  and  t/i,  were 
read  at  intervals  to  insure  that  the  adjustment  did  not  change. 
The  readings  referred  to  their  means  are  given  in  Table  9. 

TABLE  9. — Constancy  During  Intercomptrison 


Diitt 

Un 

Uit 

r     1.00 

1.00 

R-di^ 1      '•" 

I          .97 
i      1.00 

1.00 
L02 

.98 

Meu 

1.00 
1.5 

1.00 
1.0 

Avengv  deviaHon  tper  Mnt) .... 

MtTfaimin  dUtonnoi  (percnt). 
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The  variations  are  evidently  accidental,  and  not  due  to  changes 
in  adjustment. 

A  definite  procedure  was  followed  in  reading  the  turbidity 
standards.  In  each  case  the  cell  was  washed  three  times  with 
doubly  distilled  water  and  emptied  with  a  vacutmi  siphon  with 
a  fine  tip  to  sudc  the  liquid  from  the  comers.  The  third  washing 
was  read,  giving  the  readings  in  Table  10  marked  D.  D.  H^O. 
The  standard  sample  was  then  caref tilly  shaken  and  the  cell 
washed  once  with  it.    The  second  filling  was  read,  with  and 
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Turbidity  « 

Flo«  4. — Shouts  tk$  lack  of  utuformiiy  in  standards  of  turbidity  used  in  pracUcs 

without  a  green  filter  over  the  eyepiece  to  eliminate  small  color 
differences.  Five  samples  were  remeasured  several  times  and 
were  found  to  check  in  every  case  except  one  to  better  than 
3  per  cent,  averaging  1.3  per  cent.  One  reading  was  higher  than 
the  mean  of  three  by  10  per  cent,  probably  due  to  an  error  in 
washing  and  filling,  as  the  sample  was  low  and  the  reading  was 
taken  immediately  after  a  high  sample.  Readings  were  taken 
with  and  without  a  green  filter  over  the  eyepiece,  five  observa- 
tions each,  and  the  means  are  given  in  the  second  and  third 
columns  of  Table  10.    The  readings  referred  to  the  mean  of  all 
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which  is  fixed  at  loo,  as  the  standards  were  supposed  to  be  loo 
parts  per  milliQii  by  weight.  In  the  last  coltunn  are  given  the 
difiiemoes  between  the  readings  without  and  with  the  gieoi 
filter*  The  average  dififerenoe  is  3  P^  oent,  the  maxinumi  10 
per  cent.  These  differences  may  be  due  to  color  variatioDS 
among  the  samples,  but  the  average  reading  with  the  green 
filter  was  10.64,  with  no  filter  10.56,  a  difference  of  0.8  per  cent 

T4BLB  10.— ^Intoroomptrisoii  of  Standards 
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The  readings  without  filter  are  presented  graphically  in  Fig.  4, 
which  is  a  Galton  ogive  ciuve,  or  "direct  plot."  The  abdssas 
are  the  readings  R,  ordinates,  the  number  of  readings  above  R; 
each  reading  thus  being  given  an  equal  ordinate  spacing,  and 
arranged  in  order  of  magnitude. 

The  results  show  a  rather  serious  lack  of  uniformity  in  the 
turbidity  standard  actually  in  use.  It  was  at  first  suspected 
that  this  was  due  to  variations  in  the  methods  of  preparation, 
such  as  the  use  of  diatomaceous  earth,  local  clays,  the  candle 
turbidimeter,  etc.,  but  a  study  of  the  results  indicates  that  they 
are  due  to  chance  irregularities,  not  to  sjrstematic  differences  of 
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methodL  The  lowest  three  and  the  highest  two  readings  fall 
apart  from  the  rest,  and  are  perhaps  exceptional,  but  omitting 
these  five,  the  variation  in  average  deviation  *- 1 1  per  cent  and 
maximum  difference —42  per  cent.  It  is  interestix^  to  note  that 
both  the  highest  and  lowest  results  are  from  the  same  city. 

EL  CONCLUSION 

The  forgoing  study  of  the  present  standard  of  turbidity  in 
water  analysis  has  shown  it  to  be  inaccurate,  the  variations  from 
the  average  amounting  in  some  cases  to  over  50  per  cent.  This 
cotdd  be  eliminated  largely  by  the  simple  expedient  of  having  all 
these  standards  prepared  by  the  Bureau  of  Standards,  without 
changing  the  spedficaticms  at  all.  But  if  the  standards  were  thus 
centrally  prepared,  it  wotild  not  be  necessary  to  use  the  platintun- 
wire  method  for  regulating  the  size  of  the  partides.  Simidicity 
cotdd  be  sacrificed  for  precision  in  preparing  the  standard.  This 
wotild  reqtiire  no  change  in  the  routine  laboratory  comparison  of 
the  tmknown  with  the  standard.  Regardless  of  the  questions  of 
convenience  and  range,  there  seems  to  be  no  reason  why  the 
standard  should  not  be  made  precise  to  at  least  10  per  cent. 

There  is  a  possibility  that  standard  samples  of  dry  powdered 
silica  can  be  prepared  sufficiently  tmif  orm  in  size  of  particle  to 
use  directly.  In  this  case  certified  samples  can  be  ftunished  the 
water  laboratories,  where  it  wotild  be  necessary  only  to  suspend 
the  approjxriate  amotmt  in  distilled  water.  TUs  question  is  now 
being  investigated. 

The  constant  advice  and  encouragement  of  W.  F.  Wells,  who 
first  brought  the  problem  of  turbidity  standardization  to  the 
attention  of  the  author;  the  assistance  of  Prof.  £.  B.  Phelps  in 
furnishing  a  list  of  representative  water  laboratories;  and  the 
cooperation  of  the  water  laboratories  in  furnishing  samples  of 
their  standard  turbidity  and  in  giving  their  opinions  respecting  the 
standard,  are  acknowledged. 

Washington,  April  25, 1919. 
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I.  INTRODUCTION 

Previous  papers*  have  discussed  measurements  made  in  this 
laboratory  of  ionization  and  resonance  potentials  of  a  number  of 
metals. 

A  continuation  of  this  work  has  led  to  satisfactory  results  for 
lead  and  calcium. 

The  method  of  measurement  employed  has  been  described  in 
detail  elsewhere.  The  metal  is  boiled  at  low  pressure  in  a  vacuum 
tube  containing  a  Wehnelt  cathode  surroimded  by  a  cylindrical 
grid  and  plate.  Between  the  cathode  and  grid  is  placed  a  variable 
potential  to  accelerate  the  electron  current  from  the  cathode, 
while  a  small  retarding  field  is  fixed  between  the  grid  and  plate. 
Measurement  of  the  total  current,  leaving  the  cathode  as  the 
accelerating  potential  is  increased,  shows  a  sudden  increase  in 
the  current  when  the  ionization  point  is  reached  on  accoimt  of 
the  direct  effect  of  ionization  and  the  indirect  effect  of  positive 
charges  on  the  electric  field.  The  "partial  current"  reaching  the 
plate  against  a  small  retarding  field  decreases  when  the  electrons 
near  the  grid  lose  nearly  all  their  velocity  by  inelastic  impact  with 
vapor  molecules.  The  curve  of  "partial  current"  versus  acceler- 
ating potential  shows  a  series  of  drops  in  the  current  at  equal 
voltage  intervals.  This  interval  is  equal  to  the  resonance  poten- 
tial, and  the  distance  of  the  first  drop  from  the  origin  is  the  reso- 
nance potential,  minus  the  initial  velocity  in  volts,  of  electrons 
leaving  the  cathode.  The  initial  velocity  correction  added  to 
the  applied  potential  at  the  ionization  point  gives  the  ionization 
potential. 

1  Tate  and  Poote,  Phil.  Mac..  M»  P.  64:  19x8.  Bur.  Stds.  ScL  Pap.  317.  Poote  and  Mohler,  FhIL  Mae.. 
S7.  P*  ,33;  19x9*  Jotir.  Wash.  Acad.  Sd.,  8,  p.  5x3;  19x8.  Foote  and  Rognley  and  Mohler,  Phys.  Rar.« 
M.  p.  59;  X919. 
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This  interpretation  of  the  partial-current  curves  is  based  on 
two  assumptions: 

(a)  That,  when  the  velocity  of  an  electron  is  less  than  that  cor- 
responding to  the  resonance  potential,  collisions  are  elastic. 

(6)  That,  when  equal  to  or  greater  than  the  resonance  potential, 
the  velocity  lost  at  collision  is  equal  to  the  resonance  potential. 

The  first  assumption  is  almost  certainly  justified,  although  no 
direct  measurements  of  velocity  lost  by  collision  with  metal 
molecules  have  been  made.  The  second  assumption  seems  to 
agree  with  all  experimental  results,  but  the  evidence  available 
does  not  exclude  other  hypotheses. 

If  the  transfer  of  energy  from  an  electron  in  passing  through  an 
atom  is  analogous  to  miyhaniral  resonance  phenomena,  an  elec- 
tron with  velocity  equal  to  or  twice  or  three  times  the  resonance 
velodly  will  lose  some  kinetic  energy  in  passing  through,  thus 
giving  rise  to  the  successive  inflections  in  the  current  curve. 
These  inflections  in  this  case  would  be  much  more  marked  if  the 
retarding  field  between  the  grid  and  the  plate  were  nearly  as  large 
as  the  accelerating  field  between  the  cathode  and  grid,  for  most 
of  the  electrons  would  lose  only  a  small  part  of  their  velocity. 
Experiment,  however,  shows  that  the  partial-current  curve  is 
not  noticeably  changed  by  increasing  the  retarding  field  above 
a  fraction  of  a  volt. 

An  entirely  different  hypothesis  to  explain  the  decrease  in  the 
partial  current  at  the  resonance  potential  is  that  radiation  at 
this  voltage  causes  a  photo-electric  current  between  the  plate  and 
grid  opposite  in  direction  to  the  original  electron  current.  The 
experiments  of  Davis  and  Goucher*  with  mercury  vapor  prove 
that  such  a  current  exists  and  increases  by  steps  equal  to  the 
resonance  potential.  However,  experiments  in  this  laboratory 
with  an  it)nization  chamber  of  the  type  used  by  Davis  and  Goucher 
show  that  when  the  partial  current  gives  strong  inflection  and  fuU 
scale  deflection  on  a  shtmted  galvanometer  the  photo-electric  cur- 
rent is  immeasurably  small.  The  effect  is  probably  of  negligible 
importance  in  all  otu-  experiments. 

Another  possible  explanation  of  the  inflections'  suggested  by 
the  work  of  Akesson*  is  that  electrons  with  velocity  several  times 
the  resonance  potential  may  lose  several  "quanta"  of  energy  at 
one  collision.  Akesson's  conclusions  are  based  on  experiments 
with  nonmetallic  gases,  and  the  authors  doubt  whether  he  has 
conclusively  proven  this  important  point.    A  quantitative  study 

■  Fhys.  Rer.p  10.  p.  loz;  19x7.  >  I,unds  Univenitets  Axiskrift,  NP,  Avd.  a  Bd.  si.  Nr  xx. 
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of  partial  and  total  currents  in  a  metallic  vapor  at  various  known 

pressures  may  answer  this  and  other  important  questions  definitdy. 

The  changes  observed  in  partial-current  curves  as  the  vapor 

density  is  increased  indicate  that  Akesson's  assumption  is  not 

necessary  to  explain  the  facts;  but  no  crucial  test  has  yet  been 

made. 

n.  APPARATUS 

The  difficulties  in  experiments  with  calcitun  and  lead  arise 
largely  from  the  high  temperature  necessary  for  vaporization. 
The  lead  was  heated  to  about  1050**  C  and  the  calcium  to  about 
950**  C;  but  the  latter  metal  is  more  difficult  to  handle  on  account 
of  the  chemical  action  of  its  vapor  on  quartz  or  porcelain. 

The  vacuum  tubes  were  about  3  cm  in  diameter  and  35  cm  long, 
closed  at  the  bottom,  and  with  a  brass  plate  which  supported  the 
electrodes  sealed  in  the  top.  The  grid  was  a  cylinder  of  iron  gauze 
about  half  the  diameter  of  the  tube,  the  outer  electrode  usually  a 
short  cylinder  of  thin  sheet  steel  of  nearly  the  diameter  of  the  tube. 
These  were  supported  by  iron  rods  sealed  in  the  top  plate  while 
the  cathode  was  suspended  from  a  ground  glass  joint. 

A  successful  experiment  with  calcium  was  made  with  a  fused 
quartz  tube  and  electrodes  as  described  above,  but  the  condensed  - 
calcium  stuck  to  the  quartz  and  broke  it  when  the  tube  cooled. 
Further  experiments  were  made  with  a  tube  of  glazed  porcelain, 
and  an  inner  protecting  tube  of  thin  steel  fitting  the  porcelain  tube 
snugly  and  reaching  nearly  to  the  top.  This  tube  served  as  the 
outer  electrode,  and  at  the  same  time  protected  the  porcelain  from 
the  hot  calcium.  Porcelain  tubes  with  outer  electrodes  of  the 
-type  first  described  were  satisfactory  for  lead. 

The  greatest  difficulty  at  high  temperature  is  the  large  electric 
leak  due  to  emission  of  electricity  from  the  plate  and  grid.  The 
only  remedy  is  to  employ  relatively  large  electron  currents. 
With  calcium  we  used  a  hot  wire  cathode  consisting  of  a  loop  of 
molybdentun  wire  coated  with  cakium  oxide.  This  was  welded  to 
slightly  larger  tungsten  leads  run  through  p3rrex-glass  insulating 
tubes  to  avoid  short-^sLrcuiting  by  condensing  calcium.  A  similar 
electron  source  was  tried  in  lead,  but  an  equipotential  surface 
gave  much  better  results.  A  tube  of  sheet  steel  6  mm  in  diameter 
coated  with  calcium  oxide  served  as  the  surface.  This  fitted  over  a 
thin-walled  porcelain  tube  in  which  a  heating  coil  of  molybdenum 
was  mounted. 

Current  was  measured  on  a  shunted  galvanometer  with  sensi- 
bility ranging  from  lo"*  to  io~*  amperes  per  mm. 
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The  lower  part  of  the  containing  tube  was  heated  in  a  tube  re- 
sistance furnace  wound  with  chromel  wire,  while  its  top  was  water 
cooled.  The  space  between  the  ionization  chamber  and  furnace 
tube  was  filled  with  sand  to  make  the  rate  of  coding  small  when 
the  heating  dxcuit  was  broken,  as  was  necessary  while  observa* 
tions  were  being  taken.  Temperature  was  measured  by  a  ther- 
mocouple in  the  sand. 

The  vacuum  was  maintained  by  glass  mercury-vapor  pumps  of 
the  t3rpe  designed  by  one  of  the  authors.^  With  lead  in  the  vac- 
uum tube  at  looo^C  the  gas  pressure  was  never  less  than  0.002  mm, 
but  with  calcium  very  high  vacua  were  easily  obtained.  Gas  was 
rapidly  evolved  until  a  temperature  of  about  600^  C  was  reached, 
but  above  this  point  the  gas  was  absorbed  by  the  calcium  and  the 
pressure  dropped  quickly  to  less  than  o.oooi  mm. 

m.  OBSERVATIONS. 

Fig.  I  gives  some  of  the  curves  of  partial  and  total  current 
versus  accelerating  potential  in  lead  vapor.  Ctuves  4,  14,  20,  26 
are  total  ciurent,  and  ciuves  i,  3,  10,  19,  23  partial  current  reach- 
ing the  outer  electrodes.  In  Table  i  are  given  the  results  from  19 
partial-ciurent  curves  and  12  total-cturent  curves. 

The  results  from  all  the  curves  in  which  the  inflections  were  sharp 
enough  for  measturement  are  tabulated,  and  the  ctu-ves  in  the  figure 
are  tyyicsl.  The  total  ciurent  showed  ionization  when  the  tem- 
perature reached  900®  C,  but  most  of  the  data  were  obtained  in  the 
range  950  to  1050^  C.  Through  a  window  in  the  top  plate  of  the 
vacuum  tube  it  was  possible  to  observe  the  arc  at  potentials  above 
the  ionization  point.  The  arc  was  blue  in  color,  due,  probably,  to 
the  line  X=» 4058  A. 

Fig.  2  gives  tjrpical  cturves  of  total  and  partial  ciurent  in  calcium 
vapor.  Curves  8,  18,  and  22  are  total  cturent,  and  curves  i,  3,  9, 
14,  and  15  partial  ciurent.  In  Table  2  the  points  of  inflection 
in  1 1  total-current  curves  and  1 1  partial-current  curves  are  given. 

Some  vaporization  was  visible  at  600^  C,  and  the  ionization 
point  showed  at  700^  C.  The  curves  were  obtained  between  800  and 
900^  C.  The  pressure  was  very  low  except  in  the  case  of  curve 
9,  when  the  pump  was  stopped  and  a  pressure  of  0.02  mm  was 
reached.  The  similarity  of  this  curve  to  the  others  shows  that  when 
the  metal  is  vaporizing  rapidly  traces  of  gas  do  not  affect  the  results. 
The  gas  is  cleaned  out  of  the  hot  part  of  the  tube  by  the  current 
of  vapor  to  an  extent  far  in  excess  of  the  indicated  gas  pressure. 


*  Wtth.  Acad,  of  Sd.  Jour.,  7,  p.  477:  i9X7< 
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/IcctlcrQhn^    Po(cnlial     Volls 

Fig.  z. — Electron  currents  in  lead  vapor 
Cimrcs 4,  Z4,  90,  and  a6  "total  cuiimi";  curves s,  s,  zo^  X9k  and  a3  ''partial cnncnt." 
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PlO.  a. — EUctron  currents  in  cakium.vapor 
8»  iS.  Midaa  "total current";  curvci  i,  j»  9^  X4«  and  15  "partial current". 
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As  already  noted,  the  current  in  lead  was  obtained  from  an 
eqtiipotential  source,  while  in  calcium  an  incandescent  wire  was 
used.  *  The  ciurent  from  a  hot  wire  does  not  approach  saturation 
in  this  range  of  voltage,  while  with  an  equipotential  source  satu- 
ration is  approached  with  a  few  volts.  This  is  the  chief  advantage 
of  an  equipotential  surface  when  inelastic  impact  occurs  at  a  low 
voltage.  The  difference  in  type  of  the  two  sets  of  curves  is  in 
part  explained  by  this  fact. 

IV.  DISCUSSION  OF  RESULTS  WITH  LEAD 

The  points  of  injQiection  in  the  current-voltage  etudes  for  lead 
shown  in  Table  i  give  a  mean  value  of  i  .26  volts  for  the  resonance 
potential  and  7.93  volts  for  the  ionization  potential.  The  initial 
velocity  correction  to  be  added  to  the  applied  potential  to  give 
the  ionization  potential  is  taken  in  each  case  from  the  preceding 
or  following  partial-current  curve,  as  varying  conditions  change 
this  correction  noticeably  during  the  observations. 

No  series  relations  have  been  found  as  yet  in  the  lead  spectnmi, 
nor  is  there  anything  known  of  fundamental  frequencies  in  any  of 
the  metals  in  this  coltmm  of  the  periodic  table.  In  metals  pre- 
viously studied  the  quantum  relation  Ve^^hv  has  been  foimd  to 
hold  where  V  is  the  resonance  or  ionization  potential,  p  a  fim- 
damental  frequency  in  the  spectrum,  e  the  electron  charge,  and*A 
Planck's  constant  of  action.  Taking  «- 4.774 XIO-*^  A  =  6.547  X 
iQ-",  and  .the  velocity  of  light  =  2.999  +  io*«, 

X  =  i2334/F 

when  V  is  measured  in  volts  and  X  in  Angstrom  units. 

The  value  of  V,  corresponding  to  the  resonance  potential,  is  the 
frequency  of  a  prominent  spectrum  line,  the  first  line  of  a  prin- 
cipal series  or  combination  series  in  the  metals  so  far  studied. 
The  litnititig  frequency  of  this  series  gives  the  value  of  v,  cor- 
responding  to  the  observed  ionization  potential,  except  in  the 
case  of  thallium. 

The  resonance  potential  1^-1.26  volts  makes  X-«98oo  A,  with . 
a  possible  error  of  800A  or  o.i  volt.  The  single-line  spectrum  of 
lead,  if  such  exists,  should  be  in  this  region.  Thermopile  measure- 
ments of  the  lead  spectrum  by  Randall  •  show  an  isolated  group  of 
strong  lines  near  this  point  and  the  shortest  wave-length  line  of 
the  group  X«io  291  agrees  with  our  prediction  within  experi- 
mental error.  . 

•  Astro.  Phya.  Jour..  M.  p.  x;  191  x. 
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The  iomzation  potential  corresponds  to  X  — 1550.  This  may 
be  the  limit  of  a  series  of  which  X  » 10  291  is  the  first  Une;  but  it 
is  noticeable  that  the  frequency  ratio  between  the  first  line  and 
.  limit  of  such  a  series  would  be  much  greater  than  in  the  usual 
type.  In  nearly  all  known  series  the  ratio  of  frequencies  is  between 
2  and  3  while  this  is  nearly  7.  In  the  case  of  thallium  alone  we 
found  that  ionization  was  not  determined  by  the  limit  of  a  princi- 
pal series;  but  our  results  have  shown  that  there  is  little  basis 
for  reasoning  by  analogy  when  we  are  dealing  with  metals  in 
different  columns  of  the  periodic  table.  If  X  » 10  291  is  the  single- 
line  spectrum,  we  are  able  to  compute  an  accurate  value  for  the 
resonance  potential.    The  above  data  thus  give  V  =  1.198  volts. 
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V-  DISCUSSION  OP  RESULTS  WITH  CALCIUM 

In  Table  2  is  presented  a  sununaty  analy^s  of  the  curves 
obtained  with  calcium  vapor.  The  tabulation  of  these  inflec- 
tional points  in  the  partial-current  curves  appears  to  indicate  a 
resonance  potential  of  about  i  volt,  but  inspection  of  the  curves 
on  Pig.  2  shows  that  strong  inflections  occur  at  2-volt  intervals 
with  less  marked,  intermediate  inflections.  Such  ciuves  may  be 
explained  by  the  existence  of  2  resonance  potentials. 

TABLE  2.— Resoiumce  and  Tonliation  PoteatUds  in  Caldun 
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Meftn  reaonaxice  potentitds,  z  .90  volU  and  3.85  yolts. 
Meaa  ioDiiatkm  potential,  6.oz  volts. 

In  order  to  illustrate  this  fact,  we  shall  anticipate  our  results 
to  the  extent  of  postulating  that  two  types  of  inelastic  impact 
without  ionization  may  take  place  in  calcium  vapor,  t3T)e  i,  in 
which  the  colliding  electron  loses  1.877  volts  velocity,  and  t3T)e 
2,  in  which  2.918  volts  velocity  is  lost.  Collisions  of  type  i  are 
somewhat  more  probable  than  those  of  type  2.  Up  to  a  maximum 
loss  in  velocity  of  7  volts  the  following  table  represents  the  pos- 
sible permutations  with  these  two  types  of  collision.  The  corre- 
sponding total  loss  in  velocity  after  each  successive  collision  is 
given  in  columns  2  to  4. 
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TABLE  d.~V«locilj  loanwi  in  Cwlfr^fff 
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Sinc^  colfisions  of  tfpt  i  are  more  probable,  we  should  expect 
that  the  velocity  losses  of  i.88  volts  would  show  prominently  on 
the  partial-current  curves.  A  loss  of  2.92  volts  resulting  from 
the  less  probable  collision  of  type  2  should  appear  less  promi- 
nently. Similarly,  two  collisions  of  type  i  are  more  probable 
than  two  of  tfp^  2  or  one  of  each  tjrpe,  and  hence  the  point  3.75 
should  be  nuire  pronounced  than  the  point  4.80.  Prom  5.6  to 
5.8  the  effects  of  two  collisions  of  t3rpe  2  and  of  three  colfisions 
of  type  I  are  superposed,  and  above  this  point  two  colfisions  of 
type  I  and  one  of  t3rpe  2  causes  an  inflection  in  the  curve  at  6.67 
volts.  As  the  velocity  is  still  further  increased  the  various  per- 
mutations overlap  and  the  true  inflectional  points  are  obscured. 
The  prominence  attained  by  different  portions  of  the  curves 
depends  upon  the  vapor  density,  since  with  very  attenuated 
vapor  the  probabifity  of  two  or  more  colfisions  of  any  typo,  may 
be  exceedingly  small.  The  curves  of  Fig.  2  confirm  the  above 
deductions. 

If  the  average  values  of  the  successive  points  a,  6,  c,  etc.,  of 

Table  2  are  corrected  by  the  average  initial  potential,  we  obtain 

a  composite  ctuve  which  may  be  compared  with  the  values  to  be 

expected  from  Table  2  on  the  basis  of  the  above  assumption  as 

follows: 

TABLE  4.— Velocity  Losses  in  Calcitim 
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Most  of  the  curves  given  show  six  points  of  inflection,  but 
point  h  is  always  very  faint  and  points  e  and  /  vary  both  in  posi- 
tion and  distinctness.  As  the  latter  points  are  above  the  ioniza- 
tion potential,  this  gives  rise  to  an  effect  varying  with  the  vapor 
pressure  which  makes  current  readings  unreliable.    For  these 
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reasons  fhe  two  resoi^mce  potentials  and  initial  velocity-correc- 
tions were  computed  from  the  points  a,  c,  and  d.  Thus,  in  curve 
14,  a  is  at  1.5  volts;  c  at  3.4;  and  d  at  4.4,  giving  the  first  resonance 
potential,  o-a,  1.9  volts;  the  second,  (f-a,  2.9  volts;  and  the  initial 
velocity,  0.4  volt. 

Computed  in  this  manner  the  mean  values  from  the  data  in 
Table  2  are  principal  resonance  potential  1.90  volts,  secondary 
resonance  potential  2.85  volts,  ionization  potential  6.01  volts. 

The  occurrence  of  two  resonance  potentials  has  been  suspected 
in  the  case  of  other  metals,  notably  zinc  and  magnesium;  but  this 
is  the  first  instance  in  which  the  phenomena  were  unmistakable. 
It  suggests  the  possibility  that  in  all  metals  there  may  be  many 
potentials  of  inelastic  impact  of  which  the  observed  potential 
is  the  most  probable. 

The  chief  pmpose  of  the  authors  in  making  these  measure- 
ments in  calcium  vapor  was  to  find  the  frequencies  of  the  spec- 
trum which  correspond  to  the  resonance  and  ionization  potentials 

1211A 
in  the  quantum   relation  Ve^hv  or  V^ — ^^.     Previous  work 

shows  that  spectral  relations  are  similar  among  metals  in  the 
same  group  of  the  periodic  table.  Spectra  of  elements  in  the 
second  colunm  are  characterized  by  three  groups  of  series;  single 
line,  doublet  and  triplet  series,  and  combination  series  lines,  of 
which  combinations  of  single  line  and  triplet  terms  are  prominent. 
The  frequency  of  the  combination  line  i  .5  S — 2^,  has  been  shown 
to  give  the  resonance  potential  and  the  frequency  1.5  5  the  ioniza- 
tion potential  in  the  case  of  all  these  metals  previously  studied — 
namely,  zinc,  cadmium,  mercury,  and  magnesium.  The  first  line 
of  the  principal  series  of  single  lines  1.5  S  — 2  P  is,  however,  pre- 
dominant in  the  spectra  of  magnesium,  calcium,  strontium,  and 
barium  and  strong  in  all  the  metals  of  this  group. 

The  limit  of  the  principal  series  of  single  lines  i  .5  5  in  the  calcium 
spectrum  is  computed  by  F.  A.  Saunders*  to  be  y« 49304.8, 
X  =  2027.56.  As  this  is  based  on  better  data,  it  is  to  be  preferred 
to  the  number  deduced  by  Lorenser.  This  gives  V- 6.081  volts 
in  close  agreement  with  the  observed  value  V  «-6.oi  volts. 

The  line  1.5  S— 2^3  has  not  been  correctly  identified  in  any  pub- 
lished work.  Using  Saunders's  value  of  1.5  S  and  Dimz's  value 
of  2/»3,  1^-34089.47,  1.5  S-2/>,  =  15215.33.    There  is  a  calcium 

UneatX =6572.78.    ^^  =  15210.3    in   vacuum.     This  agreement   is 


*  Data  furnished  by  Dr.  Saunders. 
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good,  for  the  limiting  frequency  1.5  5  is  diflBcult  to  determine,  as 
is  shown  by  the  various  results  of  different  authorities.  Physical 
properties  of  this  line  make  its  identification  almost  certain, 
although  it  is  apparently  insignificant  in  arc  or  spark  spectra. 
The  wave  length  X  -6572.78  corresponds  to  V  - 1.877  volts,  white 
the  observed  value  is  V  - 1.90  volts. 

The  first  line  of  the  principal  series  1.5  S-2  P  is  X =4226.73, 
giving  V -2.918  in  good  agreement  with  the  observed  secondary 
resonance  potential  V  -  2.85  volts. 

These  results  add  importance  to  the  study  of  the  relative 
intensity  of  the  lines  1 .5  S  -  2^a  and  1 .5  S  -  2  P  in  spectra  of  metals 
of  this  group  under  different  modes  of  excitation.  Following  the 
discovery  by  Franck  and  Hertz'  that  mercury  vapor,  when  bom- 
barded by  dectrons  with  velocity  equal  to  the  resonance  potential, 
emitted  the  line  1.5  S— 2^,  (X— 2537)  alone  or  at  least  predomi- 
nantly. McLennan*  made  similar  observations  on  low  voltage 
arcs  in  cadmium,  zinc,  and  magnesium.  In  cadmium  and  zinc 
the  results  were  analogous  to  mercury,  but  in  magnesitun  the  line 
1 .5  S  —  2  P  alone  was  observed  below  the  ionization  potential.  He 
concluded  that  the  frequency  1.55-  2/>t  was  fundamental  in  zinc, 
cadmium,  and  mercury,  and  1.5  5  —  2  P  in  magnesium,  calcium, 
strontium,  and  barium. 

Davis  and  Goucher,'  by  their  ingenious  method  of  detecting 
the  appearance  of  different  types  of  radiation  from  the  photo- 
electric effect,  showed  that  in  mercury  vapor  radiation  occurred 
with  4.9  volts  accelerating  potential  corresponding  to  X=2537 
and  increased  at  6.7  volts  corresponding  to  the  first  line  of  the 
principal  series  X  —  1 849. 

Later  McLennan  and  Ireton  ^®  showed  by  spectroscopic  methods 
that  in  zinc  and  cadmium  the  first  line  of  the  principal  series  ap- 
peared at  potentials  corresponding  to  their  respective  frequencies. 

The  Davis  and  Goucher  experiment  is  entirely  different  in 
princifde  from  the  method  used  by  Franck  and  Hertz  to  detect  the 
potential  of  inelastic  impact  in  mercury  and  used  by  us  in  our 
work.  The  curves  obtained  by  Franck  and  Hertz"  are  beauti- 
fully regular  and  show  only  one  resonance  potential. 

Oinr  measurements  show  that  the  frequency  1.55  —  2^,  is  of 
predominant  importance  in  deteimining  inelastic  imi)act  in  all 

»  Verb,  der  Deal.  Phys.  Ges.,  16,  p.  sia;  1914- 

*  Proc.  Roy.  Soc..  91.  p.  485;  9S,  p.  307:  98.  p.  574;  1915-S6. 

*  Pliy*.  Rev.,  10.  p.  xoi;  X9r7* 
M  Phil.  Mac.  M.  P-  461:  1918. 

u  Verb,  der  Deut.  Phys.  Ges.,  16,  p.  457;  19x4. 
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the  metals  of  this  group  which  we  have  studied,  although  the  fre* 
quency  i  .55  —  2P  is  also  effective  in  calcium,  and  possibly  magne- 
sium. The  rdation  between  low-voltage  arc  lines  and  potentials 
of  inelastic  collision  is  evidently  complicated. 

McLennan  has  made  no  observations  of  the  low- voltage  arc  in 
calcium.  An  experiment  performed  in  this  laboratory  by  Dr. 
M^gers  and  one  of  the  authors  indicates  that  the  line  1.55  — 2P 
(X  "  4227)  does  appear  below  the  ionization  potential. 

The  evidence  is  based  on  a  purely  accidental  result  of  a  spectro- 
scopic study  of  low-voltage  arcs  in  caesium  vapor.  Several 
photographs  of  the  arc  spectrum,  with  an  applied  potential  of  2.2 
volts,  showed  a  line  which  in  all  probability  was  the  4227  line  of 
calcium.  As  the  dispersion  was  very  small,  the  evidence  is  not 
certain,  but  the  caesium  was  made  by  heating  caesium  chloride  in 
calcium  so  the  occurrence  of  caldtmi  or  caldtun  chloride  was  not 
unlikely.  The  fact  that  the  line  appeared  with  an  applied  voltage 
less  than  the  secondary  resonance  potential,  3  volts,  may  not  be 
important,  for  the  actual  potential  may  have  been  as  much  as  i 
volt  higher  than  the  applied  potential. 

Interesting  light  on  these  fundamental  frequencies  in  the  spectra 
of  calcium  and  magnesitmi  is  given  by  the  work  of  A.  S.  King" 
on  spectra  in  the  vacuum  tube  furnace  at  different  temperatures. 
The  contention  of  Hemsalech**  that  spectra  observed  in  tube 
furnaces  are  at  least  in  part  low-voltage  arcs  may  be  significant, 
for  if  this  is  true  low-temperature  spectra  are  low-voltage  spectra. 

In  the  calcium  si)ectrum  at  high  temperature  the  line  X  ^4227  is 
predominant  and  X  =  6573  quite  faint,  while  at  low  temperature 
X=4227,  though  still  the  brightest  line,  has  lost  considerably  in 
relative  brightness,  and  X  =  6573  has  increased  until  it  is  second 
only  to  X= 4227.  Magnesium  shows  the  same  phenomena.  The 
wave  length  X  «  2852,  which  is  the  first  line  of  the  principal  series, 
is  predominant  at  high  temperattue,  while  1.55-2^,  (X"»457i) 
is  faint;  but  at  low  temperature  in  this  case  X —4571  is  the  brightest 
line  in  the  spectrum  and  X  »  2852  has  entirely  disappeared. 

Whether  tube-ftunace  spectra  are  due  to  thermal  emission  or 
low-voltage  arcs,  the  change  in  the  spectra  as  the  temperattu-e  is 
varied  offers  a  means  of  differentiating  the  fundamental  frequencies 
in  other  elements. 

From  the  combined  results  of  experiments  on  the  metals  of  the 
second  group  of  the  periodic  table  the  following  conclusions  can 
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be  drawn:  Inelastic  ooUiatcm  in  all  these  metals  occurs  at  a  poten- 
tial corresponding  to  the  spectral  frequency  1.55^2^^  In  cal- 
dum,  and  probably  in  some  other  metals  of  the  group,  there  is  a 
second  resonance  potential  given  by  the  Une  1.5S—2P.  tbt 
ionization  potential  is  in  all  cases  determined  by  the  frequency 
1.5S.  Arcs  with  voltage  less  than  the  ionization  potential  in 
zinc,  cadmium ,  and  mercury  show  the  line  i  .55 — 2p^  predominantly, 
while  magnesium,  and  probably  all  the  alkali  earth  metals,  shows 
1.5S  —  2P  predominantly.  Thje  line  1.55— 2P  probably  appears 
in  spectra  of  all  metals  in  this  group  below  the  ionization  potentiaL 
The  evidence  of  the  proportionality  between  potentials  of 
inelastic  collision  and  spectral  frequency  is  now  so  extensive  as 
to  be  beyond  question.  However,  the  assumption  that  all  dectron 
collisions  of  one  type  give  rise  to  one  spectral  Une  does  not  seem 
to  explain  the  relative  intensity  of  the  two  lines  1.55  — 2P  and 
1.55— 2/>,  below  the  ionization  potential.  The  tube-furnace 
spectra,  for  instance,  show  at  least  that  the  two  emission  centers 
are  affected  differently  by  a  change  in  physical  condition,  whether 
it  is  the  temperattue  or  the  electric  field  that  plays  the  important 

part. 

VI.  STTMMART 

The  resonance  and  ionization  potentials  in  lead  vapor  are  at 
1.26  and  7.93  volts,  respectively.  The  line  X  =  10  291  is  probably 
related  by  the  quantum  equation  to  the  resonance  potential. 
This  gives  a  theoretical  value  of  1.198  volts  for  the  resonance 
potential. 

Measturements  in  calcium  vapor  show  two  resonance  potentials, 
1.90  volts  and  2.85  volts,  the  former  of  which  is  most  pronounced. 
The  observed  value  of  the  ionization  potential  is  6.01  volts. 

The  first  resonance  potential  is  determined  by  the  frequeiicy 
1.5S  —  2P2  (X  =  6572.78).    The  theoretical  value  is  1.877  volts. 

The  second  resonance  potential  is  related  to  the  first  line  of 
the  principal  series,  1.5S  — 2P  (X= 4226.73),  giving  the  theoretical 
value  2.918  volts. 

The  limit  of  the  prindpsd  series,  1.5S  (X  =  2027.56),  corresponds 
to  the  value  6.08 1  volts  for  the  ionization  potential. 

The  spectral  relations  of  the  first  resonance  potential  and  ioni- 
zation potential  are  analogous  to  those  previously  foimd  in  other 
metals  of  this  group  in  the  periodic  table. 

Washington,  Ckrtober  i,  191 9. 
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